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1. General information

All reactions were carried out in flame-dried glassware under an atmosphere of argon with magnetic stirring. All flow
reactions were performed using a Vapourtec E-series easy-MedChem flow system using V-3 peristaltic pumps and
PFA (polyfluoroalkoxy polymer) tubing (1.3 x 0.15 mm bore and wall) equipped with a UV-150 photochemical reactor
kit using standard high efficiency LED (light-emitting diodes) and medium-pressure mercury reactor kit. Light sources
used with the flow reactor are the commercial Gen-1 Vaportec units (see full details at:
https://www.vapourtec.com/products/flow-reactors/photocatalysis-led/). The photochemical unit is temperature-
controlled with a Vapourtec Cooled Module accessory. Batch photochemical reactions were done in borosilicate glass
vials using LED strips (Govee 16.4 Feet RGB LED Light Strip, H61271A2 ,12 V, 24 watts) wrapped around a cardboard
box (distance from vial: 5 cm edges x 2 ¢cm top x 0 cm bottom) and cooled with a flow of compressed air. All starting
material purchased from commercial suppliers were used without further purification. Oil baths (mineral oil) were used
for reactions that required heating. Thin-layer chromatography (TLC) was carried out on 250 ym commercial silica gel
plates and compounds were visualized using UV absorbance (254 nm) and/or aqueous KMnOs. Solvents were dried
according to standard procedures. Automated flash column chromatography was performed on Biotage® Isolera One™
(SNAP Ultra cartridge). 'H, 3C{'H}, and '*F NMR spectra were recorded on Varian Inova 400 MHz and Agilent DD2
500 MHz spectrometers in CDCls. For '"H NMR, chemical shifts are reported as follows: chemical shift (in ppm),
multiplicity (s = singlet, d = doublet, t = triplet, q =quartet, m = multiplet), coupling constant (in Hz), and integration. For
BBC{'H} NMR, CDCls was used as internal standard (& = 77.16 ppm) and spectra were obtained with complete proton
decoupling. For'®F NMR, no external standard was used. High-resolution mass spectra (HRMS) were recorded on
LC/ESI-TOF (time-of-flight) mass spectrometer Agilent 6210 mass spectrometer using electrospray ionization (ESI).
IR spectra were recorded on a NICOLET 380 FT-IR spectrometer with a ZnSe ATR accessory and are reported in
reciprocal centimeter (cm-'). Reaction monitoring with IR was performed using Mettler Toledo FlowIR™ cell with a
silicon probe and recorded on a ReactlR™ 15 apparatus and data is processed on iC IR software. Melting points (mp)
are uncorrected and were recorded on a MEL-TEMP® melting point apparatus. UV-Vis were recorded on an Agilent

Cary 7000 Series UV-Vis-NIR spectrophotometer using CH.Cl, as a blank and processed on Cary WinUV software.
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2. Preparation and characterization of 2,2,2-trifluoromethyl diazirines’

Diazirine substrates (1a-1n) are prepared following reported procedures.

2.1 General procedure for the synthesis of 2,2,2-trifluoromethyl O-tosyl oximes

O NOH TsCl (2 equiv.) NOTs
NH,OH-HCI (1.5 equiv. Et3N (3 equiv.
. CF, 2 ( q )> . CFs 3N (3 equiv.) - CF,
Pyridine, EtOH, Acetone, 0 °C, 1 h
50 °C, 22 h al-n1

Hydroxylamine hydrochloride (1.2 g, 15 mmol) was added to a solution of the 2,2,2-trifuoromethyl ketone (15 mmol) in
pyridine (7.5 mL) and EtOH (4 mL). The reaction mixture was heated to 50 °C overnight. The reaction was cooled to
room temperature and diluted with EtOAc, washed with 2 M aq. HCI, dried over MgSQOs, and concentrated under
reduced pressure. The crude product was used as is for the next step.

The crude 2,2,2-trifuoromethyl oxime was dissolved in acetone (80 mL) and cooled to 0 °C, to which EtsN (6 mL) was
added followed by tosyl chloride (3.2 g, 16.8 mmol). The reaction mixture was brought to room temperature and stirred
for 1 h. The reaction was concentrated under reduced pressure. The crude residue was purified by flash
chromatography (Biotage, SNAP ULTRA, 9:1 hexanes/EtOAc) to give the O-tosyl oxime of a mixture of both E- and Z-

isomers.

2.1.1 Characterization of O-tosyl oximes (a1-n1)

1-([1,1'-Biphenyl]-4-yl)-2,2,2-trifluoroethan-1-one O-tosyl oxime a1
NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a white solid (8 g,
CF, 89%).  Exhibited  spectral data  identical to a  previous  report?2
Ph al 'H NMR (500 MHz, CDCls) & (ppm): (Major-isomer): 8.01-7.94 (m, 2H), 7.69-7.66 (m, 2H),
7.59-7.54 (m, 4H), 7.47-7.39 (m, 5H), 2.48 (s, 3H); (Minor-isomer): 7.98 (m, 2H), 7.74-7.68 (m, 2H), 7.66-7.60 (m,
4H), 7.50 (m, 5H), 2.50 (s, 3H). *C{'"H} NMR (101 MHz, CDCls) & (ppm): (Major-isomer): 153.8 (q, J = 31.5 Hz), 146.3,
144.8, 139.5, 131.4, 130.0 (q, J = 2.4 Hz), 129.3, 129.1, 128.0, 127.4, 127.2, 123.2, 117.5 (q, J = 285.6 Hz), 21.8;
(Minor-isomer): 153.8 (q, J = 31.5 Hz), 146.4, 144.6, 139.5, 131.2, 129.4, 129.2, 128.9, 128.4 (q, J = 2.0 Hz), 127.7,
127.5, 127.3, 126.5, 119.8 (q, J = 277.3 Hz), 21.8. 'F NMR (470 MHz, CDCls) & (ppm): —61.4 (Minor-isomer), —-66.5

(Major-isomer).



2,2,2-Trifluoro-1-(naphthalen-2-yl)ethan-1-one O-tosyl oxime b1

NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a white solid (6
CF; 9, 80%). mp: 64-66 °C. 'H NMR (500 MHz, CDCls) & (ppm): (Major-isomer): 8.04-7.90 (m,
OO b1 6H), 7.63-7.60 (m, 2H), 7.51 (d, J = 9.3 Hz, 1H), 7.41 (d, J = 9.3 Hz, 2H), 2.48 (s, 3H); (Minor-
isomer): 7.90-7.81 (m, 6H), 7.59-7.54 (m, 2H), 7.46 (d, J = 8.6 Hz, 1H), 7.38 (d, J = 8.4 Hz, 2H), 2.46 (s, 3H). 3C{'H}
NMR (126 MHz, CDCls) & (ppm): (Major-isomer): 154.5 (q, J = 33.8 Hz), 146.3, 134.4, 133.9, 132.7, 132.4, 131.4,
130.0 (q, J= 1.6 Hz), 130.0, 129.2, 125.0, 124.5, 119.8 (q, J = 278.0, Hz), 21.8; (Minor-isomer): 154.1 (q, J = 32.2 Hz),
146.2, 134.3, 133.8, 132.6, 132.4, 131.2, 129.3, 129.2 (q, J = 1.6 Hz), 128.9, 124.9, 124.4, 116.4 (q, J = 283.3 Hz),
21.8. F NMR (470 MHz, CDCls) & (ppm): —61.2 (Minor-isomer), —66.4 (Major-isomer). IR (cm'): 3256, 3064, 1596,

1377, 1194, 1148, 1095, 872, 750. HR-MS (EI) m/z [M + H]* calcd. for C1gH1sF3sNO3sS 394.0719, found 394.0749.

1-(4-(Benzyloxy)phenyl)-2,2,2-trifluoroethan-1-one O-tosyl oxime c1
NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a white solid
CF; (932 mg, 42%). mp: 78-80 °C. 'H NMR (500 MHz, CDCls) & (ppm): (Major-isomer): 7.95—
BnO 1 7.87 (m, 2H), 7.42-7.33 (m, 9H), 7.03-6.99 (m, 2H), 5.12 (s, 2H), 2.48 (s, 3H); (Minor-
isomer): 7.50-7.41 (m, 11H), 7.08-7.04 (m, 2H), 5.13 (s, 2H), 2.49 (s, 3H). "*C{'H} NMR
(126 MHz, CDCls) & (ppm): (Major-isomer): 161.7, 153.6 (q, J = 31.9 Hz), 146.0, 136.1, 131.6, 130.7 (q, J = 1.5 Hz),
129.9, 129.1, 128.8, 128.3, 127.5, 117.5 (q, J = 284.4 Hz), 116.7, 115.1, 70.2, 21.8; (Minor-isomer): 161.3, 153.2 (q, J
= 32.8 Hz), 146.1, 136.1, 131.2, 130.8 (d, J = 1.1 Hz), 129.9, 129.3, 128.8, 128.4, 127.5, 120.1, 119.9 (q, J = 278.0
Hz), 115.1, 70.2, 21.8. '°F NMR (470 MHz, CDCl3) ¢ (ppm): —61.4 (Minor-isomer), -65.9 (Major-isomer). IR (cm-"):
3070, 2926, 1599, 1496, 1390, 1177, 1140, 812, 735. HR-MS (El) m/z [M + H]* calcd. for Ca;H1sF3NO4S 450.0981

found 450.0966.

1,1'-([1,1'-Biphenyl]-4,4'-diyl)bis(2,2,2-trifluoroethan-1-one) O,0-ditosyl dioxime d1
NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a
O CF, White solid (1.6 g, 94%) by doubling the quantities of the above procedure. m.p.

50-52 °C. mp: 64-66 °C. 'H NMR (500 MHz, CDCls) & (ppm): (Major-isomer):

1
CF3 O d 7.97-7.90 (m, 3H), 7.75-7.63 (m, 5H), 7.55 (m, 4H), 7.45-7.39 (m, 4H), 2.48
NOTs (s, 6H); (Minor-isomer): 7.97-7.90 (m, 3H), 7.69 (d, J = 8.1 Hz, 5H), 7.58-7.51

(m, 4H), 7.44-7.34 (m, 4H), 2.49 (s, 3H). *C{'H} NMR (126 MHz, CDCl3) & (ppm): (Major-isomer): 153.5 (q, J = 31.8
Hz), 146.3, 142.9, 132.2, 131.3, 130.0, 129.6 (d, J = 1.3 Hz), 127.5, 124.3, 118.5 (q, J = 285.2 Hz), 21.8; (Major-
isomer): 153.5 (q, J = 33.5 Hz), 146.4, 142.9, 132.0, 131.0, 129.2 (d, J = 1.1 Hz), 129.2, 127.5, 127.0, 119.6 (q, J =
278.1 Hz), 21.8. *F NMR (470 MHz, CDCls) & (ppm): —61.4 (Minor-isomer), -66.5 (Major-isomer). IR (cm-"): 3097,
2874, 1597, 1391, 1192, 1153, 1092, 885, 814. HR-MS (El) m/z [M + NH4]* calcd. for C3oHasFsN3OsS; 702.1162 found
702.1144.



2,2,2-Trifluoro-1-(p-tolyl)ethan-1-one O-tosyl oxime e1

NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a white solid (2.6 g,

CF, 82%). Exhibited spectral data identical to a previous  report3

el 'HNMR (500 MHz, CDCl3) & (ppm): (Major-isomer): 7.98-7.91 (m, 2H), 7.40-7.33 (m, 4H), 7.31-
7.25(m, 2H), 2.39 (s, 1H), 2.38 (s, 1H); (Minor-isomer): 7.98-7.91 (m, 1H), 7.51-7.44 (m, 1H), 7.32-7.25 (m, 4H), 2.45
(s, 1H), 2.44 (s, 1H). C{"H} NMR (126 MHz, CDCl3) & (ppm): (Major-isomer): 154.2 (q, J = 32.3 Hz), 146.4, 142.5,
131.2,130.0, 129.5, 129.2, 128.8 (q, J = 1.4 Hz), 121.6, 119.8 (q, J = 277.5 Hz), 21.4, 21.3; (Minor-isomer): 147.3 (q,
J=32.5Hz), 146.3,142.7,131.4,129.5,129.2, 129.1, 128.6 (q, J = 1.3 Hz), 124.8, 117.5 (q, J = 284.9 Hz), 21.6, 21.6.
SF NMR (470 MHz, CDCl3) & (ppm): —61.5 (Minor-isomer), -66.5 (Major-isomer).

1-(4-(Tert-butyl)phenyl)-2,2,2-trifluoroethan-1-one O-tosyl oxime f1
NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a white solid (1.6
CF; 9, 80%). mp: 68-70 °C. 'H NMR (500 MHz, CDCls) & (ppm): (Major-isomer): 7.93-7.90 (m,
fBu f1 2H), 744 (d, J = 2.2 Hz, 2H), 7.41-7.35 (m, 4H), 2.47 (s, 3H), 1.33 (s, 9H); (Minor-isomer):
7.94-7.89 (m, 2H), 7.51-7.48 (m, 2H), 7.42-7.37 (m, 4H), 2.49 (s, 3H), 1.35 (s, 6H). 3C{'"H} NMR (126 MHz, CDCls)
o (ppm): (Major-isomer): 155.5, 154.0 (q, J = 32.1 Hz), 145.9, 131.5, 129.9, 129.1, 128.7 (q, J = 1.2 Hz), 125.8, 121.6,
117.4 (q, J = 283.9 Hz), 35.0, 31.0, 21.8; (Minor-isomer): 155.3, 153.9 (q, J = 33.0 Hz), 146.1, 131.2, 129.9, 129.3,
128.4 (q, J = 1.2 Hz), 125.8, 124.8, 119.7 (q, J = 277.7 Hz), 35.0, 31.0, 21.8. "*F NMR (470 MHz, CDCl3) & (ppm): —
61.5 (Minor-isomer), —66.4 (Major-isomer). IR (cm-"): 2968, 2872, 1595, 1396, 1196, 1389, 1150, 729. HR-MS (El) m/z
[M + NH,]* calcd. for C1gH24F3N203S 417.1454 found 417.1413.

2,2,2-Trifluoro-1-(4-methoxyphenyl)ethan-1-one O-tosyl oxime g1
NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a white solid (3
CF; 0, 84%). Exhibited spectral data identical to a previous report.® 'H NMR (500 MHz, CDCls)
MeO g1 o (ppm): (Major-isomer): 7.91 (d, J = 8.4 Hz, 2H), 7.49-7.43 (m, 2H), 7.40-7.33 (m, 2H),
6.95-6.89 (m, 2H), 3.84 (s, 3H), 2.46 (s, 3H); (Minor-isomer): 7.90 (d, J = 8.4 Hz, 2H), 7.41 (dt, J'=7.9 Hz, J2=1.1 Hz,
2H), 7.00-6.94 (m, 2H), 3.85 (s, 3H), 2.48 (s, 3H). "®C{'"H} NMR (126 MHz, CDCls) & (ppm): (Major-isomer): 162.5,
153.6 (q, J = 31.8 Hz), 145.9, 131.5, 130.7 (q, J = 1.6 Hz), 129.9, 129.1, 118.7 (q, J = 284.5 Hz), 116.4, 114.2, 55.5,
21.8; (Minor-isomer): 162.1, 153.2 (q, J = 32.8 Hz), 146.1, 131.2, 130.7 (q, J = 1.3 Hz), 129.9, 129.3, 119.8 (g, J =
277.9 Hz), 119.8, 114.2, 55.4, 21.8. *°F NMR (470 MHz, CDCl3) & (ppm): —61.4 (Minor-isomer), —66.0 (Major-isomer).



2,2,2-Trifluoro-1-phenylethan-1-one O-tosyl oxime h1
NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a white solid (0.8 g,
CF; 13%). Exhibited spectral data identical to a previous report.?
h1 "H NMR (500 MHz, CDCls) & (ppm): (Major-isomer): 7.88 (d, J = 8.5 Hz, 3H), 7.42-7.29 (m, 2H),
2.45 (s, 3H); (Minor-isomer): 7.90 (d, J = 8.8 Hz, 3H), 7.48-7.41 (m, 2H), 2.43 (s, 3H). *C{'"H} NMR (126 MHz, CDCls)
6 (ppm): (Major-isomer): 154.1 (q, J = 33.4 Hz), 147.1, 146.5, 131.8, 131.1, 130.4, 129.2, 128.9, 128.3 (q, J = 1.2 Hz),
119.7 (q, J = 277.6 Hz), 21.7; (Minor-isomer): 154.0 (q, J = 32.2 Hz), 146.4, 141.5, 131.9, 131.3, 129.1, 128.8, 128.8
(9, J=1.4Hz),127.6,117.4 (q, J = 285.2 Hz), 21.7. "F NMR (470 MHz, CDCls) & (ppm): -61.4 (Minor-isomer), -66.7

(Major-isomer).

2,2,2-Trifluoro-1-(4-fluorophenyl)ethan-1-one O-tosyl oxime i1
NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a semi solid (3.9 g,
CF; 77%). "H NMR (500 MHz, CDCls) & (ppm): (Major-isomer): 7.90-7.89 (m, 2H), 7.46-7.44 (m,
F i1 2H), 7.42-7.37 (m, 2H), 7.37 (s br, 2H), 7.13-7.10 (m, 2H), 2.41 (s, 3H); (Minor-isomer): 7.89—
7.88 (m, 2H), 7.43-7.42 (m, 2H), 7.35 (s br, 2H), 7.10-7.05 (m, 2H), 2.40 (s, 3H). *C{'"H} NMR (126 MHz, CDCls)
o (ppm): (Major-isomer): 164.8 (d, J = 254.1 Hz), 153.0 (q, J = 32.2 Hz), 146.5, 131.2 (d, J = 7.9 Hz), 130.0, 129.0,
123.8, 119.5 (q, J = 256.2 Hz), 116.2, 116.0, 21.5; (Minor-isomer): 164.1 (d, J = 253.3 Hz), 153.0 (q, J = 33.8 Hz),
146.4, 131.0 (d, J = 8.4 Hz), 130.0, 129.1, 123.7, 119.5 (q, J = 260.2 Hz), 116.3, 116.1, 21.5. "®F NMR (470 MHz,
CDCls) & (ppm): =61.7 (Major-isomer), —66.8 (Minor-isomer) —=106.2 (m, Minor-isomer), =106.7 (m, Major-isomer). IR
(cm-"): 3074, 2874, 1599, 1512, 1389, 1150, 729. HR-MS (El) m/z [M + NH]* calcd. for C1sH1sF3N203S 379.0434 found
379.0715.

1-(4-Bromophenyl)-2,2,2-trifluoroethan-1-one O-tosyl oxime j1
NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a white solid (2 g,
CFs 95%).  Exhibited  spectral  data  identical to a  previous  report*
Br j1 'H NMR (500 MHz, CDCls) & (ppm): (Major-isomer): 7.91-7.89 (m, 2H), 7.63-7.54 (m, 2H),
7.42-7.37 (m, 2H), 7.33-7.28 (m, 2H), 2.46 (s, 3H); (Minor-isomer): 7.89-7.87 (m, 2H), 7.57-7.49 (m, 2H), 7.40-7.35
(m, 2H), 7.28 (d, J = 8.5 Hz, 2H), 2.44 (s, 3H). *C{"H} NMR (126 MHz, CDCls) & (ppm): (Major-isomer): 153.0 (q, J =
33.5Hz), 146.4, 141.5, 132.2, 131.2, 130.1 (g, J = 1.1 Hz), 129.2, 126.6, 123.3, 117.2 (q, J = 284.1 Hz), 21.7; (Minor-
isomer): 153.0 (q, J = 34.4 Hz), 146.5, 146.4, 132.1, 130.9, 130.3 (q, J = 1.1 Hz), 129.2, 127.0, 126.9, 119.5 (q, J =
277.6 Hz), 21.7. "°F NMR (470 MHz, CDCls) & (ppm): =61.5 (Minor-isomer), —66.8 (Major-isomer).



1-(3-Bromophenyl)-2,2,2-trifluoroethan-1-one O-tosyl oxime k1
NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a white solid (6.1 g,
CFs 96%). Exhibited spectral data identical to a previous report.5
k1 'H NMR (500 MHz, CDCls) & (ppm): (Major-isomer): 7.92-7.87 (m, 2H), 7.61 (q, J = 1.3 Hz, 1H),
Br 7.49 (s, 1H), 7.40-7.34 (m, 3H), 7.29 (t, J = 7.9 Hz, 1H), 2.45 (s, 3H); (Minor-isomer): 7.93-7.85
(m, 2H), 7.63 (t, J = 2.0 Hz, 1H), 7.54 (s, 1H), 7.41-7.37 (m, 3H), 7.36-7.30 (m, 1H), 2.44 (s, 3H). "*C{'H} NMR (126
MHz, CDCls) & (ppm): (Major-isomer): 152.6 (q, J = 33.9 Hz), 146.6, 134.8, 131.6 (q, J = 1.4 Hz), 130.5, 130.4, 130.1,
127.1,122.8,119.4 (q, J = 277.5 Hz), 21.7; (Minor-isomer): 152.6 (q, J = 32.8 Hz), 146.5, 134.9, 130.9, 130.3, 129.1,
127.5(q, J = 1.4 Hz), 127.0, 122.8, 117.1 (q, J = 283.8 Hz), 21.7. *°F NMR (470 MHz, CDCl3) & (ppm): -61.6 (Minor-

isomer), -66.9 (Major-isomer).

2,2,2-Trifluoro-1-(4-(trifluoromethyl)phenyl)ethan-1-one O-tosyl oxime I1
NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a white solid (1.9
CFs 0, 75%). mp: 38-40 °C. 'H NMR (500 MHz, CDCls) & (ppm): (Major-isomer): 7.94-7.91 (m,
CF4 11 2H), 7.76 (d, J = 8.1 Hz, 2H), 7.70 (d, J = 8.2 Hz, 2H), 7.42-7.40 (m, 2H), 2.49 (s, 3H);
(Minor-isomer): 7.91-7.88 (m, 2H), 7.58 (d, J = 8.6 Hz, 2H), 7.51 (d, J = 8.2 Hz, 2H), 7.39-
7.38 (m, 2H), 2.47 (s, 3H). *C{"H} NMR (101 MHz, CDCls) & (ppm): (Major-isomer only): 153.0 (q, J = 34.2 Hz), 146.7,
133.5(q, J = 33.1 Hz), 131.0, 130.1, 129.4, 129.1, 128.2, 126.0 (q, J = 3.8 Hz), 123.4 (q, J = 272.7 Hz), 119.5 (q, J =
277.4 Hz), 21.78. "*F NMR (470 MHz, CDCl3) & (ppm): (Minor-isomer): —-61.5, -63.3; (Major-isomer): —63.3, —66.9. IR
(cm-"): 2992, 2928, 1597, 1456, 1389, 1181, 893, 818. HR-MS (El) m/z [M + NH,]* calcd. for C16H15F¢N203S 429.0702

found 429.0694.

2,2,2-Trifluoro-1-(2-methoxyphenyl)ethan-1-one O-tosyl oxime m1
NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a white solid (2.3 g,
CFy 45%). Exhibited spectral data identical to a previous report.8
oMe 'HNMR (500 MHz, CDCIs) o (ppm): (Major-isomer): 7.90-7.85 (m, 2H), 7.47 (m, 1H), 7.41-7.36
m1 (m, 2H), 7.14-7.07 (m, 1H), 7.00-6.94 (m, 2H), 3.75 (s, 3H), 2.48 (s, 3H); (Minor-isomer): 7.95-
7.80 (m, 2H), 7.47 (ddt, J' = 8.6 Hz, J2= 7.5 Hz, S = 1.9 Hz, 1H), 7.12-7.09 (m, 2H), 7.02 (dd, J" = 7.5 Hz, /2= 0.9
Hz, 1H),6.92 (dd, J'= 8.4, /2= 0.9 Hz, 2H), 3.78 (s, 3H), 2.46 (s, 3H). *C{"H} NMR (126 MHz, CDCl3) & (ppm): (Major-
isomer): 156.8, 153.0 (q, J = 34.7 Hz), 145.9, 132.9, 131.6, 130.9, 129.8, 129.1, 128.5, 120.6, 116.8 (q, J = 282.8 Hz),
111.5, 55.7, 21.8; (Minor-isomer): 158.5, 155.3 (q, J = 34.5 Hz), 145.9, 133.3, 131.6, 129.8, 129.6, 129.1, 128.8, 120.7,
119.4 (q, J = 276.9 Hz), 111.1, 55.7, 21.7. "F NMR (470 MHz, CDCls) & (ppm): —64.8 (Minor-isomer), -67.9 (Major-

isomer).



2,2,2-Trifluoro-1-(2-fluorophenyl)ethan-1-one O-tosyl oxime n1
NOTs  Purified by flash column chromatography (9:1 hexanes/EtOAc). Isolated as a white solid (4 g, 78%).
CF; mp: 48-50 °C. 'H NMR (500 MHz, CDCls) & (ppm): 7.92-7.86 (m, 2H), 7.58-7.49 (m, 1H), 7.42-
F 7.36 (m, 2H), 7.25-7.15 (m, 2H), 7.14 (ddd, J' = 9.7 Hz, 2= 8.4 Hz, J* = 1.0 Hz, 1H), 2.47 (s, 3H);
n1 (Minor-isomer): 7.89 (dq, J' = 8.6 Hz, J2=2.1 Hz, 2H), 7.58-7.49 (m, 1H), 7.42-7.36 (m, 2H), 7.30-
7.22 (m, 3H), 2.48 (s, 3H). ®C{'H} NMR (126 MHz, CDCls) & (ppm): (Major-isomer): 160.6 (d, J = 253.1 Hz), 152.0 (q,
J=35.0 Hz), 146.3, 133.9 (d, J = 8.2 Hz), 1325 (d, J = 8.5 Hz), 131.2 (d, J = 1.1 Hz), 131.0 (q, J = 1.2 Hz), 130.0,
129.1,124.6, 116.6 (q, J = 283.1 Hz), 116.4 (d, J = 25.7 Hz), 21.7; (Minor-isomer): 159.2 (d, J = 253.8 Hz), 150.0 (q, J
= 35.3 Hz), 146.3, 133.7 (d, J = 8.2 Hz), 132.4 (d, J = 8.1 Hz), 129.9, 129.2, 128.8 (d, J = 2.1 Hz), 124.6 (d, J= 3.5
Hz), 120.4 (q, J = 276.7 Hz), 116.5, 116.3, 21.8. "°F NMR (470 MHz, CDCls) & (ppm): (Major-isomer): -64.3 (d, J =
10.0 Hz), -109.9 (m); (Minor-isomer): -65.0 (d, J = 8.5 Hz), —111.2 (m). IR (cm-"): 2984, 1562, 1492, 1389, 1155, 1092,
893, 720. HR-MS (EI) m/z [M + NH,]* calcd. for C1sH1sFsN203S 379.0734 found 379.0722.

2.2 General procedure for the synthesis of 2,2,2-trifluoromethyl diaziridines

NOTs HN-NH
NHj3 lig.
N A CF; > o f A CF3
N Et,0,-78 °C, 18 h 2
al-ni a2-n2

In a sealed microwave vial, the O-tosyl oxime (2 mmol) was dissolved in Et;O (0.5 mL) and cooled to —78 °C. Anhydrous
ammonia was condensed (ca. 10 mL). The mixture was stirred overnight and brought up slowly to room temperature.
The solution was cooled again to -78 °C and a bleed needle was added to remove excess pressure. The vial was then
de-capped, and the residual ammonia was left to slowly evaporate at room temperature. The residue was diluted with
Et,0 and washed with H,O, dried over MgSO4, and concentrated under reduced pressure to afford the corresponding

diaziridine that was obtained clean and used as is for the oxidation into the diazirine.

2.2.1 Characterizations of diaziridines a2-n2

3-(4,4'-Biphenyl)-3-(trifluoromethyl)diaziridine a2
HN-NH Isolated as a white solid (530 mg, quant.). Exhibited spectral data identical to a previous
CF3 report.2 'TH NMR (500 MHz, CDCls) &(ppm): 7.74-7.72 (m, 1H), 7.69-7.64 (m, 1H), 7.64-7.61
Ph " (m, 1H), 7.59-7.57 (m, 2H), 7.50-7.49 (m, 3H), 7.45-7.40 (m, 1H), 2.89 (d, J = 8.6 Hz, 1H),
2.32 (d, J = 8.8 Hz, 1H). "3C{'H} NMR (101 MHz, CDCl3) & (ppm): 131.9, 129.0, 129.0, 128.8,
127.5,127.2,127.0, 123.6 (q, J = 278.4 Hz), 121.6, 57.9 (q, J = 36.0 Hz). "*F NMR (470 MHz, CDCls) & (ppm): -75.3.



3-(Naphthalin-2-yl)-3-(trifluoromethyl)diaziridine b2

HN-NH Isolated as a white solid (480 mg, quant.). Exhibited spectral data identical to a previous
“)< report.” '"H NMR (500 MHz, CDCls) & (ppm): 8.15 (br s, 1H), 7.92-7.91 (m, 1H), 7.90-7.88
OO (m, 2H), 7.70-7.68 (m, 1H), 7.58-7.56 (m, 2H), 2.92 (d, J =8.5 Hz, 1H), 2.37 (d, J = 8.5 Hz,
1H). BC{'H} NMR (126 MHz, CDCls) & (ppm): 134.0, 132.9, 129.1, 128.9, 128.5, 128.5, 127.9, 127.5, 127.0, 124.7,
123.7 (g, J = 278.8 Hz), 58.4 (q, J = 36.1 Hz). F NMR (470 MHz, CDCls) & (ppm): —75.3.

3-(-4-Benzyloxyphenyl)-3-(trifluoromethyl)diaziridine c2
HN-NH  [solated as a white solid (590 mg, quant.). mp: 80-82 °C. 'H NMR (400 MHz, CDCls)
/©)< 6 (ppm): 7.56-7.55 (m, 2H), 7.47-7.37 (m, 5H), 7.04-7.02 (m, 2H), 5.10 (s, 2H), 2.79 (br s,
), 2.21 (br s, 1H). *C{'H} NMR (101 MHz, CDCls) & (ppm): 160.0, 136.5, 129.6, 128.7,
128.2,127.5,124.0, 123.7 (q, J = 278.2 Hz), 115.0, 70.1, 57.7 (q, J = 35.9 Hz). "*F NMR (376 MHz, CDCls) & (ppm):

-75.7. IR (cm™"): 3200, 2926, 1614, 1520, 1014, 743. HR-MS (El) m/z [M + H]* calcd. for C1sH14F3N20 295.1053 found
295.1013.

Bis-(4,4"-Biphenyl)-3-(trifluoromethyl)diaziridine d2
HN-NH Isolated as a white solid (750 mg, quant.). mp: 150-152 °C. 'H NMR (500 MHz,

0 CFs  CDCly) §(ppm): 7.74-7.72 (m, 4H), 7.66-7.64 (m, 4H), 2.85 (br s, 2H), 2.26 (br
O " s, 2H). ™*C{'H} NMR (126 MHz, CDCls) & (ppm): 142.0, 131.3, 128.7, 127.6,
CF3 1235 (9, J = 278.1 Hz), 57.8 (q, J = 36.2 Hz). F NMR (470 MHz, CDCls)

HN=NH S (ppm): =75.4. IR (cm-1): 3211, 2922, 1381, 1143, 953, 881, 819, 699. HR-MS
(El) m/z [M + H]* calcd. for C1sH13FeN4 375.1039 found 375.1041.

3-(p-Tolyl)-3-(trifluoromethyl)diaziridine e2

HN-NH  Isolated as a white solid (400 mg, quant.). Exhibited spectral data identical to a previous report.2
/©)< 'H NMR (500 MHz, CDCl3) & (ppm): 7.52-7.50 (m, 2H), 7.25-7.23 (m, 2H), 2.8 (br s, 1H), 2.39
(s, 3H), 2.2 (br s, 1H). *C{'"H} NMR (126 MHz, CDCls) & (ppm): 140.4, 129.6, 129.4, 128.1,

123.7 (g, J = 278.4 Hz), 58.1 (q, J = 36.0 Hz), 21.4. 9F NMR (470 MHz, CDCls) & (ppm): —75.7.

3-(4-Tert-butylphenyl)-3-(trifluoromethyl)diaziridine f2
HN-NH [solated as a white solid (490 mg, quant.). mp: 68-70 °C. 'H NMR (500 MHz, CDCls) &(ppm):

/©)< s 7.54 (d, J = 8.8 Hz, 2H), 7.47-7.41 (m, 2H), 2.76 (br s, 1H), 2.20 (br s, 1H), 1.33 (s, 9H).

3C{H} NMR (126 MHz, CDCs) & (ppm): 153.5, 128.9, 127.9, 125.9, 123.8 (q, J = 278.3 Hz),
58.0 (q, J = 36.0 Hz), 34.9, 31.3. 9F NMR (470 MHz, CDCls) & (ppm): ~75.6. IR (cm-1): 3248, 3150, 2966, 1402, 1142,
829, 689. HR-MS (EI) m/z [M + HJ* calcd. for CraHieFsN; 245.1260 found 245.1268.



3-(4-Methoxyphenyl)-3-(trifluoromethyl)diaziridine g2
HN-NH Isolated as a white solid (440 mg, quant.). Exhibited spectral data identical to a previous
/©)< 3 report. 'H NMR (500 MHz, CDCls) & (ppm): 7.70-7.46 (m, 2H), 6.97-6.90 (m, 2H), 3.84 (s,
2 3H), 2.76 (d, J = 8.9 Hz, 1H), 2.17 (d, J = 9.0 Hz, 1H). BC{'H} NMR (126 MHz, CDCls)
): 160.7, 129.5, 123.7, 123.7 (q, J = 278.2 Hz), 114.0, 57.6 (q, J = 35.9 Hz), 55.2. "°F NMR (470 MHz, CDCl,)
5(ppm): -75.8.

3-Phenyl-3-(trifluoromethyl)diaziridine h2
HN-NH  Isolated as a white solid (380 mg, quant.). Exhibited spectral data identical to a previous report.®
©)< 'H NMR (400 MHz, CDCls) & (ppm): 7.83-7.81 (m, 2H), 7.45-7.41 (m, 1H), 7.33-7.31 (m, 2H), 2.79
h2 (br s, 1H), 2.23 (br s, 1H). 8C{"H} NMR (101 MHz, CDCls) & (ppm): 129.9, 129.0, 127.8, 126.5,
123.7 (g, J = 278.2 Hz), 58.3 (q, J = 35.9 Hz). '°F NMR (376 MHz, CDCls) & (ppm): —75.6.

3-(4-Fluorophenyl)-3-(trifluoromethyl)diaziridine i2
HN-NH  |solated as a white semi solid (490 mg, quant.). '"H NMR (500 MHz, CDCls) & (ppm): 7.64-7.61
/©)< (m, 2H), 7.14-7.10 (m, 2H), 2.82 (br s, 1H), 2.23 (br s, 1H). 3C{'"H} NMR (126 MHz, CDCls)
o (ppm): 163.6 (d, J = 250.3 Hz), 130.3 (d, J= 8.6 Hz), 127.6 (d, J = 3.3 Hz), 123.4 (q, J = 278.2
), 115.9 (d, J = 21.9 Hz), 57.6 (q, J = 36.2 Hz). "*F NMR (470 MHz, CDCls) & (ppm): -75.7, -110.1. IR (cm-"): 3256,
3234, 1610, 1516, 1394, 1219, 1134, 1097, 951, 841. HR-MS (El) m/z [M + H]* calcd. for CgH7F4N, 207.0545 found
207.0547.
3-(4-Bromophenyl)-3-(trifluoromethyl)diaziridine j2
HN—-NH  [solated as a white semi solid (540 mg, quant.). Exhibited spectral data identical to a previous
/©)< 3 report‘”H NMR (500 MHz, CDCls) & (ppm): 7.59-7.57 (m, 2H), 7.52-7.50 (m, 2H), 2.82 (br s,
j2 ), 2.21 (br s, 1H). *C{'"H} NMR (126 MHz, CDCl3) & (ppm): 132.2, 130.8, 129.9, 124.8,
123.4 (g, J = 278.2 Hz), 57.8 (q, J = 36.3 Hz). '°F NMR (470 MHz, CDCls) & (ppm): —75.5.
3-(3-Bromophenyl)-3-(trifluoromethyl)diaziridine k2
HN-NH  |solated as a white semi solid (520 mg, quant.). Exhibited spectral data identical to a previous
Fs report.5 '"H NMR (500 MHz, CDCls) & (ppm): 7.79 (s, 1H), 7.61-7.57 (m, 2H), 7.33-7.30 (m, 1H),
K2 2.83 (brs, 1H), 2.24 (brs, 1H). 3C{'"H} NMR (126 MHz, CDCls) & (ppm): 133.6, 131.7,131.1, 130.5,
126.9, 123.5 (q, J = 278.2 Hz), 122.9, 57.7 (q, J = 36.4 Hz). °F NMR (470 MHz, CDCls) & (ppm):
-75.3.



3-(4-Trifluoromethylphenyl)-3-(trifluoromethyl)diaziridine 12
HN=-NH Isolated as a white semi solid (512 mg, quant.). '"H NMR (500 MHz, CDCls) & (ppm): 7.80-
CF3 7.78 (m, 2H), 7.72-7.70 (m, 2H), 2.88 (br s, 1H), 2.26 (br s, 1H). "*C{'H} NMR (126 MHz,
CF3 12 CDCls) & (ppm): 129.9, 128.9, 126.6, 126.0 (q, J = 3.8 Hz), 123.6 (q, J = 273.2 Hz), 123.4
(9,J=278.4 Hz), 57.8 (q, J = 35.6 Hz). "*F NMR (470 MHz, CDCls) & (ppm): -63.0,-75.2. IR (cm~"): 3356, 3259, 2962,
1599, 1526, 1325, 1128, 1067, 1018, 951, 844, 712. HR-MS (El) m/z [M + Na]* calcd. for CsHsFsN2Na 279.0327 found
279.0921.

3-(2-Methoxyphenyl)-3-(trifluoromethyl)diaziridine m2
HN-NH Isolated as a white solid (435 mg, quant.). Exhibited spectral data identical to a previous report.8
CF3 'H NMR (400 MHz, CDCls) & (ppm): 6.98-6.90 (m, 4H), 3.81 (s, 3H), 2.76 (br s, 1H), 2.56 (br s,
OMe  1H). BC{'"H} NMR (101 MHz, CDCls) & (ppm): 131.5, 129.0, 123.6 (q, J = 278.8 Hz), 120.5, 120.4,
m2 111.5, 111.1, 56.0 (q, J = 37.2 Hz), 55.4. F NMR (376 MHz, CDCls) & (ppm): =77.1.

3-(2-Fluorophenyl)-3-(trifluoromethyl)diaziridine n2
HN-NH |solated as a semi solid (480 mg, quant.). '"H NMR (500 MHz, CDCls) & (ppm): 7.57-7.53 (m, 1H),
CF3  7.49-7.45 (m, 1H), 7.25-7.21 (m, 1H), 7.17-7.14 (m, 1H), 2.83 (br s, 1H), 2.49 (br s, 1H).
F 3C{'"H} NMR (126 MHz, CDCl3) & (ppm): 161.5 (d, J = 252.0 Hz), 132.4 (d, J = 8.3 Hz), 131.1 (d, J
n2 =2.8Hz), 1245 (d, J= 3.6 Hz), 123.2 (q, J = 278.4 Hz), 119.4 (d, J = 13.9 Hz), 116.2 (d, J = 20.7
Hz), 55.5 (q, J = 38.0 Hz). "°F NMR (470 MHz, CDCls) & (ppm): =77.4, -114.1. IR (cm-"): 3259, 1620, 1499, 1230,
1142, 949, 758. HR-MS (El) m/z [M + H]* calcd. for CgH7F4N, 207.0545 found 207.0547.

2.3. Procedure for synthesis of 2,2,2-trifluoromethyl diazirines 1a-n

HN-NH I, (1.2 equiv.) N=N
EtsN (3 equiv.
CF; N (3eq ,) CF,
R R
DCM, 0 °C, 2 h
a2-n2 1a-n

To a solution of the diaziridine (30 mmol) in CHzCl, (50 mL) at 0 °C, I (1.4 g, 36 mmol) and Et:N (8.4 mL, 60 mmol)
were added. The solution was stirred for 1h and the excess of . was quenched with 1 M NaOH.,. The mixture was
extracted with CH.Cl,, dried over MgSOs, and concentrated under reduced pressure. The residue was purified by flash

column chromatography (Biotage, SNAP ULTRA, 100% hexanes) to give the desired diazirine 17.



2.3.1. Characterizations of 2,2,2-trifluoromethyl diazirines 1a-n
3-([1,1'-Biphenyl]-4-yl)-3-(trifluoromethyl)-3H-diazirine 1a

N=N Purified by flash column chromatography (100% hexanes). Isolated as a white solid (6.5 g,
CF3; 81%). Exhibited spectral data identical to a previous report.2 'H NMR (500 MHz, CDCls) &
Ph 1a (ppm): 7.69-7.65 (m, 4H), 7.57-7.49 (m, 3H), 7.39-7.36 (m, 2H). "*C{'H} NMR (126 MHz,
CDCls) & (ppm): 142.7, 139.9, 129.1, 128.1, 128.1, 127.6, 127.2, 127.0, 122.4 (q, J = 274.7
Hz), 28.1 (q, J = 39.8 Hz). '°F NMR (470 MHz, CDCls) & (ppm): —65.0.

3-(Naphthalen-2-yl)-3-(trifluoromethyl)-3H-diazirine 1b

N=N Purified by flash column chromatography (100% hexanes). Isolated as a white solid (364 mg,

OO CF3  77%). mp: 30-32 °C. 'H NMR (400 MHz, CDCl3) & (ppm): 7.88-7.81 (m, 3H), 7.75-7.72 (m,

1H), 7.65-7.60 (m, 2H), 7.48-7.43 (m, 1H). “C{H} NMR (101 MHz, CDCls) & (ppm): 133.5,

132.8, 128.9, 128.2, 127.8, 127.5, 127.1, 126.9, 126.6, 122.8, 122.7 (q, J = 274.6 Hz), 28.9

(9, J =40.3 Hz). °F NMR (376 MHz, CDCls) & (ppm): —64.9. IR (cm~"): 3065, 1622, 1599, 1323, 1149, 991, 816, 750.
HR-MS (El) m/z [M + NH,]* calcd. for C1H13F3N 228.0995 found 228.1045.

1b

3-(4-(Benzyloxy)phenyl)-3-(trifluoromethyl)-3H-diazirine 1¢c

N=N Purified by flash column chromatography (100% hexanes). Isolated as an off-white solid

CF3 (371 mg, 63%). mp: 3840 °C. 'H NMR (400 MHz, CDCls) 5 (ppm): 7.49-7.44 (m, 4H), 7.42-

BnO ; 7.39 (m, 1H), 7.23-7.21 (m, 2H), 7.05-7.03 (m, 2H), 5.11 (s, 2H). "*C{'"H} NMR (101 MHz,
c

CDCl;) & (ppm): 159.9, 136.5, 128.8, 128.3, 128.3, 127.6, 122.4 (q, J = 274.6 Hz), 121.3,
115.4, 70.2, 28.4 (q, J = 40.6 Hz). *F NMR (376 MHz, CDCls) & (ppm): —65.5. IR (cm-"): 3039, 1614, 1518, 1148,
1011, 696. HR-MS (EI) m/z [M + H]* calcd. for C1sHioFsO 265.0840 found 265.0411.

4,4'-Bis(3-(trifluoromethyl)-3H-diazirin-3-yl)-1,1"-biphenyl 1d

N=N Double the equivalents to those reported in the general procedures were used

O CF; to make the bis-diazirine. Purified by flash column chromatography (100%

hexanes). Isolated as a yellow solid (461 mg, 62%). mp: 44-46 °C. '"H NMR

CF3 O 1d (400 MHz, CDCls) & (ppm): 7.61-7.59 (m, 2H), 7.33-7.30 (m, 2H). "*C{"H} NMR
N=N (101 MHz, CDCls) & (ppm): 140.2, 128.1, 126.6, 126.2, 121.4 (q, J = 274.6 Hz),

276 (q, J = 40.5 Hz). 19F NMR (376 MHz, CDCls) & (ppm):=65.3. IR (cm-): 3047, 1917, 1609, 1342, 1159, 935, 808.
HR-MS (El) m/z [M + H]* calcd. for C1sHFs 314.0608 found 2314.0648.



3-(p-Tolyl)-3-(trifluoromethyl)-3H-diazirine 1e

Purified by flash column chromatography (100% hexanes). Isolated as a colorless oil (381 mg,
F3 81%). Exhibited spectral data identical to a previous report.'® 'H NMR (400 MHz, CDCls) & (ppm):
7.22 (d, J=6.7 Hz, 2H), 7.13 (d, J = 7.9 Hz, 2H), 2.39 (s, 3H). *C{'H} NMR (101 MHz, CDCl,)
o (ppm): 139.0, 128.7, 125.6 (d, J = 1.4 Hz), 125.3, 121.5 (q, J = 274.5 Hz), 27.6 (q, J = 40.3
Hz), 20.3. "F NMR (376 MHz, CDCl3) & (ppm): —65.5.

3-(4-(Tert-butyl)phenyl)-3-(trifluoromethyl)-3H-diazirine 1f
Purified by flash column chromatography (100% hexanes). Isolated as a colorless oil (869
/©)< mg, 80%). 'H NMR (400 MHz, CDCls) & (ppm): 7.52-7.49 (m, 2H), 7.24-7.22 (m, 2H), 1.39
(s, 9H). 8C{'H} NMR (101 MHz, CDCl3) & (ppm): 152.2, 125.5, 125.4, 125.0, 121.5 (q, J =
274.5 Hz), 33.9, 30.2, 27.6 (g, J = 40.3 Hz). "F NMR (376 MHz, CDCl3) & (ppm): -65.4. IR
(cm~): 2966, 1618, 1344, 1182, 1151, 939, 702. HR-MS (El) m/z [M + H]* calcd. for C12H14F3 215.1048 found 215.1028.
3-(4-Methoxyphenyl)-3-(trifluoromethyl)-3H-diazirine 1g
Purified by flash column chromatography (100% hexanes). Isolated as a colorless oil (322
/©)< mg, 75%). Exhibited spectral data identical to a previous report.'® 'H NMR (500 MHz, CDCls)
o (ppm): 7.16 (d, J = 8.3 Hz, 2H), 6.92 (dt, J' = 8.9 Hz, J2= 3.0 Hz, J° =2.2 Hz, 2H), 3.82
(s, 3H). ®C{'H} NMR (126 MHz, CDCl3) & (ppm): 160.7, 128.3, 123.4 (q, J = 273.9 Hz),
121.1,114.5,55.5, 28.3 (q, J = 40.4 Hz). "*F NMR (470 MHz, CDCls) & (ppm): —65.6.
3-Phenyl-3-(trifluoromethyl)-3H-diazirine 1h

Purified by flash column chromatography (100% hexanes). Isolated as a colorless oil (123 mg,

©)< 3 50%). Exhibited spectral data identical to a previous report.’® '"H NMR (400 MHz, CDCls) & (ppm):
7.43-7.41 (m, 3H), 7.24-7.22 (m, 2H). "*C{'H} NMR (101 MHz, CDCls) & (ppm): 130.9, 129.6,
128.8, 126.4, 122.2 (q, J = 274.6 Hz), 28.4 (q, J = 40.4 Hz). '9F NMR (376 MHz, CDCls) & (ppm): —

65.4.

3-(4-Fluorophenyl)-3-(trifluoromethyl)-3H-diazirine 1i

Purified by flash column chromatography (100% hexanes). Isolated as a volatile colorless oil
/©)< (74 mg, 20%). 'H NMR (400 MHz, CDCls) & (ppm): 7.24-7.21 (m, 2H), 7.11-7.07 (m, 2H).
3C{'"H} NMR (101 MHz, CDCl3) & (ppm): 162.6 (d, J = 250.8 Hz), 127.9 (d, J = 8.7 Hz), 124.1

(d, J=3.1Hz),121.3 (q, J = 274.5 Hz), 115.3 (q, J = 22.2 Hz), 27.3 (q, J = 40.7 Hz). F NMR



(376 MHz, CDCs) & (ppm): —65.8, ~110.2. IR (cm-): 3087, 1614, 1516, 1199, 937, 825. HR-MS (El) m/z [M + HJ*
calcd. for CsHsF 177.0327 found 177.0319.

3-(4-Bromophenyl)-3-(trifluoromethyl)-3H-diazirine 1j
N=N Purified by flash column chromatography (100% hexanes). Isolated as a colorless oil (452 mg,
/©)< CF5; 85%). Exhibited spectral data identical to a previous report* 'H NMR (500 MHz, CDCls) &
Br (ppm): 7.55 (dt, J' = 8.9 Hz, /2= 2.5 Hz, J° = 2.0 Hz, 2H), 7.08 (d, J = 8.1 Hz, 2H). 3C{'H}

1i

. NMR (126 MHz, CDCls) & (ppm): 132.1, 128.1, 128.1, 124.3, 123.0 (q, J = 274.4 Hz), 28.1 (q,

J=41.0 Hz). "%F NMR (470 MHz, CDCls) & (ppm): -65.3.

3-(3-Bromophenyl)-3-(trifluoromethyl)-3H-diazirine 1k

N=N Purified by flash column chromatography (100% hexanes). Isolated as a colorless oil (452 mg,

CF3; 85%). Exhibited spectral data identical to a previous report.5

'H NMR (500 MHz, CDCls) & (ppm): 7.56-7.54 (m, 1H), 7.32 (s, 1H), 7.29-7.25 (m, 1H), 7.17-7.15

Br 1k (m, 1H). 8C{'H} NMR (126 MHz, CDCls) & (ppm): 132.1, 130.4, 129.5, 128.7, 124.3, 122.2, 121.0
(9, J=276.4 Hz), 27.1 (q, J = 41.0 Hz). "*F NMR (376 MHz, CDCls) & (ppm): —65.2.

3-(Trifluoromethyl)-3-(4-(trifluoromethyl)phenyl)-3H-diazirine 1l

N=N Purified by flash column chromatography (100% hexanes). Isolated as a colorless oil (401
/©)<CF3 mg, 79%). 'H NMR (500 MHz, CDCls) & (ppm): 7.68-7.66 (m, 2H), 7.33-7.31 (m, 2H).
CF3 13C{"H} NMR (126 MHz, CDCls) & (ppm): 132.1 (q, J = 1.7 Hz), 131.0 (q, J = 33.2 Hz), 126.0
1l (9, J=1.8Hz),125.0 (q, J = 3.7 Hz), 120.9 (q, J = 273.0 Hz), 120.5 (q, J = 275.4 Hz), 27 4

(9, J=40.9 Hz). "°F NMR (470 MHz, CDCl3) & (ppm): -63.1, -65.0. IR (cm-"): 2958, 1622, 1325, 1124, 939, 829. HR-
MS (El) m/z [M + K]* calcd. for CoHsFeK 264.9854 found 264.9484.

3-(2-Methoxyphenyl)-3-(trifluoromethyl)-3H-diazirine 1m

N=N Purified by flash column chromatography (100% hexanes). Isolated as a colorless oil (452 mg,

CF3 85%). Exhibited spectral data identical to a previous report.8 '"H NMR (400 MHz, CDCls) & (ppm):

OMe  7.47(dd,J'=7.6 Hz, J2=1.7 Hz, 1H), 7.41 (ddd, J'= 8.4 Hz, J2= 7.4 Hz, J°= 1.7 Hz, 1H), 6.98 (td,

im J'=7.5Hz, J2=1.0 Hz, 1H), 6.93 (dd, J'= 8.4 Hz, J2 = 1.0 Hz, 1H), 3.93 (s, 3H). *C{'"H} NMR (101

MHz, CDCl3) & (ppm): 159.1, 131.3, 130.1, 127.0 (g, J = 288.1 Hz), 120.1, 115.8, 110.7, 54.8, 25.6 (q, J = 42.6 Hz).
F NMR (470 MHz, CDCl3) & (ppm): —69.3.



3-(2-Fluorophenyl)-3-(trifluoromethyl)-3H-diazirine 1n

N=N Purified by flash column chromatography (100% hexanes). Isolated as a volatile colorless oil (189
CF3 mg, 46%). 'H NMR (500 MHz, CDCls) & (ppm): 7.52-7.41 (m, 2H), 7.20 (td, J'= 7.6 Hz, J? = 1.1

F Hz, 1H), 7.15-7.10 (m, 1H). ®C{'"H} NMR (126 MHz, CDCls) & (ppm): 161.8 (d, J = 253.2 Hz), 131.9
in (d, J=8.3Hz), 130.0 (d, J = 2.3 Hz), 124.0 (d, J = 3.8 Hz), 121.1 (9, J = 274.4 Hz), 115.8 (d, J =

20.7 Hz), 115.1 (d, J = 14.5 Hz), 24.6 (q, J = 43.1 Hz). *F NMR (470 MHz, CDCl5) & (ppm): —68.9, -113.0. IR (cm-"):
3074, 1624, 1499, 1186, 1153, 941, 758. HR-MS (EI) m/z [M + H]* calcd. for CgHsFs 177.0327 found 177.0318.



3. UV-Vis spectra

3.1. UV-Vis spectra of diazirines 1a—1n
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3.2. UV-Vis spectra of cyclopropene 2a

UV-Vis spectra of cyclopropene 2a

Abs
o = N w E= wv o ~N

800
781
762
743
724

4. Optimization studies

4.1 Screening of photochemical cyclopropenation with medium-pressure mercury lamp:

uv
N=N Ph Ph
/©)<CF3 + Ph :. o O $ 6 bar CF3
Ph C‘:;c. (M) in CH:;I:qUN.) s P -
Entry Conc (M) X (equiv) Light type Yield (%)
1 0.1 10 UV-band pass (350 nm) 77
2 0.1 1 UV-band pass (350 nm) 35
3 0.05 10 UV-band pass (350 nm) 77
4 0.025 10 UV-band pass (350 nm) 65
5 0.1 10 UV-band pass (320 nm) 76
6 0.1 10 UV-band pass (360 nm) 80
7 0.1 10 UV-band pass (420 nm) 88
8 0.1 10 UV-long pass (280 nm) 75
9 0.1 10 UV-long pass (300 nm) 70



4.1.1 Wavelength filters

e Band-pass wavelength filter:
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Figure S1a. Image source:

https://www.vapourtec.com/products/flow-

reactors/photochemistry-uv-150-photochemical-

wavelength-filters/

e Long-pass wavelength filter:
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Figure S1b. Image source:
https://www.vapourtec.com/products/flow-
reactors/photochemistry-uv-150-photochemical-
wavelength-filters/

4.2 Screening of flow conditions for the cyclopropenation of diazirine 1a

4.2.1 Screening of photochemical cyclopropenation with light-emitting diodes (LEDs)

Ph

m
S
—

<

© 00 N O O BB W N -

LED
Ph Ph
NzNCF + phm=—pr O = o F

12 ° (10 equiv.) 5 min, 25 °C Ph O 2

0.1 Min CH,Cl
Light type Vield ()
LED (365 nm gen-2) 87
LED (365 nm) d
LED (380 nm) d
LED (405 nm) 8
LED (420 nm) o
LED (450 nm) 10
LED (470 nm) 0
LED (495 nm) 0
LED (525 nm) 0
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4.2.2 Optimization of reaction conditions

Entry

~N OO O AW NN -

R

Ph
Ph
Ph
Ph
Ph
Ph
Ph

. _
/@XCQ Ph——=
Ph 1a

(x equiv.)

N=N

Conc. (M) in CH,Cl,

X (equiv)

10

5

1.1

10

10

10

10

LED (420 nm)

Ph
h 6 bar \/
P (.’

5min, T °C Ph

Conc (M) T (°C)
0.1 25
0.1 25
0.4 25
0.2 25
0.05 25
0.2 10
0.4 25

Ph

Fs

Yield (%)
91
80
43
95
85
84
93



5. Experimental procedures for the cyclopropenation reaction of diazirines in continuous flow

5.1 Continuous flow setup for cyclopropene synthesis

Figure S2. A: CooIing odule: filled with dry ice; B: Control monitor; C: UV-150 photochemical reactor equipped with
an LED lamp and PFA reactor; D: Peristaltic pump; E: CH.Cl, feeding under argon atmosphere; F: Back-pressure
regulator; G: Collection unit and post-reaction stream collection vial; H: Injection loop (0.25 mL).
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5.2 General procedure for the photochemical flow reactions of diazirines in continuous flow

LED (x nm)
0.25 mL
N;(N @J)_g_ﬁﬁf_»
CF3 CF3
1a-1n (10 equiv) 5 min, 25 °C 2a-2n

0.4 M in CH,Cl,
Flow reactions were set up on a Vapourtec® E-series Easy MedChem™ flow system. All necessary reactors and

accessories were assembled as shown above. Before starting reactions, all reactor tubing were primed with anhydrous
CH.Cl,. Back pressure was set to 6 bar at 2 mL/min. A solution of the diazirine 1 and alkyne (10 equiv) in CHCl, (0.4
M) was prepared and loaded into the injection loop (0.25 mL, reaction scale= 0.1 mmol). The flow rate was set to 2
mL/min for a 10 mL reactor volume (residence time = 5 min). The flow reactions were run under LED irradiation at 25
°C. The post-reaction stream containing the desired cyclopropene product (pre- and post-slug volume = 1 mL) was
collected in a 30 mL vial. The solvent was removed under reduced pressure and the crude mixture was purified by
flash column chromatography (Biotage, SNAP ULTRA, 100:0-99:1 hexanes/EtOAc) to give the desired cyclopropene
2,

5.2.1. Characterization of 2,2,2-trifluoromethyl cyclopropenes 2a—am
4-(2,3-Diphenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1"-biphenyl 2a
Ph Ph  (Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1
CF, hexanes/EtOAc). Isolated as an off-white solid (38 mg, 93%).* mp: 118-120 °C. 'H NMR (500
Ph Q 2a MHz, CDCls) & (ppm): 7.83-7.77 (m, 4H), 7.61-7.52 (m, 2H), 7.55-7.49 (m, 8H), 7.49-7.39 (m,
4H), 7.39-7.29 (m, 1H). C{'"H} NMR (126 MHz, CDCls) ¢ (ppm): 140.8, 140.1, 136.5, 131.7, 130.2, 130.0, 129.3,
128.9, 128.1, 127.4,127.3, 1271, 126.3, 126.1 (q, J = 279.3 Hz), 109.9, 33.7 (q, J = 34.9 Hz). "°F NMR (470 MHz,

CDCl3) & (ppm): —62.0. IR (cm~"): 3026, 1495, 1447, 1162, 1126, 920, 750, 681. HR-MS (El) m/z [M + NH4]* calcd. for
CasH23F3N 430.1777 found 430.1769.

* This reaction was also run at 10 mmol scale (3 g, 73%) for a residence time of 50 min.

4-(2-(4-Nitrophenyl)-3-phenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1"-biphenyl 2ab

NOz  (Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1

O < O hexanes/EtOAc). Isolated as an off-white solid (39 mg, 85%). mp: 110-
O CF3 112 °C. "HNMR (500 MHz, CDCl3) & (ppm): 8.40-8.33 (m, 2H), 7.97-7.88 (m, 2H), 7.83

Ph 2ab (dd, J = 8.1, 1.5 Hz, 2H), 7.56-7.52 (m, 8H), 7.45-7.40 (m, 3H), 7.36-7.31 (m, 2H).

BBC{'H} NMR (126 MHz, CDCls) & (ppm): 148.0, 140.6, 140.5, 135.4, 132.6, 131.3, 130.8, 130.5, 129.6, 129.0, 127.9,
127.6,127.5,127.1,125.3, 124.7, 115.1, 107.9 (CF3 signal was not observed). '*F NMR (470 MHz, CDCls) & (ppm): -
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62.2. IR (cm™"): 3103, 2214, 1591, 1508, 1344, 1103, 854, 748, 686. HR-MS (EI) m/z [M + H]* calcd. for CosH1gNO2F3
458.1368 found 458.1330.

1-(4-(3~([1,1"-Biphenyl]-4-yl)-2-phenyl-3-(trifluoromethyl)cycloprop-1-en-1-yl)phenyl)ethan-1-one 2ac

O (Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1

O O hexanes/EtOAc). Isolated as an off-white solid (26 mg, 57%). mp: 78
\/ 80 °C. "H NMR (500 MHz, CDCls) & (ppm): 7.98-7.93 (m, 4H), 7.66-7.59 (m, 4H), 7.58-
O 2a<?F3 7.51 (m, 5H), 7.45-7.30 (m, 5H), 2.63 (s, 3H). "*C{'H} NMR (126 MHz, CDCls) & (ppm):

Ph

197.3, 136.2, 131.8, 131.7, 130.6, 130.4, 130.0, 129.4, 129.1, 128.9, 128.8, 128.5,
128.3,128.2, 127.3, 127.0, 125.6, 122.7, 92.8, 88.7, 26.6 (CF3 signal was not observed). °F NMR (470 MHz, CDCls)
o (ppm): =62.1. IR (cm-"): 2999, 2220, 1678, 1605, 1485, 1404, 1261, 959, 833, 756, 690. HR-MS (El) m/z [M + H]*
calcd. for C3pH220F 3 455.1617 found 455.1628.

4-(2-Phenyl-1-(trifluoromethyl)-3-(4-(trifluoromethyl)phenyl)cycloprop-2-en-1-yl)-1,1'-biphenyl 2ad

CF3  (Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1

O < O hexanes/EtOAc). Isolated as an off-white solid (40 mg, 83%). mp: 118-
O CF3 120 °C. 'H NMR (500 MHz, CDCls) & (ppm): 7.90 (d, J = 8.8 Hz, 2H), 7.84-7.80 (m,

Ph 2ad 2H), 7.77 (d, J = 7.9 Hz, 2H), 7.59-7.46 (m, 10H), 7.43 (t, J = 8.0 Hz, 2H), 7.36-7.31

(m, 1H). C{'H} NMR (126 MHz, CDCls) & (ppm): 140.5, 140.2, 135.7, 131.3 (q, J = 32.8 Hz), 130.6, 130.4, 130.0,
129.6, 129.3, 128.8,127.8 (9, J = 1.4 Hz), 127.4,127.3,127.1,127.0,126.2 (q, J = 3.8 Hz), 125.5, 124.9, 122.7, 112.7,
108.4, 68.2. (CF3 signal was not observed). '°F NMR (470 MHz, CDCls) & (ppm): —62.1, -62.8. IR (cm~"): 2926, 1616,
1325, 1159, 1121, 1108, 1065, 837, 739, 687. HR-MS (El) m/z [M + H]* calcd. for CoeH1sFs 481.1391 found 481.1361.

4-(2-(4-Fluorophenyl)-3-phenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1'-biphenyl 2ae

F (Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1

O O hexanes/EtOAc). Isolated as a semi-solid (26 mg, 62%). 'H NMR (500 MHz, CDCls) &
O Y CF, (ppm): 7.62-7.56 (m, 2H), 7.56-7.52 (m, 2H), 7.49-7.40 (m, 2H), 7.44-7.31 (m, 3H),

Ph 2ae 250 (d, J = 85 Hz, 4H), 1.76-1.61 (m, 4H), 1.02 (t, J = 7.5 Hz, 6H).

13C{H} NMR (126 MHz, CDCls) & (ppm): 163.6 (d, J = 252.1 Hz), 140.5 (d, J = 59.3 Hz), 136.3, 132.3, 132.1 (d, J =
8.6 Hz), 130.1, 130.1, 129.4, 128.8, 128.0, 127.9, 127.5,127.5 (q, J = 266.7 Hz), 127.4, 127.1,122.61 (d, J = 3.5
Hz), 116.7 (d, J = 22.3 Hz), 109.4, 108.9, 33.7 (q, J = 35.1 Hz). '°F NMR (470 MHz, CDCls) & (ppm): -62.0, ~109.0 (p,
J=T7.4Hz). IR (cm-): 2922, 1601, 1506, 1484, 1447, 1294, 1234, 1163, 1125, 924, 835, 760, 687. HR-MS (El) m/z [M
+HJ* calcd. for CasHioF 4 431.1423 found 431.1447.
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4-(2,3-Dipropyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1'-bipheny| 2af

(Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1
hexanes/EtOAc). Isolated as a semi-solid (33 mg, 97%). 'H NMR (500 MHz, CDCls) &
2af (ppm): 7.82-7.73 (m, 4H), 7.60-7.49 (m, 8H), 7.46-7.39 (m, 4H), 7.36-7.32 (m, 1H),

7.24-7.19 (m, 2H). C{"H} NMR (126 MHz, CDCls) & (ppm): 140.8, 139.2, 138.8, 128.7,
127.8,127.4 (q, J = 277.6 Hz), 127.2,127.0, 127.0, 109.6, 32.8 (q, J = 34.4 Hz), 25.8, 20.6, 14.0. °F NMR (470 MHz,
CDCls) 5 (ppm): =62.1. IR (cm-"): 2962, 1489, 1300, 1151, 1115, 920, 696. HR-MS (El) miz [M + HJ calcd. for CooHasFs
345.1830 found 345.1836.

4-(2-Phenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1'-biphenyl 2ag

(Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1
O hexanes/EtOAc). Isolated as a white solid (20 mg, 60%). mp: 120-122 °C.
'H NMR (500 MHz, CDCls) & (ppm): 7.77-7.64 (m, 2H), 7.60-7.54 (m, 4H), 7.54-7.42 (m,
8H), 7.40-7.32 (m, 1H), 7.23-7.19 (m, 1H). 8C{'"H} NMR (126 MHz, CDCl3) & (ppm): 140.8,
140.2, 137.3, 130.6, 130.2, 129.2, 128.9, 128.2, 127.4,127.3,127.2,125.7 (q, J = 277.8 Hz),
125.1,117.4,98.9 (q, J = 3.1 Hz), 32.0 (q, J = 36.4 Hz). "°F NMR (470 MHz, CDCls) & (ppm): —63.9. IR (cm-"): 2962,
1489, 1300, 1151, 1115, 920, 696. HR-MS (El) m/z [M + H]* calcd. for CoH16F3 337.1198 found 337.1190.

Ph 2ag

4-(2-(p-Tolyl)-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1"-biphenyl 2ah

(Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1
O hexanes/EtOAc). Isolated as a white solid (21 mg, 61%). mp: 112-114 °C.
Y4 CE 'H NMR (500 MHz, CDCls) &(ppm): 7.62-7.47 (m, 8H), 7.49-7.40 (m, 2H), 7.37-7.32 (m, 1H),
3
Ph 2ah

7.30-7.27 (m, 1H), 7.12 (g, J = 1.5 Hz, 1H), 2.42 (s, 3H). BC{'H} NMR (126 MHz, CDCl)

o (ppm): 140.9, 140.7, 140.0, 137.4, 130.0, 129.8, 128.8, 128.0 (q, J = 1.5 Hz), 127.3, 127 1,
127.1,125.7 (q, J = 277.4 Hz), 122.2, 117.0 (9, J = 2.2 Hz), 97.6 (q, J = 2.8 Hz), 31.7 (q, J = 34.9 Hz), 21.6. *F NMR
(470 MHz, CDCls) & (ppm): =63.9. IR (cm~): 3130, 1487, 1296, 1153, 1111, 922, 820, 696. HR-MS (EI) m/z [M + HJ*
calcd. for CasHigF3 351.1355 found 351.1326.

4-(2-(4-Ethylphenyl)-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1'-biphenyl 2ai

(Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1
hexanes/EtOAc). Isolated as a white solid (22 mg, 61%). mp: 88-90 °C.
'H NMR (400 MHz, CDCl3) & (ppm): 7.64-7.46 (m, 8H), 7.43 (t, J = 7.7 Hz, 2H), 7.38-7.24
oh 2ai (m, 3H), 7.11 (m, 1H), 2.70 (q, J = 7.5 Hz, 2H), 1.26 (t, J = 7.6 Hz, 3H). "*C{'H} NMR (126

MHz, CDCls) 6 (ppm): 147.3, 140.8, 140.2, 137.5, 130.3, 128.9, 128.7, 128.2, 127.4, 127 .3,
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127.2,125.8 (9, J = 279.1 Hz), 122.5,117.2 (q, J = 2.3 Hz), 97.7 (q, J = 3.0 Hz), 32.0 (q, J = 35.4 Hz), 29.1, 15.5. 9F
NMR (376 MHz, CDCls) & (ppm): —63.9. IR (cm-1): 3130, 1489, 1298, 1154, 1110, 922, 837, 768, 694. HR-MS (EI) m/z
[M + HJ* calcd. for CasHaoF 3 365.1512 found 365.1568.

4-(2-(4-Bromophenyl)-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1-biphenyl 2aj

hexanes/EtOAc). Isolated as a white solid (26 mg, 62%). mp: 98-100 °C.

Y CF, 'H NMR (500 MHz, CDCl3) & (ppm): 7.64-7.60 (m, 2H), 7.59-7.52 (m, 6H), 7.51-7.42 (m,

o O 2aj 4H), 7.42-7.31 (m, 1H), 7.25 (q, J = 1.5 Hz, 1H). "*C{'H} NMR (126 MHz, CDCls) & (ppm):

140.7, 140.4, 136.9, 132.5, 131.5, 128.9, 128.1, 127.5, 127.4, 127.2, 126.6 (q, J = 277.7

Hz), 125.1, 124.1, 116.6, 99.9 (q, J = 3.2 Hz), 32.2 (q, J = 35.4 Hz). "9F NMR (470 MHz, CDCls) & (ppm): -64.0. IR

(cm): 3128, 1479, 1294, 1154, 1112, 922, 829, 694. HR-MS (El) m/z [M + H]* calcd. for C2,H1sF3Br 415.0309 found
415.0347.

Br O (Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1

(3-([1,1'-Biphenyl]-4-yl)-3-(trifluoromethyl)cycloprop-1-en-1-yl)trimethylsilane 2ak

T™S (Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1

Y4 CF, hexanes/EtOAc). Isolated as a white solid (26 mg, 78%). mp: 48-50 °C.

oh O 2ak 'H NMR (500 MHz, CDCls) & (ppm): 7.60 (d, J = 6.0 Hz, 2H), 7.57-7.51 (m, 3H), 7.45 (t, J =

8.0 Hz, 2H), 7.38-7.34 (m, 3H), 0.26-0.24 (m, 9H). "*C{'H} NMR (126 MHz, CDCl3) & (ppm):

140.8, 139.6, 139.3, 128.9, 127.9, 127.7, 127.4,127.2, 126.2 (q, J = 276.8 Hz), 127.0, 116.5 (9, J = 2.2 Hz), 29.9 (q, J

= 35.5 Hz), -1.40."°F NMR (470 MHz, CDCl3) ¢ (ppm): —63.5. IR (cm-"): 2965, 1703, 1489, 1304, 1153, 1113, 924,
839, 727, 692. HR-MS (El) m/z [M + NHa]* calcd. for C1gH23F3NSi 350.1546 found 350.1575.

4-(2-(3-Ethynylphenyl)-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1"-biphenyl 2al

O (Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1
V/ N hexanes/EtOAc). Isolated as a white solid (19 mg, 53%). mp: 82-84 °C.
O CFs 'H NMR (500 MHz, CDCls) & (ppm): 7.79 (br s, 1H), 7.66-7.63 (m, 1H), 7.57-7.54 (m,
Ph 2al

5H), 7.48-7.47 (m, 2H), 7.44-7.41 (m, 3H), 7.36-7.32 (m, 1H), 7.25 (br s, 1H), 3.14 (s,
1H). 3C{'H} NMR (126 MHz, CDCls) & (ppm): 140.7, 140.4, 137.0, 134.1, 133.5, 130.3, 129.3, 128.9, 128.1, 127.5,
127.4,127.2,126.2 (q, J = 277.8 Hz), 125.5, 123.4, 116.8, 100.3 (q, J = 2.9 Hz), 82.6, 78.6, 32.3 (q, J = 35.7 Hz)."F
NMR (470 MHz, CDCls) & (ppm): =64.0. IR (cmr-): 3276, 3128, 2924, 1717, 1487, 1298, 1147, 1121, 921, 723, 692.
HR-MS (EI) m/z [M + H]* calcd. for CosHieF5 361.1199 found 361.1061.
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4-(4-(3-Ethynylphenyl)-1,1,1-trifluorobut-3-yn-2-yl)-1,1-biphenyl 2al’

Ph (Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1
// hexanes/EtOAc). Isolated as a white solid (7 mg, 19%). mp: 50-52 °C.
'H NMR (500 MHz, CDCls) & (ppm): 7.74-7.69 (m, 3H), 7.62-7.58 (m, 2H), 7.57-7.56
(m, 2H), 7.47-7.44 (m, 3H), 7.39-7.36 (m, 1H), 6.49 (d, J = 2.2 Hz, 1H), 4.31 (9, J=9.9
Hz, 1H), 3.13 (s, 1H). ®C{'H} NMR (126 MHz, CDCl3) & (ppm): 148.6, 144.6, 142.2,
141.2, 134.9, 132.3, 131.5, 129.4, 129.0, 128.3, 127.6, 126.2 (q, J = 2.7 Hz), 126.1 (g, J = 279.9 Hz), 125.9, 125.2,
122.8, 120.1, 83.3, 78.0, 52.6 (q, J = 29.7 Hz)."F NMR (470 MHz, CDCls) & (ppm): -67.2 (d, J = 8.7 Hz).
IR (cm"): 3294, 2924, 1601, 1490, 1323, 1256, 1149, 1103, 760, 692, 624. HR-MS (El) m/z [M + NHa]* calcd. for
CasH1oF3N 378.1464 found 378.1433.

CF;

2al

(
(

Despite multiple attempts, compound 2am was not isolated and could only be identified in the crude reaction mixture.

2-(2,3-Diphenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)naphthalene 2b

Ph Ph  (Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1
CF3 hexanes/EtOAc). Isolated as a white solid (32 mg, 78%). mp: 82-84 °C.
OO 'H NMR (500 MHz, CDCls) & (ppm): 8.06 (br s, 1H), 7.83-7.81 (m, 4H), 7.79-7.74 (m, 3H),
2b 7.55-7.49 (m, 5H), 7.46-7.43 (m, 4H). BC{'"H} NMR (126 MHz, CDCls) & (ppm): 135.0,

133.4, 132.5, 131.8, 130.2, 130.0, 129.3, 128.2, 128.1, 127.6, 126.6, 126.3, 126.3, 126.0, 125.4, 127.2 (q, J = 278.8
Hz), 109.9, 34.0 (q, J = 34.9 Hz). °F NMR (470 MHz, CDCl5) & (ppm): =61.7. IR (cm~"): 3060, 1447, 1286, 1153, 1121,
752, 685. HR-MS (EI) m/z [M + HJ* calcd. for CosHioFs 387.1355 found 387.1358.

(3-(4-(benzyloxy)phenyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2c

Ph Ph  (Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-99:1

N CF, hexanes/EtOAc). Isolated as a white solid (26 mg, 79%). mp: 90-92 °C.

B0 O 'H NMR (500 MHz, CDCls) & (ppm): 7.81-7.79 (m, 3H), 7.53-7.50 (m, 3H), 7.47-7.37 (m,

2¢ 9H), 7.34-7.31 (m, 1H), 6.93-6.91 (m, 2H), 5.03 (s, 2H). *C{'"H} NMR (126 MHz, CDCls)

o (ppm): 158.1, 137.1, 130.1, 130.7, 130.1, 129.9, 129.3, 129.1, 128.7, 128.1, 127.6, 127.2 (q, J = 280.2 Hz), 126.5,

1149, 1105, 701, 332 (q, J = 349 Hz. "™F NMR (470 MHz, CDCl;) & (ppm): -62.4.

IR (cm"): 3025, 1609, 1512, 1445, 1288, 1242, 1153, 1124, 1009, 835, 746, 683. HR-MS (El) m/z [M + NH4]* calcd.
for Ca9H250NF3 460.1883 found 460.1847.
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3-(4'-(2,3-Diphenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-[1,1'-biphenyl]-4-yl)-3-(trifluoromethyl)-3H-diazirine
2d

N=N (Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-
O CF; 991 hexanes/EtOAc). Isolated as a white solid (13 mg, 30%). mp: 58-

O 60 °C. 'H NMR (500 MHz, CDCls) & (ppm): 7.82-7.76 (m, 5H), 7.57-7.47 (m,
CF3 X 2d 8H), 7.47-7.41 (m, 5H)."3C{™H} NMR (126 MHz, CDCls) & (ppm): 139.4, 136.4,
Ph Ph 130.0, 129.8, 129.2, 127.9,127.0, 126.1, 109.8 (q, J = 2.5 Hz), 33.6 (q, J = 33.8

Hz)."F NMR (470 MHz, CDCls) & (ppm): —62.0, -65.1. IR (cm~"): 2924, 1716, 1265, 1168, 1126, 1029, 754, 683. HR-
MS (El) m/z [M + H]* calcd. for CaoH1oFeN2 521.1452 found 521.1434.

4,4'-Bis(2,3-diphenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1'-biphenyl 2d’

Ph  (Purple LED lamp, 420 nm). Purified by flash column chromatography (100:0-
99:1 hexanes/EtOAc). Isolated as a white solid (36 mg, 54%).
mp (decomp.): 219-221 °C. 'H NMR (500 MHz, CDCls) & (ppm): 7.82 - 7.75
(m, 8H), 7.57 — 7.48 (m, 12H), 7.48 — 7.41 (m, 8H).).""C{'H} NMR (126 MHz,
CDCls) & (ppm): 139.5, 136.5, 130.2, 130.0, 129.3, 128.1, 127.2, 126.3, 110.0,
33.6 (g, J = 34.6 Hz)."9F NMR (470 MHz, CDCls) & (ppm): -62.01. IR (cm™"):
3078, 1497, 1448, 1295, 1145, 1119, 921, 754, 685. HR-MS (El) m/z [M + NH,]* calcd. for C4sH3,NFs 688.2433 found
688.2444.

(3-(p-Tolyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2e

Ph Ph  (Purple LED lamp, 405 nm). Purified by flash column chromatography (100:0-99:1

CF, hexanes/EtOAc). Isolated as a white solid (20 mg, 57%). Exhibited spectral data identical to a

O previous report." 'H NMR (500 MHz, CDCl3) & (ppm): 7.79-7.77 (m, 4H), 7.52-7.48 (m, 4H),

2e 7.45-7.40 (m, 4H), 7.11-7.09 (m, 2H), 2.31 (s, 3H). *C{'"H} NMR (126 MHz, CDCls) & (ppm):

137.9, 134.5, 131.8, 130.5, 130.1, 129.9, 129.3, 129.2, 127.6, 127.3 (q, J = 280.2 Hz), 110.2 (q, J = 2.4 Hz), 33.6 (q, J
=34.9 Hz), 21.2. "%F NMR (470 MHz, CDCls) & (ppm): -62.2.

(3-(4-Tert-butylphenyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2f

Ph Ph  (Purple LED lamp, 405 nm). Purified by flash column chromatography (100:0-99:1

Y4 CF, hexanes/EtOAc). Isolated as a white solid (20 mg, 50%). mp: 66-68 °C.

By O 'H NMR (500 MHz, CDCls) & (ppm): 7.80-7.79 (m, 4H), 7.52-7.49 (m, 4H), 7.46-7.43 (m,
2f 4H), 7.31-7.30 (m, 2H), 1.28 (s, 9H). 3C{'"H} NMR (126 MHz, CDCls) & (ppm): 150.0, 134.4,

131.8, 130.2, 129.9, 129.2, 127.5,127.2 (q, J = 280.2 Hz), 126.5, 125.5, 110.3 (q, J = 2.4 Hz), 34.5, 33.5 (q, J = 34.9
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Hz), 31.4. F NMR (470 MHz, CDCl3) & (ppm): —=62.1. IR (cm-"): 2961, 1499, 1447, 1163, 1124, 926, 754, 687. HR-
MS (El) m/z [M + NH4]* calcd. for CasH27NF3 410.2090 found 410.2058.
(3-(4-Methoxyphenyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2g
Ph  (Purple LED lamp, 405 nm). Purified by flash column chromatography (100:0-99:1
hexanes/EtOAc). Isolated as a white solid (19 mg, 51%). Exhibited spectral data identical
MeO to a previous report." 'H NMR (500 MHz, CDCl3) & (ppm): 7.80-7.78 (m, 4H), 7.53-7.49
e
(m, 4H), 7.47-7.42 (m, 4H), 6.85-6.83 (m, 2H), 3.77 (s, 3H). *C{'"H} NMR (126 MHz,

CDCl) (ppm). 158.8, 130.1, 129.9, 129.4, 129.3, 129.1, 129.0, 127.3 (q, J = 278.6 Hz), 126.5, 114.0, 110.6 (q, J =
2.4 Hz), 55.3, 33.2 (g, J = 34.9 Hz). 1°F NMR (470 MHz, CDCls) & (ppm): ~62.4.

(3-(Trifluoromethyl)cycloprop-1-ene-1,2,3-triyl)tribenzene 2h
Ph  (UV LED lamp, 380 nm). Purified by flash column chromatography (100:0-99:1 hexanes/EtOAc).
Isolated as a white solid (4 mg, 12%). Exhibited spectral data identical to a previous report."" 'H
O NMR (500 MHz, CDCls) & (ppm): 7.78-7.76 (m, 4H), 7.51-7.48 (m, 6H), 7.45-7.41 (m, 2H), 7.32-
7.25 (m, 2H), 7.25-7.21 (m, 1H). 3C{'"H} NMR (126 MHz, CDCls) & (ppm): 137.5, 131.8, 130.2,
129.9, 129.3, 128.6,127.7,127.2,127.3 (q, J = 278.6 Hz), 126.4, 110.0 (q, J = 2.4 Hz), 33.8 (q, J = 34.9 Hz). "°F NMR
(470 MHz, CDCl3) & (ppm): —62.4.
(3-(4-Fluorophenyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2i
Ph (UV LED lamp, 380 nm). Purified by flash column chromatography (100:0-99:1
hexanes/EtOAc). Isolated as a white solid (12 mg, 34%). Exhibited spectral data identical to a
previous report." 'H NMR (500 MHz, CDCls) & (ppm): 7.77-7.75 (m, 4H), 7.52-7.49 (m, 4H),
7.46-7.42 (m, 4H), 6.99-6.95 (m, 2H). BC{'H} NMR (126 MHz, CDCl3) & (ppm): 161.9 (d, J =
277.9 Hz), 133.2, 131.6, 130.0, 129.9, 129.3, 129.2, 126.0, 126.9 (q, J = 279.6 Hz), 115.3 (d, J = 21.4 Hz), 110.1 (q, J
=2.3Hz), 33.1(q, J = 35.2 Hz). F NMR (470 MHz, CDCls) & (ppm): -62.3, -115.4.
(3-(4-Bromophenyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2j
Ph (UV LED lamp, 380 nm). Purified by flash column chromatography (100:0-99:1
hexanes/EtOAc). Isolated as a white solid (15 mg, 37%). mp: 48-50 °C. 'H NMR (500 MHz,
CDCls) 5(ppm): 7.75-7.74 (m, 4H), 7.52-7.49 (m, 4H), 7.46-7.43 (m, 2H), 7.41-7.36 (m, 4H).
BBC{'H} NMR (126 MHz, CDCl3) ¢ (ppm): 136.6, 131.8, 130.2, 130.1, 129.4, 129.3, j127.2 (q,
J=275.7 Hz), 126.7,125.9, 121.2,109.5, 33.5 (q, J = 34.9 Hz). F NMR (470 MHz, CDCls) § (ppm): -62.1. IR (cm-"):

2924, 1489, 1445, 1296, 1165, 1109, 920, 827, 754, 689. HR-MS (El) m/z [M + H]* calcd. for Ca2H1sF3Br 415.0304
found 415.0349.
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(3-(4-Bromophenyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2k

Ph Ph (UV LED lamp, 380 nm). Purified by flash column chromatography (100:0-99:1

Br Y4 CF, hexanes/EtOAc). Isolated as a white semi solid (10 mg, 24%). 'H NMR (500 MHz, CDCl3) &
O (ppm): 7.76-7.74 (m, 4H), 7.64 (s, 1H), 7.53-7.50 (m, 4H), 7.46-7.43 (m, 2H) 7.42-7.34 (m,

2k 2H), 7.16-7.13 (m, 1H). 8C{'H} NMR (126 MHz, CDCls) ¢ (ppm): 140.0, 131.8, 130.6, 130.4,

130.2, 130.2, 130.1, 129.4, 1271 (q, J = 278.9 Hz), 125.8, 122.8, 109.4 (q, J = 2.6 Hz), 33.5 (q, J = 35.1 Hz). °F NMR
(470 MHz, CDCls) & (ppm): —61.9. IR (cm-1): 2924, 1562, 1296, 1163, 1122, 935, 754, 685. HR-MS (El) m/z [M + H]*

calcd. for Co2H1sF3Br 415.0304 found 415.0373.
(3-(4-Trifluoromethylphenyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2l

Ph Ph (UV LED lamp, 380 nm). Purified by flash column chromatography (100:0-99:1

CF, hexanes/EtOAc). Isolated as a white solid (20 mg, 51%). mp: 4042 °C.

CF. O 'H NMR (500 MHz, CDCls) & (ppm): 7.76-7.74 (m, 1H), 7.56-7.54 (m, 4H), 7.53-7.50 (m,

2l 2H) 7.39-7.34 (m, 7H). BC{'"H} NMR (126 MHz, CDCl3) & (ppm): 131.8, 130.1, 129.4, 128.5,

128.4,126.8 (q, J = 278.8 Hz), 126.6, 125.5 (q, J = 3.8 Hz), 124.2 (q, J = 271.8 Hz), 123.4, 109.1 (q, J = 2.1 Hz), 89.5,

33.7 (q, J = 35.0 Hz)."F NMR (470 MHz, CDCl3) & (ppm): —61.9, —-62.6. IR (cm~"): 3065, 1495, 1443, 1325, 1163,
1119, 1067, 918, 749, 685. HR-MS (El) m/z [M + HJ* calcd. for Co3H1sFs 405.1078 found 405.1072.

5.3 General procedure for the photochemical reactions of diazirines in batch
A solution of the diazirine 1 and alkyne (10 equiv) in CH2Cl2 (0.4 M) were stirred under purple LED irradiation (See
below). Reactions were monitored by TLC. After 24 h reactions were still incomplete. The solvent was removed under

reduced pressure and 3-fluoro-4-nitrotoluene was added as an internal standard for yield calculation by *F NMR.

Emission spectra of LED lights used in
batch reactor
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Figure S3. Batch setup with LED light strips
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5.4 Competition experiments

5.4.1 General procedure for the competition reaction between internal and terminal alkynes

LED (420 nm)
NN (5 equiv) 0.25 mL Ph Ph Ph H
\/ 6 bar v (11) v
Boal o AT
5 mln 25°C Ph Ph

(5 equiv) 2a,15% 2aj, 15%

04 M in CH20|2
The general flow procedure described in 5.2 was used. A solution of the diazirine 1a, diphenyl acetylene (5 equiv), and

phenyl acetylene (5 equiv) in CH2Cl, (0.4 M to 1a) was prepared and loaded into the injection loop (0.25 mL, reaction
scale = 0.1 mmol). The flow rate was set to 2 mL/min for a 10 mL reactor volume (residence time = 5 min). The flow
reactions were run under LED irradiation (420 nm) at 25 °C. The post-reaction stream containing the desired
cyclopropene product (pre- and post-slug volume = 1 mL) was collected in a 30 mL vial. The solvent was removed
under reduced pressure. The crude mixture was analyzed by *F NMR using 3-fluoro-4-nitrotoluene as an internal

standard (—117.83 ppm). The obtained spectra in displayed below:
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5.4.2 General procedure for the competition reaction between internal alkynes and alkenes

LED (420 nm)
5 0.25mL Ph Ph Ph Ph
- equiv)
Fea SRS oA
5 min, 25 °C Ph Ph
Ph 2a, 45% 2a’, 36%

0.4 Min CHZCIZ (5 equiv)
The general flow procedure described in 5.2 was used. A solution of the diazirine 1a, diphenyl acetylene (5 equiv), and

(E)-1,2-diphenylethene (5 equiv) in CH,Cl, (0.4 M to 1a) was prepared and loaded into the injection loop (0.25 mL,
reaction scale = 0.1 mmol). The flow rate was set to 2 mL/min for a 10 mL reactor volume (residence time= 5 min). The
flow reactions were run under LED irradiation (420 nm) at 25 °C. The post-reaction stream containing the desired
cyclopropene product (pre- and post-slug volume = 1 mL) was collected in a 30 mL vial. The solvent was removed
under reduced pressure. The crude mixture was analyzed by *F NMR using 3-fluoro-4-nitrotoluene as an internal
standard (—117.83 ppm). The obtained spectra in displayed below:
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5.4.3 General procedure for the competition reaction between internal alkynes and alkenes

0.25mL ~0
N=N + 6 bar .
CF5 Fs
Ph/©)< (10 equw) 5 min, 25 °C
1a 3a—3b

0.4 M in CH,Cl,

The general flow procedure described in 5.2 was used. A solution of the diazirine 1a and the propargy! alcohol (10
equiv.) in CH2Cl, (0.4 M to 1a) was prepared and loaded into the injection loop (0.25 mL, reaction scale= 0.1 mmol).
The flow rate was set to 2 mL/min for a 10 mL reactor volume (residence time = 5 min). The flow reactions were run
under LED irradiation (420 nm) at 25 °C. The post-reaction stream containing the desired cyclopropene product (pre-
and post-slug volume = 1 mL) was collected in a 30 mL vial. The solvent was removed under reduced pressure and
the crude mixture was purified by flash column chromatography (Biotage, SNAP ULTRA, 100-7/3 hexanes:EtOAc) to

give the compounds 3a and 3b.

5.4.3.1 Characterization of 2,2,2-trifluoromethyl ether 3a and 3b
4-(2,2,2-Trifluoro-1-(pent-4-yn-1-yloxy)ethyl)-1,1'-biphenyl 3a
Purified by flash column chromatography (100:0-70:30 hex/EtOAc). Isolated as a colorless
z o y graphy ( )
/@/KCF3 oil (18 mg, 58%). H NMR (500 MHz, CDCli) & (ppm): 7.63 (m, 4H), 7.52 (d, J = 8.5 Hz, 2H),
Ph 3a 7.51-7.44 (m, 2H), 7.42 - 7.35 (m, 1H), 4.67 (q, J = 6.6 Hz, 1H), 3.67 (td, J = 6.0, 3.2 Hz,
2H), 2.37 (tdd, J=7.0, 5.8, 2.7 Hz, 2H), 1.94 (t, J= 2.6 Hz, 1H), 1.91 = 1.81 (m, 2H). "3C{'H}
NMR (126 MHz, CDCls) & (ppm): 142.4, 140.4, 131.8, 128.9, 128.6, 127.6, 127.3, 127.2, 122.7 (q, J = 259.4 Hz), 83.5,
79.9 (g, J=31.1Hz), 69.0,68.8, 28.5, 15.1. "°F NMR (470 MHz, CDCls) & (ppm): —6.59 (d, J = 6.8 Hz). IR (cm-"): 3289,
2915, 1489, 1370, 1270, 1174, 1135, 1095, 1011, 763, 693. HR-MS (El) m/z (compound did not ionize).
4-(2,2,2-Trifluoro-1-(prop-2-yn-1-yloxy)ethyl)-1,1'-biphenyl 3b
Purified by flash column chromatography (100:0-70:30 hex/EtOAc). Isolated as a white solid
///\o y graphy ( )
CF, (20 mg, 70%). mp: 48-50 °C '"H NMR (500 MHz, CDCls) & (ppm): 7.70 — 7.63 (m, 2H), 7.64
Bh 3b - 7.58 (m, 2H), 7.54 (d, J = 9.2 Hz, 2H), 7.53 - 7.43 (m, 2H), 7.43 - 7.36 (m, 1H), 5.02 (q, J
= 6.7 Hz, 1H), 4.40 (dd, J=15.9, 2.4 Hz, 1H), 4.13 (dd, J = 16.0, 2.4 Hz, 1H), 2.53 (t, J= 2.4
Hz, 1H). 3C{'"H} NMR (126 MHz, CDCls) & (ppm): 142.8, 140.3, 130.5, 128.9, 128.9, 127.7, 127.5, 127.2, 124.8 (q, J

= 281.0 Hz), 77.8, 77.4 (q, J = 31.8 Hz), 76.1, 56.7. '°F NMR (470 MHz, CDCls) & (ppm): ~76.05 (d, J = 5.2 Hz). IR
(cm-1): 3288, 2913, 1489, 1369, 1259, 1175, 1134, 1097, 1018, 764, 692. HR-MS (EI) m/z (compound did not ionize).
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5.5 General procedure for the TMS deprotection of 2ak

TMS
I + TBAF —————> X oF
O CF3 (1 equiv) THF, rt, 18 h O 3
Ph Ph
2ak 4ak, 70%

The cyclopropene 2ak (0.06 mmol, 20 mg) was dissolved in 0.3 mL of anhydrous THF. TBAF (1 M in THF, 60 L, 1
equiv) was added and the reaction mixture was stirred for 18 h at room temperature. The solvent was removed under
reduced pressure and the residue was purified by flash column chromatography (Biotage, SNAP ULTRA, 100%

hexanes) to give the compound 4ak.
4-(1-(Trifluoromethyl)cycloprop-2-en-1-yl)-1,1'-biphenyl 4ak

\/ Isolated as a white solid (11 mg, 70%). mp: 58-60 °C '"H NMR (500 MHz, CDCls) & (ppm):

O CFs  759-755 (m, 4H), 7.46-7.43 (m, 2H), 7.39 (d, J = 8.0 Hz, 2H), 7.37-7.34 (m, 1H), 7.29 (q, J

Ph = 1.5 Hz, 2H). 3C{"H} NMR (126 MHz, CDCls) & (ppm): 140.8, 140.4, 137.8, 128.9, 128.2,

128.1, 127.5, 127.3, 1271 (q, J = 276.6 Hz), 127.2, 108.0 (q, J = 2.8 Hz), 29.4 (q, J = 36.0

Hz). "°F NMR (470 MHz, CDCl3) & (ppm): — 65.6. IR (cm-"): 3142, 3032, 1653, 1487, 1259, 1119, 831, 764, 735.
HR-MS (El) m/z (compound did not ionize).

4ak

5.6 Reaction monitoring using ReactIR

LED (420 nm)
R R’

. . alkyne \/
6 bar Fs /@ACFS - O CF,
Ph Ph

P 25°C

The general flow procedure described in 5.2 was used. A solution of the diazirine 1a and diphenyl acetylene (10 equiv)
in CHxCl> (0.4 M to 1a) was prepared and loaded into the injection loop (0.25 mL, reaction scale = 0.1 mmol). The flow
reactions were run under LED irradiation (420 nm) at 25 °C in a 10 mL tube reactor. The outlet of the reactor was
connected to the ReactIR using a silicon probe and reaction monitoring was done in real time. The flow rate was varied
from 2 to 4 mL/min for a better detection of reaction intermediates. The figure below is the setup used for this

experiment:
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1 2mL.min-1nt-xi-45 00:17:05
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006
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0,04 :’ |
003 alkyne
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T T T
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1900
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From the obtained IR spectrum, the characteristic peak of the diazo compound at 2100 cm-" was observed with

increased intensity when the flow rate was increased from 2 to 4 mL/min.
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6. Control experiments

A solution of cyclopropene 2a in CHCl, (0.1 M) was prepared and loaded into the injection loop (0.25 mL). The flow
rate was set to 2 mL/min for a 10 mL reactor volume (residence time = 5 min). The flow reactions were run under LED
irradiation (A: 420 nm and B: 365 nm) at 25 °C. The post-reaction stream containing the cyclopropene product (pre-
and post-slug volume = 1 mL) was collected in a 10 mL vial. The solvent was removed under reduced pressure. 'H

and °F NMR of the mixture were recorded and compared to the starting material 2a. The obtained spectra are

displayed below (Stacked + individual spectra):

Stacked 'H NMR

Starting material 2a

At 420 nm

PROTON_01 — —
[
[ =———

At 365 nm

Stacked "*F NMR

Starting material 2a

At 420 nm
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At 365 nm

T T T T T T T T T T T T T T T T T T T T T T T T
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"H NMR spectra of 2a (Starting material)
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A: 420 nm
"H NMR spectra of the mixture
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B: 365 nm
"H NMR spectra of the mixture
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8. NMR Spectra

1-([1,1-Biphenyl]-4-yl)-2,2,2-trifluoroethan-1-one O-tosyl oxime a1
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1-(4-(Benzyloxy)phenyl)-2,2,2-trifluoroethan-1-one O-tosyl oxime c1
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2,2,2-Trifluoro-1-(p-tolyl)ethan-1-one O-tosyl oxime e1
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4  Temperature 22.0
5 Number of Scans 16
6 Acquisition Date 2021-02-17T04:52:15
7 Spectrometer 470.35
Frequency
8 Nucleus 19F
30 2‘0 1‘() 6 710 72‘0 73‘0 J‘IO 75‘0 76‘0 71‘00 71‘10 71‘20 71‘30 71‘40 71‘50 71‘60 71‘70 71‘80 71‘90 72‘00



2,2,2-Trifluoro-1-(4-methoxyphenyl)ethan-1-one O-tosyl oxime g1

PROTON_01 — —

CARBON_01 — —

F3000
S I T m AR R R A NN memmm 00888880833 59
N NN N N N N N A N A AR VA AR A AR o NI
RN P A e G N L2800
Parameters NOTS L2600
Parameter Value
1 Data File Name /Volumes/ rmn500data CF3 [2400
Ollevier/ CV-
X1-137b_20210210_01/ | O 91 F2200
PROTON_O01.fid/ fid
t-2000
2 Origin Varian
3 Solvent cdcl3 1800
4  Temperature 22.0
5 Number of Scans 8 [1eco
6 Acquisition Date 2021-02-10T02:34:59 F1400
7 Spectrometer 499.92
Frequency 1200
8 Nucleus 1H
1000
F800
F600
F400
I | F-200
I A I [,
AN W A A
g B8RA a8 98 [-200
; T T T T T T T T T T T T 1
14 13 12 11 10 9 8 7 6 5 4 2 0 -1 -2
f1 (ppm)
B2H8RBYNARNIBRBIRNLI3R58928K3I338X53R - 58 [ree0
R R R " 2
e L Y T "’\/”‘ “‘\/"‘ £150000
Parameters NOTs 140000
Parameter Value
1 Data File Name / Volumes/ rmn500data/ CF3 130000
Ollevier/ CV- 120000
X1-137b_20210210_01/
CARBON_01.fid/ fid MeO gl L 110000
2 Origin Varian
3 Solvent cdcl3 100000
4  Temperature 22.0 90000
5 Number of Scans 5000
80000
6 Acquisition Date 2021-02-10T02:44:21
7 Spectrometer 125.72 70000
Frequency
8 Nucleus 13C 60000
F50000
40000
~30000
F-20000
F10000
| [ )
s i Lo
F-10000
2%0 2%0 210 260 15‘30 1‘80 1}0 léO 1%0 14‘!0 1§0 léO 110 160 9‘0 8‘0 7b 6‘0 5‘0 4b 3‘0 2‘0 1‘0 6 710
1 (ppm)

S-48



FLUORINE_01 — —

- o
Parameters et NOTs 190000
Parameter Value H! 180000
1 Data File Name /Volumes/ rmn500data/ CF 170000
Ollevier/ CV- E TP
XI1-137b_20210210_01/
FLUORINE_O1.fid/ fid MeO g1 150000
2 Origin Varian 140000
3  Solvent cdcl3 [ 130000
4  Temperature 22.0
~120000
5 Number of Scans 16
6 Acquisition Date 2021-02-10T02:39:05 10000
7 Spectrometer  470.35 [ 100000
Frequency 90000
8 Nucleus 19F [80000
70000
60000
50000
40000
30000
20000
10000
-0
~-10000
-20000
-30000
36 Zb 16 6 710 —ﬁo —io 740 —go —éo 7}0 —éo —éo 7150 71&0 flEO 7130 71;0 —130 71%0 71;0 —130 7150 7260

f1 (ppm)

2,2,2-Trifluoro-1-phenylethan-1-one O-tosyl oxime h1

PROTON_01 — —

1850
NN N NOTs
k750
Parameters
Parameter Value CF3 [700
1 Data File Name /Volumes/ rmn500data/ Leso
Ollevier/ CV- h1
X1-105g_20210216_01/ Lsoo
PROTON_01.fid/ fid
2 Origin Varian 50
3  Solvent cdcl3 Fs00
4  Temperature 22.0
5 Number of Scans 8 [**°
6 Acquisition Date 2021-02-16T722:39:59 F400
7 Spectrometer 499.92 Laso
Frequency
8 Nucleus H F300
k250
200
150
k100
y J
-0
1% fS fZ l& fO é é ; : % 3 6 ,& ,E

6
1 (ppm)

S-49



CARBON_01 — —

FLUORINE_01 — —

400000

350000

~300000

250000

200000

150000

~100000

50000

75000

70000

65000

60000

55000

50000

45000

40000

35000

30000

25000

20000

15000

10000

~5000

0

r-5000

PRSRINE-SILN2IANIZSARIBILAINBRTYS @ i
FrIOr YIRS SA2288¥RN8INSEgYse i
T e e e — v
Parameters NOTS
Parameter Value
1 Data File Name /Volumes/ rmn500data/ CFS
Ollevier/ CV-
XI-105g_20210216_01/ h1
CARBON_01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 22.0
5 Number of Scans 5000
6 Acquisition Date 2021-02-16T722:49:46
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
L
] o ]
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
f1 (ppm)
5
Parameters ol &
Parameter Value I NOTS
1 Data File Name /Volumes/ rmn500data/
Ollevier/ CV- CF3
X1-1059_20210216_01/
FLUORINE_01.fid/ fid h1
2 Origin Varian
3  Solvent cdcl3
4  Temperature 22.0
5 Number of Scans 16
6 Acquisition Date 2021-02-16T22:44:02
7 Spectrometer 470.35
Frequency
8 Nucleus 19F
3‘0 2‘0 1‘() 6 710 72‘0 73‘0 71‘10 75‘0 76‘0 77‘0 4‘30 4‘)0 71‘00 71‘10 71‘20 71‘30 71‘40 71‘50 71‘60 71‘70 71‘80 71‘90 72‘00
1 (ppm)

S-50



2,2,2-Trifluoro-1-(4-fluorophenyl)ethan-1-one O-tosyl oxime i1

8835933935880 °0383883 ¢85 Fsso
PN AR k)
NOTs
Parameters 500
Parameter Value CF
1 Data File Name / Volumes/ rmn500data/! 3 450
Ollevier/ CV- i1
XI-155b_20210304_01/ F L aoo
PROTON_O1.fid/ fid
2 Origin Varian
3 Solvent cdel3 [3s0
4  Temperature 21.0
/|5 Number of Scans 8 300
116 Acquisition Date 2021-03-04T16:56:10
g‘ 7 Spectrometer 499.92 250
15 Frequency
*|'8  Nucleus 1H L200
150
| 100
1]
F50
\A_A—AAJ—,O
oW wommry A
53323232 e L_so
: T T T T T T T T T T T T T T T
14 13 12 11 10 9 8 7 6 3 2 1 0 -1 -2
1 (ppm)
180000
O T N N MO ONIONTNEONO TN O AMNOMNG S o ©m
SESNER2NISYNIYSININRLSRICHRRNEITLY T w
. S A s N 0000
71
Parameters NOTs
Parameter Value 65000
1 Data File Name /Volumes/ rmn500data/ CF
Ollevier/ CV- 3 o000
X1-155b_20210304_01/ . L5000
CARBON_01.fid/ fid F il
2 Origin Varian 50000
3 Solvent cdcl3
4 Temperature 21.0 45000
|5 Number of Scans 2000 L40000
116 Acquisition Date 2021-03-04T17:04:46
3 L
g‘ 7 Spectrometer 125.72 35000
g Frequency 30000
8 Nucleus 13C
25000
20000
F15000
~10000
F5000
‘\ ‘\ |
M h ,l N L L Lo
~-5000

T T T T T T T T T T T T T T T
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)

S-51



- ng F32000
Parameters ale &g
Parameter Value F ' NOTs [200%
1 Data File Name /Volumes/ rmn500data/ 28000
Ollevier/ CV- CF
XI-155b_20210304_01/ 3 F26000
FLUORINE_O1.fid/ fid i1
2 Origin Varian F ! [[24000
3 Solvent cdcl3 t-22000
4  Temperature 21.0
5 Number of Scans 16 [20000
6 Acquisition Date 2021-03-04T16:59:38 L 18000
7 Spectrometer 470.35
| Frequency 16000
118 Nucleus 19F
3 F14000
H
8 F12000
F10000
8000
6000
F4000
|
1 F2000
A o
F-2000
30 20 10 0  -10 -20 -30 -40 -5 60 -70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
1 (ppm)

1-(4-Bromophenyl)-2,2,2-trifluoroethan-1-one O-tosyl oxime j1

R R RN R EEEEE LR 7y 900
BEAEAEAEAEASASAENRAEAENENEERENE, ) NOTs
Parameters V Lsoo
Parameter Value CF3
1 Data File Name / Volumes/ rmn500data, .
Ollevier/ CV- Br j1 700
X1-117_20210217_01/ ‘
PROTON_01.fid/ fid
2 Origin Varian 600
3 Solvent cdcl3
4  Temperature 22.0
k500
1|5 Number of Scans 8
116 Acquisition Date  2021-02-17T01:44:22
5‘ 7 Spectrometer 499.92 Fa00
§ Frequency
*18  Nucleus 1H
F300
F200
k100
N N P |
14 13 12 11 10 9 8 7 6 5 4 3 2 1 0 -1 -2
1 (ppm)

S-52



CARBON_01 — —

FLUORINE_01 — —

~120000

110000

~100000

90000

80000

70000

60000

50000

40000

30000

20000

10000

r-10000

50000

45000

40000

35000

30000

25000

20000

15000

10000

~5000

LE3MRINIENBSNBIINAARNSTREESIRA o
RRRGSSSSonRRRANRRSSSRRRRASEEE 55
TSN N N ————— %
Parameters NOTs
Parameter Value
1 Data File Name /Volumes/ rmn500data/ CF3
Ollevier/ CV-
X1-117_20210217_01/ 11
CARBON_01.fid/ fid Br
2 Origin Varian
3 Solvent cdcl3
4  Temperature 22.0
5 Number of Scans 5000
6 Acquisition Date 2021-02-17T01:52:58
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
|
| AL | NN
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -0
f1 (ppm)
308
Parameters 4 8
Parameter Value | NOTs
1 Data File Name /Volumes/ rmn500data/
Ollevier/ CV-
X1-117_20210217_01/ CFS
FLUORINE_01.fid/ fid .
2 Origin Varian Br 11
3  Solvent cdcl3
4  Temperature 22.0
5 Number of Scans 16
6 Acquisition Date 2021-02-17T01:47:47
7 Spectrometer 470.35
Frequency
8 Nucleus 19F
L
3b Zb 1‘() 6 710 72‘0 73‘0 J‘IO 75‘0 76‘0 77‘0 4‘30 4‘30 71‘00 71‘10 71‘20 71‘30 71‘40 71‘50 71‘60 71‘70 71‘80 71‘90 -200
1 (ppm)

S-53
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1-(3-Bromophenyl)-2,2,2-trifluoroethan-1-one O-tosyl oxime k1

PROTON_01 — —

CARBON_01 — —

S-54

SE255DNZE3888083333333 R INNNARRRE 3 [7%°
REAEARAEAEASAEAENE NSNS SRS AE AR AE AR N oo
NOTs
Parameters
F650
Parameter Value CF
1 Data File Name /Volumes/ rmn500data/ 3 k600
Ollevier/ CV- k1
X1-1052_20210216_01/ | || [ Lsso
PROTON_O01.fid/ fid B
2 Origin Varian r [>00
3 Solvent cdcl3 Laso
4  Temperature 22.0
5 Number of Scans 8 [400
6 Acquisition Date 2021-02-16T19:35:38 L350
7 Spectrometer 499.92
Frequency L300
8 Nucleus 1H
F250
200
F150
! |
| 100
I}
Fso
L A J A l‘ L Lo
T T T T T QO\OQﬂNNN\F‘ T T T T - T T T T T
14 13 12 11 10 9 8 6 5 4 3 2 1 0 -1 -2
f1 (ppm)
160000
SONCESANTIIINRIANSSINNSIBITSIAIRIIRINIAESGR PR
NN ee R IR Ro 33 3RREERRRT 84D e 150000
"”””‘”””‘1111111111"1“1“?1'111;;:;:5‘:7:‘5;:‘; "‘\/“‘
LA S NOTs 1140000
Parameters
Parameter Value CF 130000
1 Data File Name /Volumes/ rmn500data/ 3
Ollevier/ CV- ki 120000
X1-105a_20210216_01/ L110000
CARBON_O1.fid/ fid
2 Origin Varian Br (100000
3  Solvent cdcl3
4  Temperature 22.0 0000
5 Number of Scans 5000 L80000
6 Acquisition Date 2021-02-16T19:44:48
7 Spectrometer 125.72 [70000
Frequency L 60000
8 Nucleus 13C
F50000
F40000
~30000
F-20000
F10000
|
! J W B Lo
-10000
2%0 22‘0 2‘10 260 léO lé() 1‘70 1%0 1%0 11“00 13‘0 12‘0 1‘10 160 9b 8‘0 7‘0 6‘0 5‘0 4‘0 3‘0 2‘0 lb 6 710
1 (ppm)



Parameters G| 8 F110000
Parameter Value i
1 Data File Name /Volumes/ rmn500data/ NOTS (100000
Ollevier/ CV-
XI-105a_20210216_01/ CF
FLUORINE_O1.fid/ fid 3 [o0000
2 Origin Varian k1
3 Solvent cdcl3 [80000
4  Temperature 22.0 Br
5 Number of Scans 16 70000
6 Acquisition Date 2021-02-16T19:39:37
7 Spectrometer 470.35 160000
| Frequency
|
3 8 Nucleus 19F 50000
H
g
z 40000
30000
20000
F10000
ro
F-10000
3 20 10 0  -10 -20 -30 -40 50 60 -70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
f1 (ppm)
2,2,2-Trifluoro-1-(4-(trifluoromethyl)phenyl)ethan-1-one O-tosyl oxime I1
3355858555883 888RRBALNAYITTLLRRA 35 e
N NN S S S ey S L1500
Parameters NOTS L1400
Parameter Value
1 Data File Name /Volumes/ rmn500data CF3 [0
Ollevier/ CV- F1200
XI-145b_20210222_01/ ]} //} F §|
PROTON_O1.fid/ fid 3 1100
2 Origin Varian
3  Solvent cdcl3 [
4  Temperature 22.0 f900
/|5 Number of Scans 8
F800
116 Acquisition Date  2021-02-22T22:37:27
=
2|7 Spectrometer 499.92 F700
5 Frequency
& L
8 Nucleus H 600
500
400
300
F200
H\ 100
‘\
ro
T T T T T T ﬁ\oooor‘"‘\ T T T T - T T T T T
14 13 12 11 10 9 8 5 4 3 2 1 0 -1 -2

6
1 (ppm)

S-55



[0LBRIENIIDSE8aS 8 o~ 13000
=z NOTs
N N —t——— N L 12000
Parameters CF3
Parameter Value F11000
1 Data File Name /Volumes/ rmn500data/ CF 1
Ollevier/ CV- 3 10000
X1-145b_20210222_01/
CARBON_01.fid/ fid Loooo
2 Origin Varian
3  Solvent cdcl3 (8000
4  Temperature 22.0
/|5 Number of Scans 5000 [7o0
116 Acquisition Date 2021-02-22T22:46:52
S F6000
g‘7 Spectrometer 125.72
2 Fre
g quency L s000
8 Nucleus 13C
F4000
3000
2000
F1000
- | s
F-1000
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
f1 (ppm)
A3
Seemg
Parameters w\u;/w/w Laso00
Parameter Value NOTS
1 Data File Name / Volumes/ rmn500data/
Ollevier/ CV-
X1-145b_20210222_01/ CF3
FLUORINE_O1.fid/ fid 20000
2 Origin Varian CF 1
3 Solvent cdel3 3
4 Temperature 22.0
5 Number of 16
Scans L 15000
6 Acquisition 2021-02-22722:41:37
| Date
117 Spectrometer 470.35
] Frequency
H
58 Nucleus 19F 110000
F5000
o
3 20 10 0 -0 -20 -30 -40 -5 60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
1 (ppm)

S-56



2,2,2-Trifluoro-1-(2-methoxyphenyl)ethan-1-one O-tosyl oxime m1

PROTON_01 — —

CARBON_01 — —

S-57

[FL1iuu
e BEITTLLLLIIRNNRAIC288858858883a8RR 59
RN NN NN A A A ) ) 1000
Parameters NOTS
F900
Parameter Value
1 Data File Name / Volumes/ rmn500data, CF3
Ollevier/ CV- (800
X1-129_20210210_01/ | /
PROTON_01.fid/ fid OMe
2 Origin Varian mi 7%
3 Solvent cdcl3
4  Temperature 22.0 [600
5 Number of Scans 8
6 Acquisition Date  2021-02-10T19:41:52 F500
|7 Spectrometer 499.92
Frequency
400
8 Nucleus H
300
200
100
A A Lo
Fo¥edran Fo i)
‘ ; ; ; ; ; el ; — . ‘ ; ; ;
14 13 12 11 10 9 8 6 5 4 3 1 0 -1 -2
1 (ppm)
F50000
SRR EB2GIRRBBRINEEIIESIRAIBRALTIELRERARIRA o o~
niiniiniiniiniiniiniin 1111111111115 A '@L:;;:JJ‘J hniniiniieg n N\/“‘ La5000
Parameters
Parameter Value NOTs L 40000
1 DataFile Name /Volumes/ rmn500data/
Ollevier/ CV- CF3
X1-129_20210210_01/ 35000
CARBON_O01.fid/ fid
2 Origin Varian OMe
3 Solvent cdcl3 m1i [F30000
4  Temperature 22.0
5 Number of Scans 5000 t-25000
6 Acquisition Date 2021-02-10T19:50:58
7 Spectrometer 125.72
Frequency 20000
8 Nucleus 13C
15000
F10000
5000
p ! [
Al WL . 1 Lo
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 8 70 60 50 40 30 20 10 0  -lo
1 (ppm)



FLUORINE_01 — —

PROTON_01 — —

Parameters z3 NOTs  fso0
Parameter Value Vv L70000
1 Data File Name /Volumes/ rmn500data/ CF
Ollevier/ CV- 3 Lesooo
XI1-129_20210210_01/
FLUORINE_O1.fid/ fid OMe  feoo00
2 Origin Varian
55000
3 Solvent cdcl3 m1
4 Temperature 22.0 (50000
5 Number of 16
Scans (45000
6 Acquisition Date 2021-02-10T19:45:53 L0000
7 Spectrometer 470.35
Frequency 35000
8 Nucleus 19F
30000
25000
20000
15000
~10000
k5000
. Fo
F-5000
-10000
;O Zb lb 6 —10 —éO —§0 —40 —%O —éO —}0 —éO —éO —fOO —1&0 —150 —150 —120 —1;0 —1%0 —f70 —1&0 —150 —250
f1 (ppm)
2,2,2-Trifluoro-1-(2-fluorophenyl)ethan-1-one O-tosyl oxime n1
OO NUOUMANN—OOOO®OWIMNIMNCD WISt~ O0WOW!LmMmN ~ o 900
SRR A R R R R N I R 5¢
PEAEANEARAENEAEANEAAENENINGNG S ABEASASAEAEABMENEAAN)
g e NOTs
Parameters 800
Parameter Value CF3
1 Data File Name /Volumes/ rmn500data/
Ollevier/ CV- F [7e°
XI-155A_20210210_01/
PROTON_01.fid/ fid ni
2 Origin Varian [600
3 Solvent cdcl3
4 Temperature 22.0 Lsoo
5 Number of Scans 8
6 Acquisition Date 2021-02-10T22:46:11
7 Spectrometer 499.92 400
Frequency
8 Nucleus 1H
300
F200
F100
I
f
- ro
4 s o)
14 13 12 11 10 9 8 7 5 4 3 2 1 0 -1 -2

6
1 (ppm)

S-58



CARBON_01 — —

FLUORINE_01 — —

COMNMTOROMNOARTDWOOTOONORMNONHIN®MN I RINHINOOOOOTOd©ma
EEBRENQBREGEINEEIBBNRRNNSECCRAFNBLIISRESRIRCAIS o0y
B AR RN h ARl r AN MM mMmmenea AR IIRREN s s 88880l o
1111111‘111;&T/””\:T::‘jfj‘jj:::"*”"*”"‘*””"””"””:_;‘?‘,L“
Parameters NOTs
Parameter Value
1 Data File Name /Volumes/ rmn500data/ CF3
Ollevier/ CV-
XI-155A_20210210_01/
CARBON_01.fid/ fid F
2 Origin Varian ni
3 Solvent cdcl3
4  Temperature 22.0
5 Number of Scans 5000
6 Acquisition Date 2021-02-10T22:55:13
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
i )
| f
{ L
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 8 70 60 50 40 30 20 10 0 -10
f1 (ppm)
N~ oo ERC R A R
Parameters 3355 EEEEEEEER
Parameter Value ~ e NOT:
1 Data File Name / Volumes/ rmn500data/ S
Ollevier/ CV-
XI-155A_20210210_01/ CF3
FLUORINE_O1.fid/ fid
2 Origin Varian F
3  Solvent cdcl3
4 Temperature  22.0 ni
5 Number of 16
Scans
6 Acquisition 2021-02-10T22:50:08
Date
7 Spectrometer 470.35
Frequency
8 Nucleus 19F
3‘0 2‘0 1‘() 6 710 72‘0 73‘0 71‘00 75‘0 76‘0 77‘0 4‘30 4‘30 71‘00 71‘10 71‘20 71‘30 71‘40 71‘50 71‘60 71‘70 71‘80 71‘90 -200
f1 (ppm)

S-59

~80000

75000

70000

65000

60000

55000

50000

45000

40000

35000

30000

25000

20000

15000

10000

~5000

-5000

45000

40000

35000

30000

25000

20000

15000

10000

5000

-5000

. ~-10000



3-(4,4'-Biphenyl)-3-(trifluoromethyl)diaziridine a2

TR25822353723% 85 3% Looo
AN, (RN HN—-NH
Parameters 800
Parameter Value ‘ CFS
1 Data File Name /Volumes/ rmn500data/
Ollevier/ CV- Ph L700
XIV-43_20210304_01/ [/ a2
PROTON_01.fid/ fid
2 Origin Varian F600
3  Solvent cdcl3
4  Temperature 21.0
/|5 Number of Scans 8 =00
116 Acquisition Date 2021-03-04T12:05:45
2|7 Spectrometer 499.92 Laoo
o Frequency
*18 Nucleus 1H
F300
200
‘\
k100
L ]
A Lo
P .
14 13 12 11 10 9 8 6 4 3 2 1 0 -1 -2
1 (ppm)
£35333088532588 N HN—NH  fso000
222 LSRNNARNNINRSR MR
AR RSy ninlininiindinke i CF3
Parameters 80000
Parameter Value Ph
1 DataFile Name /Volumes/ rmn500data/ a2
Ollevier/ CV- 70000
XIV-43_20210304_01/
CARBON_O01.fid/ fid
2 Origin Varian 60000
3 Solvent cdcl3
4  Temperature 21.0 Ls0000
1|5 Number of Scans 2000
116 Acquisition Date 2021-03-04T12:14:47
S
2|7 Spectrometer 125.72 40000
g Frequency
“l8  Nucleus 13C
~30000
+20000
F10000
LA 1, n i \ Lo

T T T T T T T T T T T T T T
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)

S-60



FLUORINE_01 — —

3-(Naphthalin-2-yl)-3-(trifluoromethyl)diaziridine b2

PROTON_01 — —

Parameters [N 75000
HN-NH
Parameter Value L70000
1 Data File Name /Volumes/ rmn500data/ CF
Ollevier/ CV- 3 F65000
XIV-43_20210304_01/
FLUORINE_O1.fid/ fid Ph 60000
2 Origin Varian a2
3 Solvent cdcl3 [>°0%
4  Temperature 21.0 Ls0000
5 Number of Scans 16
6 Acquisition Date 2021-03-04T12:10:00 [45000
7 Spectrometer 470.35
40000
Frequency
8 Nucleus 19F L35000
~30000
F25000
20000
F15000
~10000
5000
L o
F-5000
3 20 10 0  -10 -20 -30 -40 50 60 -70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200

f1 (ppm)

[FLivu
228885838350 R28080 aSma
PRTTLTERTIEILLEY SR HN-NH L1000
P 1
arameters CF3 L ooo
Parameter Value
1 Data File Name /Volumes/ rmn500data
Ollevier/ CV- b2 800
Xlll-75a_20210314_01
PROTON_01.fid/ fid
2 Origin Varian 7o
3 Solvent cdcl3
4 Temperature 78.0 [600
5 Number of Scans 8
6 Acquisition Date 2021-03-14719:35:28 Lsoo
7 Spectrometer 499.92
Frequency
8 Nucleus H 4o
k300
200
100
A_A.M_WJ .,
JATS Y
14 13 12 11 10 9 8 7 4 3 0 -1 -2

6
1 (ppm)

S-61



CARBON_01 — —

FLUORINE_01 — —

~40000

35000

30000

25000

20000

15000

10000

5000

70000

65000

60000

55000

50000

45000

40000

35000

30000

25000

20000

15000

~10000

5000

o

~-5000

S83BLYEHISBERET aEan
TNG B VB NNN ST NS
SRR XRRNRNEIIRR © 0 @
Parameters
Parameter Value CFS
1 Data File Name / Volumes/ rmn500data/
Ollevier/ CV- b2
XllI-75a_20210314_01/
CARBON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 78.0
5 Number of Scans 20000
6 Acquisition Date 2021-03-14T19:43:54
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
” ‘ |
oL i |
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)
Parameters [N
Parameter Value HN-=NH
1 Data File Name / Volumes/ rmn500data/
Ollevier/ CV-
Xlll-75a_20210314_01/ CFS
FLUORINE_O1.fid/ fid
2 Origin Varian b2
3 Solvent cdcl3
4  Temperature 78.0
5 Number of Scans 16
6 Acquisition Date 2021-03-14T19:38:48
7 Spectrometer 470.35
Frequency
8 Nucleus 19F
3 20 10 0 -0 -20 -30 -40 -5 60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
1 (ppm)

S-62



3-(-4-Benzyloxyphenyl)-3-(trifluoromethyl)diaziridine c2

PROTON_01 — CV_XIV-65b —

CARBON_01 — CV_XIV-65b —

YRR 8 T 8
e 1 ToT HN-NH
Parameters
Parameter Value CF3
1 Data File Name / Volumes/ nmr400data/
Ollevier/ CV- / [ { /an) c2
XIV-65b_20210305_01/
PROTON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 22.0
5 Number of Scans 8
6 Acquisition Date 2021-03-05T718:50:17
7 Spectrometer 399.78
Frequency
8 Nucleus 1H
k
Il 1 I T
13 12 1 10 9 8 7 6 5 2 3 2 0 A 2
1 (ppm)
E RORRIN=E8TRE m no s w
3 2RAZXBRNEING Y S @~
2 T HN-NH
Parameters
Parameter Value CF3
1 Data File Name / Volumes/ nmr400data/
%l{?—\g;rt{_%mosos_ow BnO c2
CARBON_O1.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 22.0
5 Number of Scans 10000
6 Acquisition Date 2021-03-06T01:17:44
7 Spectrometer 100.53
Frequency
8 Nucleus 13C
1 i
; i\ A S, el A
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 S0 40 30 20 10 0  -lo
1 (ppm)

S-63

650

600

550

500

450

400

350

300

250

200

150

100

50

100000

90000

~80000

70000

60000

~50000

40000

30000

20000

~10000




FLUORINE_01 — CV_XIV_65b —

PROTON_01 — —

3 F16000
Parameters 2
Parameter Value HN-NH 15000
1 Data File Name /Volumes/ nmr400data/ 14000
Ollevier/ CV- CF3
XIV-65b_20210305_01/ L 13000
FLUORINE_O01.fid/ fid
2 Origin Varian BnO c2 12000
3 Solvent cdcl3
11000
4  Temperature 22.0
5 Number of Scans 16 10000
6 Acquisition Date 2021-03-05T18:52:48 5000
7 Spectrometer 376.13
Frequency L8000
8 Nucleus 19F
F7000
16000
5000
F4000
3000
+2000
F1000
I Lo
F-1000
0 10 0 -10 -20 -30 -40 -50 -60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190
1 (ppm)
Bis-(4,4’-biphenyl)-3-(trifluoromethyl)diaziridine d2
RRR333 8 R
rk\&h»\ T T 2500
HN-NH
Parameters
Parameter Value CF
1 Data File Name / Volumes/ rmn500data/ 3
Ollevier/ CV- 2000
Xlll-79a_20210319_01/
PROTON_01.fid/ fid d2
2 Origin Varian CF3
3 Solvent cdcl3
4 Temperature 90.0 HN-NH [1soo
5 Number of Scans 8
6 Acquisition Date 2021-03-19T19:45:56
7 Spectrometer 499.92
Frequency 1000
8 Nucleus 1H
500
JM—
\ o
Fo A
T T T T T T T i T T T T \N ” T T T 1
14 13 12 11 10 9 8 7 5 4 3 2 0 -1 -2

6
1 (ppm)
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CARBON_01 — —

FLUORINE_01 — —

Parameter
1 Data File Name

2 Origin Varian
3 Solvent cdcl3
4  Temperature 90.0
5 Number of Scans 20000
6 Acquisition Date 2021-03-19T19:55:01
7 Spectrometer 125.72
Frequency
8 Nucleus 13C

Xll1-79a_20210319_01/
CARBON_01.fid/ fid

2e8RsRAM
IRRRNEIRR
[ Y=
Parameters
Value
/ Volumes/ rmn500data/
Ollevier/ CV-

[l I\ - "

T T T
230 220 210 200

T T T T T
190 180 170 160 150 140

T T T
130 120 110

T T T T T T T T T T T
100 90 80 70 60 50 40 30 20 10 0 -10

F65000

60000

55000

50000

45000

~40000

35000

~30000

25000

20000

15000

10000

5000

-5000

14000

13000

12000

11000

10000

9000

~8000

7000

6000

5000

4000

3000

2000

1000

~-1000

1 (ppm)
Parameters [N
Parameter Value
1 Data File Name / Volumes/ rmn500data/ _
Ollevier/ CV- HN-NH
XlI-79a_20210319_01/
FLUORINE_O1-fid/ fid CF3
2 Origin Varian
3 Solvent cdcl3
4  Temperature 90.0 CF d2
5 Number of Scans 16 3
6 Acquisition Date 2021-03-19T19:49:54
HN=NH
7 Spectrometer 470.35
Frequency
8 Nucleus 19F
3 20 10 0 -0 -20 -30 -40 -5 60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
1 (ppm)

S-65



3-(p-Tolyl)-3-(trifluoromethyl)diaziridine e2

PROTON_01 — —

CARBON_01 — —

T © 0o
RN R HN-NH
Parameters
CF3
Parameter Value
1 Data File Name /Volumes/ rmn500data/
Ollevier/ CV- e2
Xl-75b_20210325_01/ /
PROTON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 90.0
5 Number of Scans 8
6 Acquisition Date 2021-03-25T20:15:22
7 Spectrometer 499.92
Frequency
8 Nucleus 1H
| |
I rAT
T T T T T T s T T T T T ° e T T T T
14 13 12 11 10 9 7 6 4 3 2 1 0 -1 -2
1 (ppm)
¥ERIETT 2553 o
SRAINRINY 2250 s
[ = e [
Parameters HN-NH
Parameter Value
1 Data File Name /Volumes/ rmn500data/ CF3
Ollevier/ CV-
XlI1-75b_20210325_01/
CARBON_O01.fid/ fid e2
2 Origin Varian
3 Solvent cdcl3
4  Temperature 90.0
5 Number of Scans 20000
6 Acquisition Date 2021-03-25T20:23:55
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
| ‘
L. Il , . |
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)

S-66

1800

1700

1600

1500

1400

1300

1200

1100

1000

~900

800

700

600

500

400

300

200

100

-100

70000

65000

60000

55000

~50000

45000

40000

35000

30000

25000

20000

15000

10000

5000

~=5000




FLUORINE_01 — —

Parameters N
Parameter Value HN—NH 2300
1 Data File Name /Volumes/ rmn500data/
Ollevier/ CV- CF3  [so000
XII-75b_20210325_01/
FLUORINE_01.fid/ fid e2 L 45000
2 Origin Varian
3 Solvent cdcl3
F40000
4  Temperature 90.0
5 Number of Scans 16 35000
6 Acquisition Date 2021-03-25T20:19:21
7 Spectrometer 470.35
Frequency 30000
8 Nucleus 19F
F25000
+20000
F15000
10000
F5000
A o
F-5000
30 20 10 0  -10 -20 -30 -40 -5 60 -70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
1 (ppm)

3-(4-Tert-butylphenyl)-3-(trifluoromethyl)diaziridine f2

PROTON_01 — —

AR SR NI 4 F5500
—_——
- HN-NH
Parameters 5000
Parameter Value CF3
1 Data File Name /Volumes/ rmn500data/ (4500
Ollevier/ CV- ) f2
XIll-115b_20210321 01/ || , Bu oo
PROTON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3 300
4  Temperature 90.0
5 Number of Scans 8 3000
6 Acquisition Date 2021-03-21T21:15:21
7  Spectrometer 499.92 2500
Frequency
8 Nucleus H 2000
k1500
1000
k500
‘\
A | | L Lo
15 T
T T T T T T T - T T T T T . . T z T T T T F-500
14 13 12 11 10 9 8 7 4 3 2 1 0 -1 -2

6
f1 (ppm)
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CARBON_01 — —

FLUORINE_01 — —

85000

~80000

75000

70000

65000

60000

55000

50000

45000

40000

35000

~30000

25000

20000

15000

10000

5000

ro

~-5000

~90000

85000

80000

75000

70000

65000

60000

55000

50000

45000

40000

35000

30000

25000

20000

15000

10000

5000

ro

-5000

2 5838883 sagon o HN-NH
2 SRNCINE BRE R
S\ N I CF
Parameters 3
Parameter Value
; tBu f2
1 Data File Name / Volumes/ rmn500data/
Ollevier/ CV-
XIlI-115b_20210321_01/
CARBON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 90.0
5 Number of Scans 20000
6 Acquisition Date 2021-03-21T21:17:01
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
I}
“‘;‘ i I
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)
Parameters N
Parameter Value
) HN—-NH
1 Data File Name / Volumes/ rmn500data/
Ollevier/ CV-
XIll-115b_20210321_01/ CF3
FLUORINE_O1.fid/ fid
2 Origin Varian Bu 2
3 Solvent cdcl3
4  Temperature 90.0
5 Number of Scans 16
6 Acquisition Date 2021-03-22T08:43:16
7 Spectrometer 470.35
Frequency
8 Nucleus 19F
TR N
3 20 10 0 -0 -20 -30 -40 -5 60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
1 (ppm)
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3-(4-Methoxyphenyl)-3-(trifluoromethyl)diaziridine g2

PROTON_01 — —

CARBON_01 — —

EEEEES S 8 gIng 2%
NN P NNON N
—y = 2R HN—NH Losoo
Parameters
2400
Parameter Value CF3
1 Data File Name /Volumes/ rmn500data/ L2200
Ollevier/ CV- MeO 92
XIV-65a_20210309_01/ L2000
PROTON_01.fid/ fid
2 Origin Varian L1800
3 Solvent cdcl3
4  Temperature 21.0 1600
5 Number of Scans 8
6 Acquisition Date 2021-03-09T18:10:35 1
7 Spectrometer 499.92 L1200
Frequency
8 Nucleus H L1000
~800
~600
400
=200
1
B DN SN N Lo
Lo 4 r T
L N - [-200
i T T T T T T T T T T T T T T 1
14 13 12 11 10 9 8 6 4 2 1 0 -1 -2
1 (ppm)
<+ O QWO W N [ 110000
NS 2388208 seneg
g SRINRRS BELE S
SN\ = HN-NH 100000
Parameters
Parameter Value CF3 L 90000
1 Data File Name /Volumes/ rmn500data/
Ollevier/ CV- 2
XIV-65aC_20210309_01/ MeO 9 80000
CARBON_O01.fid/ fid
2 Origin Varian L70000
3 Solvent cdcl3
4  Temperature 21.0 L60000
5 Number of 2000
Scans
6 Acquisition Date 2021-03-09T18:21:59 50000
7 Spectrometer 125.72
Frequency (40000
8 Nucleus 13C
-30000
20000
10000
' | "
. L l\ Lo
T T T T T T T T T T T T T T T T T T T T T T T T T r-10000
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)
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FLUORINE_01 — —

55000

50000

45000

40000

35000

30000

25000

20000

15000

10000

5000

~-5000

°
Parameters 8 HN—-NH
Parameter Value

1 Data File Name /Volumes/ rmn500data/ CF3
Ollevier/ CV-
XIV-65a_20210309_01/ 92
FLUORINE_01.fid/ fid MeO

2 Origin Varian

3 Solvent cdcl3

4  Temperature 21.0

5 Number of Scans 16

6 Acquisition Date 2021-03-09T18:14:38

7 Spectrometer 470.35

Frequency
8 Nucleus 19F
30 20 10 0  -10 -20 -30 -40 -5 60 -70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200

1 (ppm)

3-Phenyl-3-(trifluoromethyl)diaziridine h2

PROTON_01 — CV-XIV-65C —

mowTTTTOMAMM o
VBT TTITTITITMM MM
NNNNNNNNNNNNN

HN-=NH

6
1 (ppm)

S-70

Parameters
CF3
Parameter Value
1 Data File Name / Volumes/ nmr400data/ h2
Ollevier/ CV-
XIV-65C_20210309_01/
PROTON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 22.0
5 Number of Scans 8
6 Acquisition Date 2021-03-09T18:29:14
7 Spectrometer 399.78
Frequency
8 Nucleus H
\ }L Pt )
A
13 12 1 10 9 8 7 : 5 2 2 1 0 A

800

750

700

650

600

550

500

450

400

350

300

250

200

150

100

50




CARBON_01 — CV_XIV_65CC —

FLUORINE_01 — CV-XIV-65C —

f1 (ppm)

S-71

[F£uuuu
38233389 Temn 19000
EREEREREES BRREG HN-NH 18000
By G N
Parameters [17000
CF3 i
Parameter Value 16000
1 Data File Name /Volumes/ nmr400data/ h2 F15000
Ollevier/ CV-
XIV-65CC_20210309_01/ 14000
CARBON_O01.fid/ fid 13000
2 Origin Varian
F12000
3 Solvent cdcl3
4 Temperature 22.0 11000
5 Number of 10000 10000
Scans Loooo
6 Acquisition Date 2021-03-10T00:59:32 5000
|7 Spectrometer  100.53
Frequency (7000
8 Nucleus 13C 6000
~5000
4000
3000
I 2000
' l ‘l\ ] 1000
LML i | [,
~-1000
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 S0 40 30 20 10 0  -lo
1 (ppm)
°
© 7000
Parameters [N
Parameter Value HN-NH 16500
1 Data File Name /Volumes/ nmr400data/
Ollevier/ CV- 6000
XIV-65C_20210309_01/ CF3
FLUORINE_O1.fid/ fid h2 k5500
2 Origin Varian
3 Solvent cdcl3 [5000
4  Temperature 22.0
4500
5 Number of Scans 16
6 Acquisition Date 2021-03-09T18:31:06 F4000
7 Spectrometer 376.13
Frequency 3500
8 Nucleus 19F
3000
F2500
2000
k1500
F1000
500
, | A o
F-500
20 10 0 -lo 20 -30 -40 -5 60 -70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190



3-(4-Fluorophenyl)-3-(trifluoromethyl)diaziridine i2

PROTON_01 — —

CARBON_01 — —

1700
¥5E388590550983 5 8K
NN NN R NN 7o HN=NH [ 1600
Parameters 1500
Parameter Value CF3 [ 1400
1 Data File Name /Volumes/ rmn500data/ .
Paquin/ CV- F i2 F1300
XII-85A_20210310_01/
PROTON_01.fid/ fid 1200
2 Origin Varian 1100
3 Solvent cdcl3
1000
4  Temperature 21.0
5 Number of Scans 8 900
6 Acquisition Date 2021-03-10T19:27:38 L 800
7 Spectrometer 499.92
Frequency 700
8 Nucleus 1H Leoo
500
F400
300
F-200
k100
L -0
!y 11
T T T T T T T - ’_‘\ T T T T - . T T T T
14 13 12 11 10 9 8 6 5 4 2 1 0 -1 -2
1 (ppm)
wn © ST OMmMTMNNO MmN 120000
[ IARRISIRDE NgEn
ge SENNSINRET BRNR
\/ =\ N HN-NH F-110000
Parameters
Parameter Value CF3 1100000
1 Data File Name /Volumes/ rmn500data/ .
Paquin/ CV- F i2 50000
XII1-85A_20210310_01/
CARBON_O01.fid/ fid
2 Origin Varian 8000
3 Solvent cdcl3
70000
4  Temperature 21.0
5 Number of Scans 20000 | 60000
6 Acquisition Date 2021-03-10T19:37:06
7 Spectrometer 125.72
50000
Frequency
8 Nucleus 13C
40000
30000
20000
) 10000
| N
A l A \ i A ‘_J_A—l. Lo
+-10000
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -1o
1 (ppm)
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FLUORINE_01 — —

PROTON_01 — —

Parameters & 2
Parameter Value HN—-NH 60000
1 Data File Name /Volumes/ rmn500data/
Paquin/ CV- CF3 F55000
XI1-85A_20210310_01/
FLUORINE_O1.fid/ fid F i2 50000
2 Origin Varian
3  Solvent cdcl3 (45000
4  Temperature 21.0
5 Number of Scans 16 40000
6 Acquisition Date 2021-03-10T19:31:43
7 Spectrometer  470.35 35000
Frequency
8 Nucleus 19F 30000
F25000
(20000
F15000
F10000
5000
I
o
~-5000
30 20 10 0  -10 -20 -30 -40 -5 60 -70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
1 (ppm)
3-(4-Bromophenyl)-3-(trifluoromethyl)diaziridine j2
- 190u
o ® O oo - - 1800
o . HN-NH
RRBA2Q s R
[rRGNINING T 1700
S CFs
Parameters 1600
Parameter Value B 12 L1500
1 Data File Name / Volumes/ rmn500data/
Ollevier/ CV- [reo0
XI1-69d_20210321_01/ L1300
PROTON_O01.fid/ fid
2 Origin Varian [1200
3 Solvent cdcl3 1100
4  Temperature 90.0 L1000
5 Number of Scans 8
6 Acquisition Date 2021-03-21T09:38:52 [°°
7 Spectrometer 499.92 800
Frequency 700
8 Nucleus 1H
F600
k500
F400
F300
200
100
I I}
D/ G W, WY Lo
i T 3 100
T T T T T T T . T T T T - < T T T T 1
14 13 12 11 10 9 8 7 4 3 2 1 0 -1 -2

6
1 (ppm)
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CARBON_01 — —

FLUORINE_01 — —

75000

70000

65000

60000

55000

~50000

45000

40000

35000

~30000

25000

20000

15000

~10000

5000

~=5000

120000

110000

100000

~90000

80000

70000

60000

50000

~40000

30000

~20000

10000

-10000

2¥aIRIAS N T
=\ = N
Parameters CF3
Parameter Value

1 Data File Name / Volumes/ rmn500data/ Br 12

Ollevier/ CV-

Xlll-69d_20210321_01/

CARBON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 90.0
5 Number of Scans 20000
6 Acquisition Date 2021-03-21T09:47:55
7 Spectrometer 125.72

Frequency
8 Nucleus 13C
[}
Al i
230 220 210 200 19 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)
Parameters <
Parameter Value HN—-NH

1 Data File Name / Volumes/ rmn500data/

Ollevier/ CV- CF3

XI1-69d_20210321_01/

FLUORINE_O01.fid/ fid i2
2 Origin Varian Br ]
3 Solvent cdcl3
4  Temperature 90.0
5 Number of Scans 16
6 Acquisition Date  2021-03-21T09:42:52
7 Spectrometer 470.35

Frequency
8 Nucleus 19F
3 20 10 0 -0 -20 -30 -40 -5 60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
1 (ppm)

S-74



3-(3-Bromophenyl)-3-(trifluoromethyl)diaziridine k2

900
R8ABAmmRl 8 X HN-NH 850
W | | CF3 Ls00
Parameters [0
Parameter Value k2
1 Data File Name / Volumes/ rmn500data/ [700
Ollevier/ CV- Br Leso
XIl1-115a_20210316_01/
PROTON_O01.fid/ fid (600
2 Origin Varian Lsso
3 Solvent cdcl3
4 Temperature 78.0 [s00
1|5 Number of Scans 8 Laso
116 Acquisition Date 2021-03-16T19:35:54 200
g‘ 7 Spectrometer 499.92
é Frequency k350
*|'8  Nucleus 1H Ls00
250
F200
k150
k100
50
-0
PL0 1T -0
T T T T T T T . T T T \ﬁ - T T T T T
14 13 12 11 10 9 8 6 4 3 2 1 0 -1 -2
1 (ppm)
RRRIATIERE 2R HN—NH F50000
MmmaS8INRT PRGN
=\ Ve N CFE
Parameters 3 (45000
Parameter Value
1 Data File Name /Volumes/ rmn500data/ k2 L 40000
Ollevier/ CV- Br
Xll1-115a_20210316_01/
CARBON_O01.fid/ fid 35000
2 Origin Varian
3 Solvent cdcl3 | 30000
4  Temperature 78.0
|5 Number of Scans 20000
116 Acquisition Date 2021-03-16T19:43:57 25000
3
g‘ 7 Spectrometer 125.72
4 Frequency L20000
“l8  Nucleus 13C
F15000
10000
5000
1
| A ol L
F-5000

T T T T T T T T T T T T T T T T T T T T T T T T T
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)

S-75



130000

i HN-NH
Parameters N
Parameter Value CF [ 120000
1 Data File Name /Volumes/ rmn500data/ 3
Ollevier/ CV- (110000
XIll-115a_20210316_01/ k2
FLUORINE_O1.fid/ fid Br L 100000
2 Origin Varian
3  Solvent cdcl3 90000
4  Temperature 78.0
5 Number of Scans 16 80000
6 Acquisition Date 2021-03-16T719:39:18
7 Spectrometer 470.35 70000
| Frequency
;' 8 Nucleus 19F 60000
g
8 F-50000
F40000
30000
(20000
~10000
o
F-10000
30 20 10 0  -10 -20 -30 -40 -5 60 -70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
1 (ppm)
3-(4-Trifluoromethylphenyl)-3-(trifluoromethyl)diaziridine 12
1800
RRRRRRRNRIRRRRRRRES ERSIE 00
17
AN ARSI N HN—-NH
i 1600
Parameters CF
Parameter Value 3 [0
1 Data File Name /Volumes/ rmn500data/ F 12 t-1400
Ollevier/ CV- 3
XIll-85¢_20210326_01/ [1oe
PROTON_01.fid/ fid L1200
2 Origin Varian
3 Solvent cdcl3 (e
4  Temperature 90.0 1000
|5 Number of Scans 8 Looo
116 Acquisition Date 2021-03-26T19:34:01
2|7  Spectrometer 499.92 800
§ Frequency L7200
*I'8  Nucleus 1H
600
k500
F400
300
F200
k100
A . A Fo
T T T T T T T . T T T T \o - T T T T 1
14 13 12 11 10 9 8 7 6 5 4 3 2 1 0 -1 -2
1 (ppm)
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CARBON_01 — —

FLUORINE_01 — —

22000

21000

20000

19000

18000

17000

16000

15000

14000

13000

12000

11000

10000

9000

8000

7000

6000

5000

4000

3000

2000

1000

~-1000

-2000

45000

40000

35000

30000

25000

20000

15000

10000

5000

~-5000

IRISALEITIBRNTE NN oo
REEENRRIINNRSR RO
Parameters
Parameter Value CFS
1 Data File Name /Volumes/ rmn500data/
Ollevi -
evier/ CV CF3 12
XllI-85¢_20210326_01/
CARBON_01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 90.0
5 Number of Scans 20000
6 Acquisition Date 2021-03-26T19:43:11
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
I
"
I Mh I .
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)
Parameters 3 [N
Parameter Value HN-NH
1 Data File / Volumes/
Name rmn500data/ Ollevier/ CFS
Cv-
XI11-85¢_20210326_01/
FLUORINE_01.fid/ fid CFS |2
2 Origin Varian
3  Solvent cdcl3
4  Temperature 90.0
5 Number of 16
Scans
6 Acquisition 2021-03-26T19:38:05
Date
7 Spectrometer 470.35
Frequency
8 Nucleus 19F
3 20 10 0 -0 -20 -30 -40 -5 60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
1 (ppm)

S-77



3-(2-Methoxyphenyl)-3-(trifluoromethyl)diaziridine m2

PROTON_01 — CV_XIV-65b —

CARBON_01 — CV_XIV-65b —

NRDO Mmoo s N© ~ NN
NINENC B - SN HN—-NH
—— Vi
Parameters CF3
Parameter Value
1 Data File Name / Volumes/ nmr400data/ OMe
Ollevier/ CV-
XIV-65b_20210310_01/ | m2
PROTON_01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 22.0
5 Number of Scans 8
6 Acquisition Date 2021-03-11T03:16:55
7 Spectrometer 399.78
Frequency
8 Nucleus 1H
I
P ||
ol 1 LI
T T T T T T kel T - T T " - T T T T
13 12 11 10 9 8 7 6 4 2 0 -1 -2
1 (ppm)
T3R8EXAIES @ 3 o
AENINRRISE 23 HN-=NH
s\ = S
Parameters CF3
Parameter Value
1 Data File Name /Volumes/ nmr400data/ OMe
Ollevier/ CV-
XIV-65b_20210310_01/ m2
CARBON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 22.0
5 Number of Scans 10000
6 Acquisition Date 2021-03-11T03:16:12
7 Spectrometer 100.53
Frequency
8 Nucleus 13C
A I
|
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0  -lo
1 (ppm)

S-78

~900

-850

800

750

700

650

600

550

500

450

400

350

300

250

200

150

100

50

250000

200000

150000

100000

50000




S @
Parameters NN
Parameter Value YoV HN-NH 25000
1 Data File Name / Volumes/ nmr400data/
Ollevier/ CV- CF3
XIV-65b_20210310_01/
FLUORINE_O01.fid/ fid
. : -onfidl OMe
2 Origin Varian t-20000
3 Solvent cdcl3 m2
4  Temperature 22.0
5 Number of Scans 16
6 Acquisition Date 2021-03-11T03:18:47
117 Spectrometer 37613 15000
E Frequency
%8 Nucleus 19F
O
|
g
z 10000
8
3
5000
— o
0 10 0 -10 -20 -30 -40 -50 -60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190
1 (ppm)
3-(2-Fluorophenyl)-3-(trifluoromethyl)diaziridine n2
HN-NH F1s00
B8 IIR]9Y 32
NN NN NN NN NN 1400
— I CF;
Parameters [1300
Parameter Value ‘ F L1200
1 Data File Name / Volumes/ n2
rmn500data/ Ollevier/ L1100
Cv-
XlI-85diaziridineOF_2 L1000
0210311_01/
PROTON_O1.fid/ fid Looo
2 Origin Varian
3 Solvent cdcl3 800
} 4  Temperature 21.0 L7oo
55 Number of Scans 8
EG Acquisition Date 2021-03-11T20:52:46 Le0o
&l Spectrometer 499.92
Frequency F-500
8 Nucleus TH
400
k300
F200
100
| 1
I\ -0
2848 T
8333 s 2 [-to0
i T T T T T T T T T T T T T T T
14 13 12 11 10 9 8 6 4 3 2 1 0 -1 -2
1 (ppm)

S-79



CARBON_01 — —

FLUORINE_01 — —

60000

55000

~50000

45000

40000

35000

~30000

25000

20000

15000

~10000

5000

~-5000

90000

80000

70000

60000

50000

40000

30000

20000

10000

-10000

N NORNMOONOWORNAMO
5% nommeIIiNoagsss agns HN-NH
A e LR
Parameters CF3
Parameter Value
1 Data File Name / Volumes/ F
rmn500data/ Ollevier/
Ccv- n2
XllI-85diaziridineOF_
20210311_01/
CARBON_O01.fid/ fid
2 Origin Varian
3  Solvent cdcl3
4  Temperature 21.0
5 Number of Scans 20000
6 Acquisition Date 2021-03-11T21:00:51
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
I
‘I i
I ||
H . Jn[ ! j‘
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)
n i
Parameters 2 o
Parameter Value HN-NH
1 Data File Name / Volumes/
rmn500data/ Ollevier/ CF3
Cv-
XIlI-85diaziridineOF_2 F
021031101/
FLUORINE_O1.fid/ fid n2
2 Origin Varian
3  Solvent cdcl3
4  Temperature 21.0
5 Number of Scans 16
6 Acquisition Date 2021-03-11T720:56:11
7 Spectrometer 470.35
Frequency
8 Nucleus 19F
|
3 20 10 0 -0 -20 -30 -40 -5 60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
f1 (ppm)

S-80



3-([1,1'-Biphenyl]-4-yl)-3-(trifluoromethyl)-3H-diazirine 1a

PROTON_01 — —

CARBON_01 — —

MM NN N OOOORNN©ONTTTIOINAARBN N ©N O ©
CBCoRGRRRBRFTYeLITIIIRRIAARRAMANGR —
RIS AN SAAENEAEASASASASASAIAIASASAIN N=N
Parameters CF3
Parameter Value
1 Data File Name /Users/ utilisateur/ Ph
Documents/ NMR/ 500 1a
MHz/ CV-
XlI-29a_20200715_01/
PROTON_01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 75.0
5 Number of Scans 8
6 Acquisition Date 2020-07-15T11:36:46
7 Spectrometer 499.92
Frequency
8 Nucleus 1H
Froie!
T T T T T T T h;'_;&’_;ﬁ\ T T T T T T T T
14 13 12 11 10 9 8 7 6 5 4 3 2 1 0 -1 -2
1 (ppm)
o2 IRI8RASY 0 N M
NOOONNWOINM O SN
IoSoSSNaNNg 28ER
V1 SN m——— ~~—~N=N
Parameters
Parameter Value CF3
1 Data File Name /Volumes/ rmn500data/
Ollevier/ CV- Ph
XI11-107_20210223_01/ 1a
CARBON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 22.0
5 Number of Scans 5000
6 Acquisition Date 2021-02-23T18:18:09
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
i I i
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)

S-81

F1yuu

1800

1700

1600

1500

1400

1300

1200

1100

1000

900

800

700

600

500

400

300

200

100

110000

100000

~90000

80000

70000

60000

~50000

40000

30000

20000

10000

~-10000



Parameters A 124000
Parameter Value ' N=N
1 Data File Name / Users/ utilisateur/ r22000
Documents/ NMR/ 500 CF3
MHz/ CV- r20000
Xl11-29a_20200715_01/
FLUORINE_O1.fid/ fid Ph 118000
2 Origin Varian 1a
3 Solvent cdel3 r16000
4  Temperature 75.0 114000
5 Number of 16
Scans
. . r12000
6 Acquisition 2020-07-15T11:40:15
Date 110000
7 Spectrometer 470.35
Frequency 8000
8 Nucleus 19F
r6000
r4000
r2000
r0
r—2000
r-4000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
3-(Naphthalen-2-yl)-3-(trifluoromethyl)-3H-diazirine 1b
180
52XREAL Y N=N L170
s CF k160
Parameters 3 [ 150
Parameter Value
1 Data File / Volumes/ 1o
Name nmr400data/ Ollevier/ 1b L130
Cv-
XI1-81a_20210312_01/ F120
PROTON_01.fid/ fid
2 Origin Varian e
| 3 Solvent cdcl3 F100
214 Temperature 20.0 Loo
%5 Number of 8
k? Scans 8o
36 Acquisition 2021-03-12T718:37:56 L7o
s Date
27 Spectrometer 399.78 reo
Frequency 50
8 Nucleus 1H
k40
k30
20
- Lo
ne o r-10
13 12 1 10 9 8 7 6 ; 4 3 2 1 0 A 5
1 (ppm)

S-82



CARBON_01— CV_XIll-81la—

FLUORINE_01 — CV XIll-81a—

CRIIRLSEBEIZIRG Mmoo,
RRASNNRRSSINRT EEEE:
Te==Se— N N=N
Parameters N/
Parameter Value
. CFs
1 Data File Name /Volumes/ nmr400data/
Ollevier/ CV-
XII-81a_20210312_01/
CARBON_01.fid/ fid 1b
2 Origin Varian
3 Solvent cdcl3
4  Temperature 20.0
5 Number of Scans 10000
6 Acquisition Date 2021-03-13T01:04:06
7 Spectrometer 100.53
Frequency
8 Nucleus 13C
l}
|
m
]
L | 4 ‘
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 S0 40 30 20 10 0  -lo
1 (ppm)
Parameters 3
N=N
Parameter Value
1 Data File Name / Volumes/ nmr400data/ CF
Ollevier/ CV- 3
XII-81a_20210312_01/
FLUORINE_O01.fid/ fid
2 Origin Varian 1b
3 Solvent cdcl3
4 Temperature 20.0
5 Number of 16
Scans
6 Acquisition 2021-03-12718:39:49
Date
7 Spectrometer 376.13
Frequency
8 Nucleus 19F
0 10 0 10 -20 -30 40 50 -60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190
1 (ppm)

S-83

200000

190000

180000

170000

160000

150000

140000

130000

120000

110000

100000

~90000

80000

70000

60000

50000

40000

30000

20000

10000

ro

~-10000

- 14000

~13000

12000

11000

~10000

9000

8000

7000

6000

5000

4000

3000

2000

1000

~-1000



3-(4-(Benzyloxy)phenyl)-3-(trifluoromethyl)-3H-diazirine 1¢

PROTON_01 — —

CARBON_01 — —

600
22YACRALY o N=N
— k550
Parameters CF3
Parameter Value k500
1 Data File Name / Volumes/ nmr400data/ Bno 1
Ollevier/ CV- c aso
X111-83b_20210316_01/
PROTON_01.fid/ fid
2 Origin Varian 4o
3 Solvent cdcl3
4  Temperature 20.0 [
5 Number of 8
Scans [300
6 Acquisition 2021-03-16T04:30:56
Date F250
7 Spectrometer 399.78
Frequency f-200
8 Nucleus 1H
150
k100
\J k50
J A Lo
288 :
ikl g L_so
T T T T T T T T T T T T T T T
14 13 12 11 10 9 8 7 6 5 4 3 1 0 -1
1 (ppm)
o WHNO OO MO MmN 140000
] 2IMNA23ARENR B 2232
2 RNNSRCSNRES e EEERN
—_—— | =" 2 N=N F130000
Parameters
120000
Parameter Value CF3
1 Data File Name /Volumes/ nmr400data/ L110000
Ollevier/ CV-
XIll-83b_20210316_01/ BnO 1 | 160000
CARBON_01.fid/ fid (o]
2 Origin Varian L90000
3 Solvent cdcl3
4 Temperature 20.0 80000
5 Number of Scans 5000 76000
6 Acquisition Date 2021-03-16T04:34:53
7  Spectrometer 100.53 L 60000
Frequency
8 Nucleus 13C 50000
40000
30000
20000
10000
. N ] S Lo
F-10000
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 8 70 60 50 40 30 20 10 0  -10
1 (ppm)

S-84



Q F32000
Parameters 8
N=N
Parameter Value [30000
1 Data File Name / Volumes/ nmr400data/ CF | 28000
Ollevier/ CV- 3
XI1-83b_20210316_01/ L26000
FLUORINE_01.fid/ fid BnO
2 Origin Varian 1c (24000
3 Solvent cdcl3
22000
4  Temperature 20.0
5 Number of 16 20000
Scans
6 Acquisition Date 2021-03-16T04:32:26 18000
|17 Spectrometer 37613 L16000
i) Frequency
;‘8 Nucleus 19F F-14000
&
; 12000
F10000
8000
6000
F4000
F2000
-0
F-2000
0 10 0 -10 -20 -30 -40 -50 -60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190
1 (ppm)
4,4'-Bis(3-(trifluoromethyl)-3H-diazirin-3-yl)-1,1"-biphenyl 1d
1200
do Mmoo
BRRERAR N=N 1100
Parameters CF3 L1000
Parameter Value
1 Data File Name / Volumes/ nmr400data/ Looo
Ollevier/ CV- 1d
XIll-83a_20210311_02/ CF3
PROTON_01.fid/ fid 800
2 Origin Varian N=N
3  Solvent cdcl3 700
1|4 Temperature 20.0
2|5 Number of 8 1600
3 Scans
716  Acquisiton  2021-03-11718:38:43 Lsoo
S Date
é? Spectrometer 399.78
g Frequency [400
8 Nucleus H
300
F200
F100
-0
id
I F-100
0 T T T T T T T T T T T T T
14 13 12 11 10 9 5 4 3 2 1 0 -1

6
1 (ppm)

S-85



CARBON_01 — CV_XIII-83a —

FLUORINE_01 — CV-XIll-83a —

L23325¢K8 o oo w®
SRARRERNA EREE:
| SSN\\émm—" N N=N
Parameters \/
Parameter Value
\ CF,4
1 Data File Name /Volumes/ nmr400data/
Ollevier/ CV-
XII-83a_20210311_02/
CARBON_01.fid/ fid CF 1d
2 Origin Varian 3
3 Solvent cdcl3 N=
4  Temperature 20.0
5 Number of Scans 10000
6 Acquisition Date 2021-03-12T01:06:10
7 Spectrometer 100.53
Frequency
8 Nucleus 13C
I
‘ k I ]
L | |
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 8 70 60 S0 40 30 20 10 0  -lo
1 (ppm)
9
Parameters 8
Parameter Value
1 Data File Name / Volumes/ nmr400data/ N=N
Ollevier/ CV-
XII-83a_20210311_02/ CF
FLUORINE_01.fid/ fid 3
2 Origin Varian
3 Solvent cdcl3 1d
4  Temperature  20.0
CF3
5 Number of 16
Scans N=
6 Acquisition 2021-03-11T18:41:14
Date
7 Spectrometer 376.13
Frequency
8 Nucleus 19F
Z‘O 1‘0 6 710 72‘0 —éo J‘IO 7%0 4‘30 77‘0 féO —éo 71‘00 71‘10 71‘20 71‘30 71‘40 71‘50 71‘60 71‘70 71‘80 71‘90
1 (ppm)

S-86

450000

400000

350000

300000

250000

200000

150000

100000

50000

~19000

18000

17000

16000

15000

14000

~13000

12000

11000

~10000

9000

8000

~7000

6000

5000

~4000

3000

2000

~1000

r-1000




3-(p-Tolyl)-3-(trifluoromethyl)-3H-diazirine 1e

PROTON_01 — CV-XIll-81b —

CARBON_01 — CV-XIll-81b —

1200

1100

1000

900

~800

700

600

500

400

300

200

100

=100

N N=N
N
Parameters CF3
Parameter Value
1 Data File Name /Volumes/ nmr400data/
Ollevier/ CV- e
XI11-81b_20210314_02/
PROTON_01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 20.0
5 Number of Scans 8
6 Acquisition Date 2021-03-14T13:09:55
7 Spectrometer 399.78
Frequency
8 Nucleus 1H
A
28 g
T T T T T T T ﬁ\ T - T T T T
14 13 12 11 10 9 8 7 6 2 1 0 -1
1 (ppm)
S8RAN=3n o
| S\ ~Ne—
N=N
Parameters
Parameter Value CF
1 Data File Name / Volumes/ nmr400data/ 3
Ollevier/ CV-
Xl1-81b_20210314_02/
CARBON_01.fid/ fid 1e
2 Origin Varian
3 Solvent cdcl3
4  Temperature 20.0
5 Number of Scans 5000
6 Acquisition Date 2021-03-14T16:25:28
7 Spectrometer 100.53
Frequency
8 Nucleus 13C
230 220 210 200 190 180 170 160 150 140 130 120 110 S0 40 30 20 10 0 10

1 (ppm)

~100000

90000

80000

70000

60000

50000

40000

30000

20000

~10000




Parameters 3 N=N
Parameter Value \ /
1 Data File Name / Volumes/ nmr400data/ CF
Ollevier/ CV- 3
XI11-81b_20210314_02/
FLUORINE_O1.fid/ fid
2 Origin Varian 1e
3 Solvent cdcl3
4  Temperature 20.0
5 Number of 16
Scans
JI:G Acquisition 2021-03-14T13:12:35
= Date
57 Spectrometer  376.13
g Frequency
S8 Nucleus 19F
H
|
0 10 0 -10 -20 -30 -40 -50 -60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190
1 (ppm)
3-(4-(Tert-butyl)phenyl)-3-(trifluoromethyl)-3H-diazirine 1f
RERR = N=N
Parameters
CFs
Parameter Value
1 Data File Name / Volumes/ nmr400data/ B
Ollevier/ CV- u
XIII-83¢_20210315_01/ // 1f
PROTON_01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 20.0
|5 Number of Scans 8
116 Acquisition Date  2021-03-15T21:50:53
5‘7 Spectrometer 399.78
5 Frequency
*I'8  Nucleus 1H
M
| J
L !
14 13 12 1 10 5 8 ‘ 6 5 2 3 2 1 0 A
1 (ppm)

S-88

30000

25000

20000

15000

~10000

5000

F2000

1900

1800

1700

1600

1500

1400

1300

1200

r1100

1000

900

800

700

600

500

400

300

200

100

=100




CARBON_01 — —

FLUORINE_01 — —

n TN N0
a2 T398a%% 0 ¢ @ W —
S~ =S\
Parameters CF3
Parameter Value
A
1 Data File Name / Volumes/ nmr400data/ tBu
Ollevier/ CV- 1f
XllI-83c_20210315_01/
CARBON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 20.0
5 Number of Scans 5000
6 Acquisition Date 2021-03-15T21:53:43
7 Spectrometer 100.53
Frequency
8 Nucleus 13C
(1 I i
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 S0 40 30 20 10 0  -lo
1 (ppm)
Parameters 8
Parameter Value
1 Data File Name /Volumes/ nmr400data/ N=N
Ollevier/ CV-
Xl1-83¢c_20210315_01/ CF3
FLUORINE_O1.fid/ fid
2 Origin Varian
3 Solvent cdcl3 tBu
4  Temperature 20.0 1f
5 Number of 16
Scans
6 Acquisition Date 2021-03-15T21:51:58
7 Spectrometer 376.13
Frequency
8 Nucleus 19F
0 10 0 10 -20 -30 40 50 -60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190
1 (ppm)

S-89

340000

320000

300000

280000

260000

240000

220000

200000

180000

160000

140000

120000

100000

80000

60000

40000

20000

ro

-20000

45000

40000

35000

30000

25000

~20000

15000

~10000

5000




3-(4-Methoxyphenyl)-3-(trifluoromethyl)-3H-diazirine 1g

PROTON_01 — —

CARBON_01 — —

S385a888 ®
nngeseey T N=N
Parameters
CF
Parameter Value 3
1 Data File Name / Users/ utilisateur/
Documents/ NMR/ 500 MeO
MHz/ CV- 1g
XI1-35e_20200720_01/
PROTON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 75.0
5 Number of Scans 8
6 Acquisition Date  2020-07-20T13:49:56
7 Spectrometer 499.92
Frequency
8 Nucleus 1H
|
T T T T T T T - \N T T - T T T T
14 13 12 11 10 9 8 7 6 4 2 1 0 -1 -2
1 (ppm)
R ZR8IRMIIY e grng
g SIICUNNAT P EREEAN
| | == — N:N
Parameters
Parameter Value CFS
1 Data File Name / Users/ utilisateur/
Documents/ NMR/ 500 MeO
MHz/ CV- 19
VII-35e_20201029_01/
CARBON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 21.0
5 Number of Scans 2000
6 Acquisition Date  2020-10-29T00:05:02
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
i i
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)

S-90

5000

4500

4000

3500

3000

2500

2000

1500

1000

500

22000

21000

20000

19000

18000

17000

16000

15000

14000

13000

12000

11000

10000

9000

8000

7000

6000

5000

4000

3000

2000

1000

-0

~-1000

~-2000



Parameters 8
— 110000
Parameter Value N=N
Data File Name / Users/ utilisateur/
Documents/ NMR/ 500 CF3 [ 100000
MHz/ CV-
XlI-35e_20200720_01/ Looooo
FLUORINE_O1.fid/ fid MeO 1
2 Origin Varian g
~80000
3  Solvent cdcl3
4  Temperature 75.0
70000
5 Number of 16
Scans
|6 Acquisition Date 2020-07-20T13:53:56 60000
117 Spectrometer  470.35
] Frequency 50000
z
/8 Nucleus 19F
; 40000
30000
20000
~10000
-0
+-10000
3‘0 2‘0 1‘0 6 71‘0 72‘0 73“0 4‘10 75‘0 féO 77‘0 fle 4‘)0 71‘00 71‘10 71‘20 71‘30 71‘40 71‘50 71‘60 71‘70 71‘80 71‘90 72‘00
1 (ppm)
3-Phenyl-3-(trifluoromethyl)-3H-diazirine 1h
600
LR R N=N
RN k550
Parameters CF3 oo
Parameter Value
1 Data File Name /Volumes/ nmr400data/
Ollevier/ CV- 1h [4s0
XIl1-91b_20210314_01/
PROTON_01.fid/ fid Lsoo
2 Origin Varian
3 Solvent cdcl3 L3s0
1|4 Temperature 20.0
3|5 Number of 8 L300
2 Scans
>
16 Acquisition Date 2021-03-14T18:23:48 L2so
57 Spectrometer  399.78
= Frequency
g 200
/8 Nucleus 1H
150
100
50
B Lo
1
i F-50
i T T T T T T T T T T T T T T T
14 13 12 11 10 9 8 7 5 4 3 2 1 0 -1

6
1 (ppm)

S-91



CARBON_01 — CV-XIll-91b —

FLUORINE_01 — CV-XIll_91b —

SREBTX8R [
o N®BT3
TSNS NNs 2888
e 52 N=N
Parameters
Parameter Value CF3
1 Data File Name / Volumes/ nmr400data/
Ollevier/ CV-
XII-91b_20210314_01/
CARBON_01.fid| fid 1h
2 Origin Varian
3 Solvent cdcl3
4  Temperature 20.0
5 Number of Scans 10000
6 Acquisition Date 2021-03-15T00:49:58
7 Spectrometer 100.53
Frequency
8 Nucleus 13C
L N A‘ L l . . A JMM J’\ A
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 S0 40 30 20 10 0  -10
1 (ppm)
Parameters T N=N
Parameter Value
1 Data File Name /Volumes/ nmr400data/ CF
Ollevier/ CV- 3
X11-91b_20210314_01/
FLUORINE_O01.fid/ fid
2 Origin Varian 1h
3 Solvent cdcl3
4 Temperature 20.0
5 Number of Scans 16
6 Acquisition Date 2021-03-14T18:25:41
7 Spectrometer 376.13
Frequency
8 Nucleus 19F
0 10 0 10 -20 -30 40 50 -60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190
f1 (ppm)

S-92

300000

250000

200000

150000

100000

~50000

15000

14000

13000

12000

11000

10000

9000

~8000

7000

6000

5000

4000

3000

2000

1000

~-1000




3-(4-Fluorophenyl)-3-(trifluoromethyl)-3H-diazirine 1i

S-93

SRR N=N 2800
N CF3 2600
Parameters
Parameter Value F [2400
1 Data File Name /Volumes/ nmr400data/ . L1200
Ollevier/ CV- 1i
X1l-111b_20210315_01/
PROTON_01.fid/ fid 2000
2 Origin Varian L1800
3 Solvent cdcl3
4  Temperature 20.0 1600
|5 Number of Scans 8
116 Acquisition Date 2021-03-15T18:32:40 [0
g‘ 7 Spectrometer 399.78 L1200
15 Frequency
“|8  Nucleus TH L1000
F800
600
F400
F200
A Lo
'
5K F-200
T T T T T T T T T T T T T
14 13 12 11 10 9 8 7 6 4 3 2 1 0 -1
1 (ppm)
58 ggnnozgesyas PN e
ge SRNNNNRZZ555 PP 13000
\ 7 s N ~2~ N=N
Parameters L12000
Parameter Value CF3
1 Data File Name / Volumes/ nmr400data/ 11000
Ollevier/ CV- F
XI1l1-111b_20210315_01/ . 10000
CARBON_01.fid|/ fid 1i
2 Origin Varian 9000
3 Solvent cdcl3
8000
4  Temperature 20.0
|5 Number of Scans 5000 L7000
116 Acquisition Date 2021-03-15T18:35:29
3
g‘ 7 Spectrometer 100.53 6000
4 Frequency
“l8  Nucleus 13C 5000
4000
3000
2000
i k1000
A Ao " u& D Lo
F-1000
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 S0 40 30 20 10 0 -0
1 (ppm)



o~ N N N 4200
Parameters g | = L4000
Parameter Value
- CF, [
1 Data File Name / Volumes/ nmr400data/ 3
Ollevier/ CV- [3600
XI11-111b_20210315_01/ F 3400
FLUORINE_O1.fid/ fid .
- . 1i 3200
2 Origin Varian
3 Solvent cdcl3 2000
4  Temperature 20.0 [2800
5 Number of 16 2600
Scans L2400
6 Acquisition 2021-03-15T18:33:43
2200
| Date
117 Spectrometer 376.13 [2000
] Frequency F1800
z
§8 Nucleus 19F F1600
@ F1400
1200
1000
800
600
F400
F200
J_r L Lo
=200
F-400
0 10 0 -10 -20 -30 -40 -50 -60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190
1 (ppm)
3-(4-Bromophenyl)-3-(trifluoromethyl)-3H-diazirine 1j
F2000
A S - N=N [1e00
1800
CF3
Parameters 1700
Parameter Value Br L1600
1 Data File Name / Users/ utilisateur/ 1j
Documents/ NMR/ 500 [1s00
MHz/ CV- k1400
X11-29d_20200715_01/
PROTON_O1.fid/ fid [0
2 Origin Varian F1200
3 Solvent cdcl3 1100
I4 Temperature  75.0 [ 1000
115 Number of 8
2 Scans f-900
ge Acquisition 2020-07-15T11:55:45 1800
g Date
F700
7 Spectrometer 499.92
Frequency [600
8 Nucleus 1H 500
F400
300
200
L F100
o
T F-100
T T T T T T T - N\ T T T T T T T T 1
14 13 12 11 10 9 8 6 4 3 2 1 0 -1 -2
1 (ppm)

S-94
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21000

20000

~19000

18000

17000

16000

15000

14000

13000

12000

11000

~10000

9000

8000

7000

6000

5000

4000

3000

2000

1000

-0

~-1000

~-2000

150000

140000

130000

120000

110000

~100000

90000

~80000

70000

60000

50000

40000

30000

20000

10000

ro

~-10000

RANSILER nm oo
RENNINRZ PP
=S\ S N=N
Parameters "/
Parameter Value CF
1 Data File Name [/ Volumes/ rmn500data/ 3
Ollevier/ CV-
VII-29d_20201028_01/ Br
CARBON_01.fid/ fid 1l
2 Origin Varian
3 Solvent cdcl3
4  Temperature 21.0
5 Number of 2000
Scans
6 Acquisition Date 2020-10-28T722:52:42
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
L i
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)
B
Parameters 8 N=N
Parameter Value
1 Data File Name / Users/ utilisateur/ CF3
Documents/ NMR/ 500
MHz/ CV-
XIl-29d_20200715_01/ Br .
FLUORINE_O1.fid/ fid 1j
2 Origin Varian
3  Solvent cdcl3
4 Temperature 75.0
5 Number of Scans 16
6 Acquisition Date 2020-07-15T11:59:49
7 Spectrometer 470.35
Frequency
8 Nucleus 19F
30 20 10 0 -10o -20 -30 -40 -5 60 -70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
1 (ppm)

S-95



3-(3-Bromophenyl)-3-(trifluoromethyl)-3H-diazirine 1k

PROTON_01 — CV-XIIl-77d —

CARBON_01 — CV-XIll-77d —

k550
apmEsgan N=N
=~ Fs00
Parameters CF3
Parameter Value F450
1 Data File Name /Volumes/ nmr400data/
Ollevier/ CV- L
Xlll-77d_20210314_07/ Br 1k 00
PROTON_O01.fid/ fid
2 Origin Varian 350
3 Solvent cdcl3
4  Temperature 20.0 L300
5 Number of Scans 8
6 Acquisition Date 2021-03-14T16:45:49 L2so
7 Spectrometer 399.78
Frequency
8 Nucleus 1H 200
k150
100
Fs0
WA Lo
iies!
3333 F-50
T T T T T T T T T T T T T T T |
13 12 11 10 9 8 6 4 3 2 1 0 -1 -2
1 (ppm)
11000
ERA¢R=ZRARES nomom o
RRRRRCINSS SRR
S <2~ N=N 10000
Parameters
Parameter Value CF3 9000
1 Data File Name /[ Volumes/ nmr400data/
Ollevier/ CV- L8000
XlI1-77d_20210314_02/
CARBON_01.fid/ fid Br 1k
2 Origin Varian 7000
3 Solvent cdcl3
4  Temperature 20.0 6000
5 Number of 2000
Scans
F5000
6 Acquisition Date 2021-03-14T18:08:49
7 Spectrometer  100.53
Frequency 4000
8 Nucleus 13C
X 3000
I
F2000
F1000
| | I
I i Lo
F-1000
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 S0 40 30 20 10 0  -10
1 (ppm)

S-96



FLUORINE_01 — CV-XIll-77d —

PROTON_01 — —

< el
Parameters T N=N Lo0o
Parameter Value
1 Data File Name / Volumes/ nmr400data/ CF3 L6500
Ollevier/ CV-
Xlll-77d_20210314_01/ L6000
FLUORINE_O01.fid/ fid
2 Origin Varian Br 1k 5500
3 Solvent cdcl3
F5000
4  Temperature 20.0
5 Number of Scans 16 L4soo
6 Acquisition Date 2021-03-14T16:47:42
7  Spectrometer 37613 F-4000
Frequency
8 Nucleus 19F [3s00
3000
2500
F2000
F1500
1000
500
o
F-500
Fo B do B 4o s do 5 ko s o 5 0 s 0 b5 oo 1os o dis o 125 -1
1 (ppm)
3-(Trifluoromethyl)-3-(4-(trifluoromethyl)phenyl)-3H-diazirine 1l
[FL4vu
2228LL88RARNARR N=N 1300
CF3 1200
Parameters
Parameter Value CF L1100
1 Data File Name / Users/ utilisateur/ 3
Documents/ NMR/ 500 11 L1000
MHz/ CV-
XII-35¢_20200720_01/ o0
PROTON_01.fid/ fid
2 Origin Varian Ls0o
3 Solvent cdcl3
4  Temperature  75.0 L700
5 Number of 8
Scans 600
6 Acquisition 2020-07-20T13:30:33
Date 500
7 Spectrometer 499.92
Frequency f-400
8 Nucleus 1H
k300
F200
k100
L L 1 Lo
T
g s F-100
T T T T T T T T T T T T T T T 1
14 13 12 11 10 9 8 7 6 4 3 2 1 0 -1 -2
1 (ppm)
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S-98

3000
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50000

45000

~40000

35000

30000

25000

20000

15000

~10000

5000

~-5000

LIaN883333888K883YR an s
pnnnBnSnSnSnigniniininininininis L5
Parameters
CF3
Parameter Value
1 Data File Name /Volumes/ rmn500data/ CF
Ollevier/ CV- 3
VII-35¢_20201028_01/ 11
CARBON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 21.0
5 Number of Scans 2000
6 Acquisition Date 2020-10-28T20:27:01
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
I
I
1 ‘\‘
‘ ‘\ ‘ '
" I I
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 40 30 20 10 0 -lo
1 (ppm)
83
Parameters G 8 N=N
Parameter Value A
1 Data File Name / Users/ utilisateur/ CF3
Documents/ NMR/ 500
MHz/ CV-
XII-35¢_20200720_01/ CF3
FLUORINE_O1.fid/ fid 1 |
2 Origin Varian
3  Solvent cdcl3
4 Temperature 75.0
5 Number of 16
Scans
6 Acquisition 2020-07-20T13:33:51
Date
7 Spectrometer 470.35
Frequency
8 Nucleus 19F
30 20 10 0 -10o -20 -30 -40 -5 60 -70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
1 (ppm)



3-(2-Methoxyphenyl)-3-(trifluoromethyl)-3H-diazirine 1m

rzouu

N=N
RN 8 L2400
S\ CFs
Parameters [2200
Parameter Value OMe
1 Data File Name / Volumes/ nmr400data/ im 2000
Ollevier/ CV-
XI1I1-81¢_20210316_01/ (1800
PROTON_01.fid/ fid
2 Origin Varian F-1600
3  Solvent cdcl3
4  Temperature 20.0 1400
|5 Number of Scans 8
116 Acquisition Date  2021-03-16T01:09:54 1200
g‘ 7 Spectrometer 399.78
'é Frequency 1000
*18 Nucleus 1H
800
600
F400
F200
L }
T 1
i3 3 o F-200
i T T T T T T T T i T T T T T T
14 13 12 11 10 9 8 7 6 5 4 3 2 1 0 -1
1 (ppm)
2 REes8388 < ©T N
g LR “ Nesn [ 100000
N/ N
Parameters N=N L 90000
Parameter Value
1 Data File Name /Volumes/ nmr400data/ CF3
Ollevier/ CV- (80000
XII-81c_20210316_01/
CARBON_01.fid/ fid OMe k70000
2 Origin Varian 1m
3 Solvent cdcl3
4 Temperature 20.0 [e0o00
1|5 Number of Scans 5000
116 Acquisition Date 2021-03-16T01:13:51 [ 50000
S
2|7 Spectrometer 100.53
g Frequency L 40000
8 Nucleus 13C
~30000
+-20000
| F10000
I
L X Lo
~-10000

T T T T T T T T T T T T T T T T T T T T T y T T T
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)

S-99



FLUORINE_01 — —

1 (ppm)

3-(2-Fluorophenyl)-3-(trifluoromethyl)-3H-diazirine 1n

PROTON_01 — —

Parameters 3 N=N
Parameter Value
1 Data File Name /Volumes/ nmr400data/ CF
Ollevier/ CV- 3
X111-81¢_20210316_01/
FLUORINE_O1.fid/ fid OMe
2 Origin Varian 1
m
3 Solvent cdcl3
4  Temperature 20.0
5 Number of Scans 16
6 Acquisition Date 2021-03-16T01:11:24
7 Spectrometer 376.13
Frequency
8 Nucleus 19F
0 10 0 -10 -20 -30 -40 -50 -60 70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190

N RREeIrN Y LYLYIT LTSS ANRRNSLLDANSS N=N
ARSI ARAAIAIAIAENAANI
Parameters CFS
Parameter Value
1 Data File Name / Volumes/ nmr400data/ F
Ollevier/ CV- 1
XIll-111c_20210316_01/ n
PROTON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 20.0
5 Number of Scans 8
6 Acquisition Date 2021-03-16T18:34:09
7 Spectrometer 399.78
Frequency
8 Nucleus 1H
A J MUUUL_A.
iyl
T T T T T T T - Hr;\ T T T T T T T T
14 13 12 11 10 9 8 6 5 4 3 2 1 0 -1
1 (ppm)

S-100
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FLUORINE_01 — —

s 9 5833383888528 Ny oo
<+ NAN-HAHININMmO WWWW W N T
V7R T 2 N=N
Parameters \ /
Parameter Value CF
1 Data File Name [/ Volumes/ nmr400data/ 3
Ollevier/ CV-
Xl1-111c_20210316_01/ F
CARBON_O01.fid/ fid
2 Origin Varian n
3 Solvent cdcl3
4  Temperature 20.0
5 Number of 5000
Scans
6 Acquisition Date 2021-03-16T18:38:07
7 Spectrometer 100.53
Frequency
8 Nucleus 13C
1
I
‘ L ol |
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 8 70 60 S0 40 30 20 10 0  -lo
1 (ppm)
3 2
Parameters @ = N=N
Parameter Value
1 Data File Name /Volumes/ nmr400data/ CF
Ollevier/ CV- 3
XI111-111¢c_20210316_01/
FLUORINE_01.fid/ fid F
2 Origin Varian 1n
3 Solvent cdcl3
4 Temperature 20.0
5 Number of Scans 16
6 Acquisition Date 2021-03-16T18:35:40
7 Spectrometer 37613
Frequency
8 Nucleus 19F
.|

T T T T T
-10 -20 -30 -40 -50

T T T T T T T T T T T T T T
-60 -70 -8 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190
f1 (ppm)

S-101

75000

70000

65000

60000

55000

50000

45000

40000

35000

30000

25000

20000

15000

10000

5000

~-5000

7500

7000

6500

6000

5500

5000

4500

4000

3500

3000

2500

2000

1500

1000

500

~-500




4-(2,3-Diphenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1"-biphenyl 2a

2882 RRERINCRISITIRIISANARS >
RIS AN NSNS SN Ph Ph
Parameters 800
Parameter Value
Data File Name / Volumes/ rmn500data/
Ollevier/ NT- Ph 7o
VII-09-2_20210110_01/
PROTON_O01.fid/ fid
2 Origin Varian 600
3 Solvent cdcl3
4  Temperature 21.0 Lsoo
1|5 Number of 8
| Scans
2 Acquisition 2021-01-10T13:23:14 F-a00
£ Date
g Spectrometer  499.92
Frequency F-300
Nucleus ™
200
k100
dn Lo
fisael
T T T T T T T e T T T T T T T T T T
14 13 12 11 10 8 6 5 4 3 2 1 0 -1 -2
1 (ppm)
[F>vuuu
REZL2ZRBIBSRIRS3 S ggow
Parameters P
Parameter Value 40000
Data File Name  / Volumes/ rmn500data/
Ollevier/ NT-
VII-9-2_20210107_01/ 35000
CARBON_O01.fid/ fid Ph
2 Origin Varian
30000
3 Solvent cdcl3
4  Temperature 21.0
|5 Number of Scans 2000 25000
116 Acquisition Date 2021-01-07T17:19:07
3
2|7 Spectrometer 125.72 50000
4 Frequency
“l8  Nucleus 13C
15000
10000
5000
| R

T T T T T T T T T T T T T T T T T T T T T T T T T
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)

S-102



=
Parameters g Ph Ph 30000
Parameter Value i
1 Data File Name / Volumes/ rmn500data/ v
Ollevier/ NT- CF
VII-09-2_20210110_01/ 3 55000
FLUORINE_O01.fid/ fid 2a
2 Origin Varian Ph
3 Solvent cdcl3
4 Temperature  21.0 120000
5 Number of 16
Scans
6 Acquisition 2021-01-10T13:27:14
Date
7 Spectrometer 470.35 15000
Frequency
8 Nucleus 19F
10000
r5000
r0
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200

ppm
4-(2-(4-Nitrophenyl)-3-phenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1"-biphenyl 2ab

r1200
mmnmmMmmoooONNINNINETETTMMM
BB BB INNNINNNNNNNNNNNNNNN O O L1100
_______ AN SAEREhAERERLAERED
Parameters v 11000
Parameter Value
1 Data File Name / Volumes/ rmn500data/ CF3 1900
Ollevier/ NT-
X1-29E3_20201231_01/ 2ab
PROTON_O1.fid/ fid ( Ph 800
2 Origin Varian ] ” ’
3 Solvent cdcl3 700
4 Temperature 21.0
5 Number of 8 r600
Scans
6 Acquisition 2020-12-31T15:30:09 r500
Date
7 Spectrometer 499.92 r400
Frequency
8 Nucleus TH r300
r200
JML
. . ol L A
W P
GRRNSS
‘ ; ; ; ; Y ; ; ; ; ; ; ; ; r-100
4 13 12 11 10 9 7 6 5 4 3 2 1 0 -1 -2

S-103



N02 r8500
SRATAIRNBAIANINE &
BOOMANLTSSABNNNN W SR N 8000
SIINDOASASNNNNNNYTE S
“““““““ —————— e | +7500
Parameters v 7000
Parameter Value CF3 L6500
1 Data File Name / Volumes/ rmn500data/
Ollevier/ NT- Ph 2ab 6000
X1-29e3_20210110_01/
CARBON_01fid| fid 5500
2 Origin Varian r5000
3 Solvent cdcl3 L4500
4  Temperature 21.0
5 Number of Scans 5000 4000
6 Acquisition Date 2021-01-10T04:37:00 r3500
7 Spectrometer 125.72 L
Frequency 3000
8 Nucleus 13C r2500
r2000
r1500
il
ll 1000
‘ 1500
oo W [
r-500
220 200 180 160 140 120 100 80 60 40 20 0
ppm
Parameters E NOZ r14000
Parameter Value \'
1 Data File Name / Volumes/ rmn500data/ 113000
Ollevier/ NT-
XI-29E3_20201231_01/ \/ 112000
FLUORINE_O1.fid/ fid
. JORINEO1fid/ CF3 111000
2 Origin Varian
3 Solvent cdcl3 Ph 2ab £10000
4  Temperature 21.0
5 Number of 16 r9000
Scans
6 Acquisition 2020-12-31T15:34:12 8000
Date
7 Spectrometer 470.35 7000
Frequency r6000
8 Nucleus 19F
r5000
r4000
r3000
r2000
r1000
I Do | O
r—1000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm

S-104



1-(4-(3~([1,1"-Biphenyl]-4-yl)-2-phenyl-3-(trifluoromethyl)cycloprop-1-en-1-yl)phenyl)ethan-1-one 2ac

r2200
888833 RCETELERRRRANMT I
IR RN NN r2000
Parameters [
Parameter Value 11800
1 Data File Name /Volumes/ rmn500datd/ [
Ollevier/ NT- r1600
X1-29F2_20210104_01/| L
PROTON_01.fid/ fid L1400
2 Origin Varian [
3 Solvent cdcl3
4 Temperature 21.0 :1200
5 Number of 8
Scans 11000
6 Acquisition Date 2021-01-04T17:12:13 [
7 Spectrometer 499.92 r800
Frequency L
8 Nucleus 1H 600
o r400
F200
A 70
N | L
N OV o
o - F-200
4 13 12 11 10 9 8 7 6 4 3 1 -1 -2
ppm
r160000
0 ON—H—FTOOIMNMMONOOTONIID N O
o~ AFNNOTOMADOTMANDDOOND —
N CHTO OO N00WwWBdBN G LAY © 150000
2 MEEEEEREREEEEDEEEEE £ @
‘ e . 1140000
Parameters 1130000
Parameter Value
1 Data File Name / Volumes/ rmn500data/ r120000
Ollevier/ NT-
X1-29f2_20210109_01/ \ (110000
CARBON_01fid/ fid CF; 1100000
2 Origin Varian
3 Solvent cdcl3 Ph 2ac 90000
4  Temperature 21.0 80000
5 Number of 5000
Scans r70000
6 Acquisition 2021-01-09T13:57:25 60000
Date
7 Spectrometer 125.72 r50000
Frequency
r4
8 Nucleus 13C 0000
r30000
‘ r20000
‘ Mi ‘ ‘ r10000
il ‘I | ﬂ ,0
r-10000
220 200 180 160 140 120 100 80 60 40 20 0
ppm

S-105



= r1900
Parameters Q (0] 11800
Parameter Value i
1 Data File Name / Volumes/ rmn500data/ 1700
Ollevier/ NT- r1600
XI-29F2_20201231_01/ 1
FLUORINE_01.fid/ fid \V/ 1500
2 Origin Varian r1400
3 Solvent cdel3 CFj 1300
4  Temperature 21.0 2ac L1200
5 Number of 16 Ph
Scans r1100
6 Acquisition 2020-12-31T15:54:21 r1000
Date r900
7 Spectrometer 470.35
Frequency r800
8 Nucleus 19F r700
r600
r500
r400
r300
r200
r100
g r0
r-100
r-200
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm

4-(2-Phenyl-1-(trifluoromethyl)-3-(4-(trifluoromethyl)phenyl)cycloprop-2-en-1-yl)-1,1'-biphenyl 2ad

F850
S2EERKEIN2LIIIISA CF37300
RN

750
Parameters

| Parameter Value v [0

z

»|1 Data File Name /Volumes/ rmn500data/ Leso

H Ollevier/ NT- CF3

p x1-2062_20210104_07 || ||, 2ad 600

2 PROTON_01.fid/ fid Ph a

S - . 550

£/2 Origin Varian 5

3 solvent cdcl3 Fsoo

24 Temperature 21.0 [ aso

8|5 Number of 8

5 Scans 400

2|6 Acquisition Date 2021-01-04T18:58:41 Laso

S|/7 Spectrometer  499.92

g Frequency L300

T 8 Nucleus TH

& k250

g 200

|

! k150

4

g 100

S

g Fso

. N Lo
Fea¥owt F-so
14 13 12 11 10 9 8 7 5 4 3 2 1 0 -1 -2

6
1 (ppm)

S-106



CARBON_01 — —

FLUORINE_01 — — —ErrorLog: — auto_20210104_01loc:10 (day,— Findz0 failed - low S/N —

14000
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~-1000

45000

40000

35000

~30000

25000

20000

15000

10000

5000

Eh88AIIOARRESEEIEINIRNUERRARNLE BB =
Aol SnSnSalnl g niniy i CF3
Parameters
Parameter Value
1 Data File Name / Volumes/ rmn500data/ v
Ollevier/ NT-
X1-29G2_20210109_01/ CF
CARBON_O1.fid/ fid 3
2 Origin Varian Ph 2ad
3 Solvent cdcl3
4  Temperature 21.0
5 Number of Scans 5000
6 Acquisition Date 2021-01-09T16:53:49
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
I ‘ |
| T I bl
230 220 210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)
Parameters 83
Parameter Value e CF3
1 Data File Name / Volumes/ rmn500data/
Ollevier/ NT-
X1-29G2_20210104_01/
FLUORINE_O1.fid/ fid v
2 Origin Varian
CF;
3 Solvent cdcl3
4  Temperature  21.0 Ph 2ad
5 Number of 16
Scans
6 Acquisition 2021-01-04T19:02:42
Date
7 Spectrometer 470.35
Frequency
8 Nucleus 19F
!
30 20 10 0 -10o -20 -30 -40 -5 60 -70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190 -200
1 (ppm)

S-107



4-(2-(4-Fluorophenyl)-3-phenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1'-biphenyl 2ae

F r600
oOoNVOOOUTM—HOWLM—ET M N~ O
NNNINIWNININSTETETmMmmmnmm NN~
NNNNNNNNNNNNNNNNSNNN F550
RLAEREALAERENLNENUNGShhERERLERERLAE
Parameters
v r500
Parameter Value
1 Data File / Volumes/ CF3 L450
Name rmn500data/ Ollevier/
NT- Ph 2ae
X1-29J2_20201231_01/ +400
PROTON_01.fid/ fid //
2 Origin Varian r350
3 Solvent cdcl3
4  Temperature 21.0 300
5 Number of 8
Scans F250
6 Acquisition 2020-12-31T16:37:54
Date 200
7 Spectrometer 499.92
Frequency r150
8 Nucleus 1H
r100
r50
—— r0
I
EREE
—_— e %0
4 13 12 11 10 9 8 7 6 3 2 1 0 -1 -2
m
pp /0000
111’11111111‘1gglsmz‘rjrji:"i:‘jjjij m%” F
+60000
Parameters
Parameter Value Lss000
1 Data File Name / Volumes/ nmr400data/
Ollevier/ NT- v 50000
XI1-29J2_20210412_01/ CF
CARBON_O01.fid/ fid 3 | 45000
2 Origin Varian 2ae
3 Solvent cdcl3 Ph 40000
1|4  Temperature 20.0
% 5 Number of Scans 20000 [35000
%16 Acquisition Date 2021-04-13T06:54:55
z |-
1|7 Spectrometer 100.53 30000
2 Frequency
% 8 Nucleus 13C 25000
o
20000
F15000
F10000
i ‘ , l F-5000
[l
i "' “ fo Wb

T T T T
230 220 210 200 19

T T T T
0 180 170 160 150

T
140

T T T
110 100 90
1 (ppm)

T T
130 120

S-108

~-5000




2 58583 F
Parameters § §§§§§ 36000
Parémeter Value ‘I &J) 134000
1 Data File Name / Volumes/ rmn500data/
Ollevier/ NT- 32000
X1-29J2_20201231_01/ V 130000
FLUORINE_01.fid/ fid CF
2 Origin Varian 3 28000
3 Solvent cdcl3 2ae 26000
Ph
4  Temperature 21.0 24000
5 Number of 16
Scans F22000
6 Acquisition 2020-12-31T16:41:56 r20000
Date
7 Spectrometer 470.35 St
Frequency r16000
8 Nucleus 19F r14000
r12000
10000
r8000
r6000
r4000
‘ r2000
AL 1 '
r-2000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
4-(2,3-Dipropyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1'-bipheny| 2af
r280
HO0VVOINTTMOOTANNOLWL T MHOOOODONOMM—EO
Lo ETFTETETEMMM NININTNOVLOLVOLOVWOOO
NNNNNNNNNNNNNNNNN NN N 260
RN SRR, RN AN
Parameters 240
Parameter Value
1 Data File Name /Volumes/ nmr400data/ 220
Ollevier/ NT- CF3
XI-27B_20201212_02/ 200
PROTON_01.fid/ fid )[ /} Ph 2af 150
2 Origin Varian
3 Solvent cdcl3 160
4 Temperature 21.0
5 Number of Scans 8 r140
6 Acquisition Date 2020-12-12T15:42:30 L1120
7 Spectrometer 399.78
Frequency F100
8 Nucleus 1H
r80
|| 760
r40
r20
r0
seE, A A
TNON ~ % 2 r-20
: : : : : seLe : : : = *9 : : :
13 12 11 10 9 8 7 6 5 4 3 2 1 0 -1 -2
ppm

S-109
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T | Ne=rr"
Parameters
Parameter Value
1 Data File Name /Volumes/ rmn500data/ N CF
Ollevier/ NT- | 3
XI-27b_20210109_01/
CARBON_O1.fid/ fid Ph A 24f
2 Origin Varian
3 Solvent cdcl3
4  Temperature 21.0
5 Number of Scans 5000
6 Acquisition Date 2021-01-09T11:02:13
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
|
“ WL ‘ . i
220 200 180 160 140 120 100 80 60 40 20 0
ppm
0
<
m
Parameters “l"
Parameter Value v
1 Data File Name / Volumes/ nmr400data/ CF
Ollevier/ NT- 3
XI-27B_20201212_02/ 2af
FLUORINE_O1.fid/ fid Ph
2 Origin Varian
3 Solvent cdcl3
4  Temperature 21.0
5 Number of 16
Scans
6 Acquisition 2020-12-12T15:41:47
Date
7 Spectrometer 376.13
Frequency
8 Nucleus 19F
N
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180
ppm
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r15000
r14000
r13000
r12000
r11000
r10000
r9000
r8000
r7000
r6000
r5000
r4000
r3000
r2000
r1000

r-1000

r14000

r13000

r12000

r11000

r10000

r9000

r8000

r7000

r6000

r5000

r4000

r3000

r2000

r1000

r—1000




4-(2-Phenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1'-biphenyl 2ag

r700
CONNVRVONOINTA—TOORNM—AOOVONININTIITTMNANDOOO OO F650
NoovovovLVonUNININININETETTITETEMNMMMMMMmMMMMNMMNmM NN~
NN N N N NN NN NN XM NS
r600
Parameters
Parameter Value v r550
1 Data File Name /Volumes/ rmn500data/ CF3
Ollevier/ NT- 500
XI-21AC_20201211_01/ 2a
PROTON_01.fid!/ fid Ph g 450
2 Origin Varian [
3 Solvent cdcl3 400
4 Temperature 80.0 1350
5 Number of 8
Scans 300
6 Acquisition 2020-12-11T723:12:28
Date +250
7 Spectrometer 499.92
Frequency r200
8 Nucleus H
r150
r100
r50
1 i - | o
o
SARSEE l_50
‘ ; ; ; ; ; plsresiad ; ; ; ; ; ; ; ; ;
4 13 12 11 10 9 6 4 3 2 0 -1 -2
ppm
r7500
OYTTOONANMINNOOMLNAN T
ONMUOA—N—TOTNNNAHINT O M 0 O —
OCONOCOGRBWIBNNNNIAL MmN AN N oy N +7000
SITOONINSNNNNNNCDRRR N,
______ — TS o L6500
Parameters
Parameter Value 6000
1 Data File Name / Volumes/ rmn500data/ 5500
Ollevier/ NT- \/
XI-21AC_20201211_01/ r5000
CARBON_01fid/ fid CF;
2 Origin Varian 2 4500
3 Solvent cdci3 Ph ag L4000
4  Temperature  80.0
5 Numberof 2000 3500
Scans 13000
6 Acquisition 2020-12-11T23:13:37
Date 2500
7 Spectrometer 125.72
Frequency r2000
8 Nucleus 13C L1500
r1000
. ‘ r500
T8 " H ',
r—500
220 200 180 160 140 120 100 80 60 40 20 0

ppm
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4-(2-(p-Tolyl)-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1"-biphenyl 2ah

PROTON_01 — —

ppm

Parameters g
Parameter Value i r100000
1 Data File Name / Volumes/ rmn500data/
Ollevier/ NT- L
XI-21AC_20201211_01/ \/ 90000
FLUORINE_O1.fid/ fid
2 Origin Varian CFS 80000
3 Solvent cdcl3 2
a
4  Temperature 80.0 Ph 9 70000
5 Number of 16
Scans 160000
| 6 Acquisition Date 2020-12-11723:07:10
| 7 Spectrometer 470.35
= Frequency r50000
%8 Nucleus 19F
g r40000
2
F30000
F20000
10000
r0
; ; ; ‘ ‘ ; ; ; ; ; ; :-—10000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200

ARG EERRRR OO <
ALALAEALAALNLALR AN AR f“‘
r900
Parameters
Parameter Value 800
1 Data File Name /Volumes/ rmn500data/ v
Ollevier/ NT-
XI-21B-2_20201212_01/ CF3 700
PROTON_01.fid/ fid
. ) Il 2ah
2 Origin Varian I Ph
3 Solvent cdcl3 600
4 Temperature 80.0
5 Number of 8 r500
Scans
6 Acquisition Date 2020-12-12T01:42:01 400
7 Spectrometer 499.92
Frequency
8 Nucleus 1H r300
r200
r100
T | Lo
e 1
ONNO T o
N OG0 <
‘ ‘ ‘ ‘ ‘ ‘ pnmne ‘ ‘ o ‘ ‘ ‘ ‘
14 13 12 11 10 9 8 6 5 4 2 1 0 -1 -2
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S-113

2300283558 153098888 8 nonsg amp e 10000
SN ER RN RN RO T2 Sed g
IURRUR R R R R R R R R R R R R R R A BRI NN NN Mmm N
e NV ~- ] r9000
Parameters
Parameter Value r8000
1 Data File Name / Volumes/ rmn500data/
Ollevier/ NT- \/ 17000
X1-21B-2_20201212_01/
CARBON_01.fid/ fid CF3
2 Origin Varian r6000
L o 2ah
| olvent cdcl3 Ph
| 4 Temperature 80.0 5000
25 Number of 2000
> Scans |
g 6 Acquisition Date 2020-12-12T700:32:44 4000
&7 Spectrometer  125.72
Frequency r3000
8 Nucleus 13C
r2000
r1000
I
| ..‘“‘ l | . W T B Lo
r—1000
220 200 180 160 140 120 100 80 60 40 20 0
ppm
2 F90000
Parameters Gi 185000
Parameter Value
1 Data File Name /Volumes/ rmn500data/ 80000
Ollevier/ NT- L
XI1-21B-2_20201212_01/ v 75000
FLUORINE_O01.fid/ fid F70000
2 Origin Varian CF3 165000
3 Solvent cdcl3 2ah
4  Temperature 80.0 Ph 60000
5 Number of 16 r55000
Scans
| 6 Acquisition Date 2020-12-12T00:26:51 150000
|7 Spectrometer  470.35 r45000
= Frequency r40000
u{8 Nucleus 19F
2 r35000
3
2 r30000
r25000
F20000
r15000
10000
r5000
L 70
r-5000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm



4-(2-(4-Ethylphenyl)-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1'-biphenyl 2ai

ANNOOOINT NN M D O oo N 0 © < r400
QNI TTIITIMmMmOONN == NN NN
NANNNNNNNNNNNNNN NN N NN NN — -
e e e e RN
Parameters r350
Parameter Value
1 Data File Name / Volumes/ nmr400data/
Ollevier/ NT- r300
XI1-21DP_20201202_01/
PROTON_01.fid/ fid //
2 Origin Varian I / 250
3 Solvent cdcl3
4  Temperature  21.0
5 Number of 8 r200
Scans
6 Acquisition 2020-12-02T718:32:21
Date 150
7 Spectrometer 399.78
Frequency
8 Nucleus 1H 100
r50
JJL.A . L0
Lt T i
N WM o o
HQa® o <
: : : : : Seane : : : STy : : )
13 12 11 10 9 8 7 6 5 4 3 2 1 0 -1 -2
ppm
NI MNOOIMONLNO O MO WO
MRANNON=HITN—TRON = NO®I aoosa 2 9000
NOONOWOWONNNIAmANNNN©Y Mm=ono 1
TETTMMANANNNNNNNON NN NN NN = - O wn
HrA A A A A A A A A A A A A~ OO OO mmmon N —
T A N ="
Parameters r8000
Parameter Value
1 Data File Name / Volumes/ rmn500data/ 7000
Ollevier/ NT- \/
X11-21D_20201209_01/
CARBON_01fid) fid CF3 6000
2 Origin Varian 2ai
3 Solvent cdcl3 Ph 15000
4 Temperature 80.0
5 Number of 5000
Scans r4000
6 Acquisition 2020-12-09T06:21:23
Date
7 Spectrometer 125.72 3000
Frequency
8 Nucleus 13C r2000
r1000
I
I |
I
I T l } Lo
220 200 180 160 140 120 100 80 60 40 20 0
ppm
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Parameter

Data File Name / Volumes/ nmr400data/

Parameters

—-63.89

Value

Ollevier/ NT-
X11-21DP_20201202_01/

FLUORINE_01.fid/ fid CF3
2 Origin Varian .
2ai

3 Solvent cdcl3 Ph
4  Temperature 21.0
5 Number of 16

Scans
6 Acquisition 2020-12-02T18:31:38

Date
7 Spectrometer 376.13

Frequency
8 Nucleus 19F

A
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180
ppm

4-(2-(4-Bromophenyl)-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1-biphenyl 2aj

MMM O TS
MmN NNN
NNNNSENNNN
hhihihi i

Parameters

Parameter

Data File Name /Volumes/ rmn500data/

Value

Ollevier/ NT-
XI1-21C_20201203_01/

Br O
\/
O CF,
Ph 23

r20000
r19000
r18000
r17000
r16000
r15000
r14000
r13000
r12000
r11000
r10000
r9000
r8000
r7000
r6000
r5000
r4000
r3000
r2000
r1000

r-1000

r750
r700
r650
r600
r550
r500
r450
r400
r350
r300
r250
r200
r150
r100

PROTON_O1.fid/ fid
2 Origin Varian H
3  Solvent cdcl3
4 Temperature 80.0
5 Number of 8
Scans
6 Acquisition Date 2020-12-03T16:25:50
7 Spectrometer 499.92
Frequency
8 Nucleus 1H
J““ S S
I
ne=Enwnmo
¥ eQ
‘ ‘ ‘ ‘ ‘ ‘ perss ‘ ‘ ‘ ‘ ‘ ‘ ‘ ‘
4 13 12 11 10 9 6 5 4 3 2 1 0 -1 -2
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iRl R E Rab g k- FA s ono 18000
COOANHABONNNNWLINT MG DR omon
SIOoONNNNNNNSNSNDRRS neam
T (e N 17000
Parameters Br
Parameter Value
1 Data File Name / Volumes/ rmn500data/ r6000

Ollevier/ NT-

XI1-21C_20201209_01/ V

CARBON_01.fid/ fid CF r5000

2 Origin Varian 3

3 Solvent cdcl3 2aj

4  Temperature 80.0 Ph 4000

5 Number of 5000

Scans 3000

6 Acquisition Date 2020-12-09T03:25:30

7 Spectrometer 125.72

Frequency 2000
8 Nucleus 13C
. 1000
|
L w
A I} Al Lk 70
r-1000
220 200 180 160 140 120 100 80 60 40
ppm
o
110000
Parameters E Br
Parameter Value \'

1 Data File Name / Volumes/ rmn500data/ 100000
Ollevier/ NT- v
X11-21C_20201203_01/ F90000
FLUORINE_O01.fid/ fid CF3

2 Origin Varian

. r80

3 Solvent cdcl3 Ph 2aj 80000

4  Temperature 80.0

5 Number of 16 170000

Scans
6 Acquisition 2020-12-03T16:29:12 r60000
Date
7 Spectrometer 470.35 50000
Frequency
8 Nucleus 19F 40000
r30000
F20000
r10000
\ r0
T T T T T T T T T T T T 7_10000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
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(3-([1,1'-Biphenyl]-4-yl)-3-(trifluoromethyl)cycloprop-1-en-1-yl)trimethylsilane 2ak

F2600
BRRRRNALIIIAAIR 83 2400
RN RENLLN O\Cﬁ
B r2200
Parameters TMS
Parameter Value r2000
1 Data File / Volumes/ rmn500data/ N
Name Ollevier/ CV- | N CF3 1800
XIV-31¢3_20210303_01/ L
PROTON_O1.fid/ fid / ( Ph 2 2ak 1600
2 Origin Varian ()
3 Solvent cdcl3 F1400
4  Temperature 21.0
5 Numberof 8 r1200
Scans
6 Acquisition 2021-03-03T12:07:18 1000
Date
7 Spectrometer 499.92 r800
Frequency
8 Nucleus TH 600
r400
r200
I
Jll WL 0
g &
— e Ne s e R0
4 13 12 11 10 9 8 7 6 5 4 3 2 1 0 -1 -2
ppm
(B AYAYAYAY)
r38000
FNRBIMASATENL neRa < 36000
ggadnaRRyteay 23da >
NOSANnintintn ininy R \' 34000
Parameters TMS 132000
Parameter Value v 130000
1 Data File Name /Volumes/ rmn500data/ r28000
Ollevier/ CV- CFS 126000
XIV-31¢3_20210411_01/
CARBON_0'.fid/ fid Ph 2ak 124000
2 Origin Varian 22000
3 Solvent cdcl3 120000
4  Temperature 21.0
5  Number of 10000 (18000
Scans r16000
6 Acquisition Date 2021-04-11716:05:38 F14000
7 Spectrometer 125.72
Frequency r12000
8 Nucleus 13C 10000
r8000
r6000
| r4000
l \ 2000
WL, . i Lo
r-2000
220 200 180 160 140 120 100 80 60 40 20 0

ppm
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o F55000
Parameters a TMS
Parameter Value | v 150000
1 Data File Name / Volumes/ rmn500data/
Ollevier/ CV- CF;
XIV-31c3_20210303_01/ 45000
FLUORINE_O'.fid/ fid Ph 2ak
2 Origin Varian 40000
3 Solvent cdcl3
4 Temperature 21.0 35000
5 Number of 16
Scans
6 Acquisition  2021-03-03T12:10:59 30000
Date
7 Spectrometer 470.35 25000
Frequency
8 Nucleus 19F 20000
r15000
r10000
r5000
e o
T T T T T T T T T T T T 7_5000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
4-(2-(3-Ethynylphenyl)-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1'-biphenyl 2al
r500
DO NTONT—HON O wn
NEONTTITMO NN
NINNNNNNNNNN NN N
B NN S r450
Parameters
Parameter Value F400
1 Data File / Volumes/ rmn500data/
Name Ollevier/ CV-
X11-193b4_20210123_01/ r350
PROTON_01.fid/ fid
2 Origin Varian [ ” 300
3  Solvent cdcl3
4  Temperature 28.0
5 Number of 8 r250
Scans
6 Acquisition  2021-01-23T22:56:26 £200
Date
7 Spectrometer 499.92
Frequency r150
8 Nucleus 1H
r100
r50
A L Lo
Y T
8UB883 D 3
L T T T T — 2SN nS T T T = T T T T T
4 13 12 11 10 9 6 5 4 3 2 1 0 -1 -2
ppm
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Parameters
Parameter Value
1 Data File Name / Volumes/ rmn500data/
Ollevier/ CV-
XI1-193b4_20210123_01/
CARBON_O01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature  28.0 [
5 Numberof 10000 r10000

Scans F

6 Acquisition 2021-01-23T23:04:58 L8000

Date [

7 Spectrometer 125.72
Frequency r6000
8 Nucleus 13C [
r4000
I I [
[ ” Sk Lo
T T T T T T T T T T T T 7_2000
220 200 180 160 140 120 100 80 60 40 20 0
ppm
K r65000
Parameters a
Parameter Value i r60000
1 Data File / Volumes/ rmn500data/

Name Ollevier/ CV- r55000
X111-193b4_20210123_01/ v \\
FLUORINE_01.fid/ fid 150000

2 Origin Varian CF3
3  Solvent cdcl3 2 r45000
al
4 Temperature 28.0 Ph
5 Number of 16 r40000
Scans
6 Acquisition 2021-01-23T722:59:46 r35000
Date
7 Spectrometer 470.35 30000
Frequency
8 Nucleus 19F r25000
F20000
r15000
r10000
r5000
— r0
r-5000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
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4-(4-(3-Ethynylphenyl)-1,1,1-trifluorobut-3-yn-2-yl)-1,1"-biphenyl 2al’

Ph
TTNODOANONONT OO oo <+ NO 7450
NNNQQONINY L MM AT S mmmaN
NINNNNNNNNNNNN ©o o < < < <
SO 2 Y RN
Parameters 400
Parameter Value
1 Data File / Volumes/ rmn500data/ 350
Name Ollevier/ CV-
XIll-193b3_20210123_01/
PROTON_01.fid/ fid ( ] / 1300
2 Origin Varian
3 Solvent cdcl3
4  Temperature 28.0 r250
5 Number of 8
Scans 1200
6 Acquisition 2021-01-23T17:01:49
Date
7 Spectrometer 499.92 F150
Frequency
8 Nucleus 1H
r100
r50
J»_J;.A_J =)
— U T T
MmO oo — o m
hnmoo o < <
‘ ‘ ‘ ‘ ‘ ‘ neeese — = ‘ ‘ ‘ ‘
4 13 12 11 10 9 6 5 4 3 2 0 -1 -2
ppm
r22000
NNT AN —ELTMOVODNA——OANNOO— ™
LINANNOMINTOIMOINANN—HONONO N~ ~NNnOoOw
BFNATLTNTRRBONNNO O IANINNS M2 anN AN 20000
SISO SNNNNNNNNNNNY BR SARA
e s ee——— NN Ph—— r
Parameters
Parameter Value
1 Data File Name / Volumes/ rmn500data/
Ollevier/ CV-
X111-193b3_20210123_01/
CARBON_01.fid/ fid
2 Origin Varian
3 Solvent cdcl3
4  Temperature 28.0
5 Number of 10000
Scans H
6 Acquisition 2021-01-23T17:09:47 8000
Date [
7 Spectrometer 125.72
Frequency r6000
8 Nucleus 13C [
r4000
r2000
I
‘ L
Hmi I | ’
F-2000

220 200 180

160

140 120 100 80 60 40
ppm
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Parameters

-67.20
-67.22

r24000

Parameter Value

1 Data File Name / Volumes/ rmn500data/
Ollevier/ CV-
XI11-193b3_20210123_01/
FLUORINE_O01.fid/ fid

Origin Varian

Solvent cdcl3

<

r22000

r20000

r18000

Temperature  28.0

Number of 16

Scans

6 Acquisition 2021-01-23T17:05:11
Date

7 Spectrometer 470.35

Frequency
8 Nucleus 19F 10000

r16000

a b~ WN

r14000

r12000

r8000

r6000

r4000

r2000

N T r0

F-2000

FLUORINE_01 — —

20 0 20 -40 -60  -80 -100 -120 -140 -160 -180  -200
ppm

r4vvuu
138000
136000
134000
132000
130000
128000
126000
124000
122000
120000
118000
116000
114000
112000
110000
18000
16000
L4000
12000
I ,0
L2000

20 0 20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
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2-(2,3-Diphenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)naphthalene 2b

r450
Ph Ph
833RX598Y \/
EANNLNb L 1400
O CFs
Parameters
Parameter Value F350
1 DataFile Name /Volumes/
rmn500data/ 2b
Ollevier/ CV- r300
Xl11-199e_202102
08_01/ |
PROTON_01.fid/
fid F250
2 Origin Varian
3  Solvent cdcl3 1200
4  Temperature 22.0
5 Number of Scans 8
6 Acquisition Date 2021-02-08T18:0 r150
6:08
7 Spectrometer 499.92
Frequency r100
8 Nucleus 1H
|
m 50
o .
s
ot NO
QN
‘ ‘ ‘ ‘ ‘ T ‘ ‘ ‘ ‘ ‘
4 13 12 11 10 9 7 6 4 3 2 1 0 -1 -2
ppm
r28000
532888 mnNSI3]3938%88 Snn o 196000
TMA—LS S0 0N GGG GO LINma ¥ oo
ufulupaiuia g o fa g R R R R mmmm
i\ A A L S S n ey s —~\— L
Ph Ph 24000
Parameters 122000
Parameter Value
1 Data File Name / Volumes/ rmn500data/ CF3 20000
Ollevier/ CV-
X11-199e_20210208_01/ 18000
CARBON_01.fid/ fid
2 Origin Varian 2b r16000
3  Solvent cdcl3
4 Temperature  22.0 r14000
5 Number of 5000
Scans r12000
6 Acquisition 2021-02-08T18:13:26 10000
Date
7 Spectrometer 125.72 F8000
Frequency
8 Nucleus 13C r6000
r4000
| r2000
| ,
r-2000
220 200 180 160 140 120 80 60 40 20 0

ppm
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Parameters :'-; Ph Ph r85000
Parameter Value |
r80000
1 Data File / Volumes/ rmn500data/ V
Name Ollevier/ CV- CF r75000
X1l-199e_20210208_01/ 3
FLUORINE_O1.fid/ fid 70000
2 Origin Varian r65000
3 Solvent cdcl3 2b 160000
4  Temperature 22.0
5 Numberof 16 55000
Scans 50000
6 Acquisition  2021-02-08T18:09:30
Date r45000
7 Spectrometer 470.35 F40000
Frequency
8 Nucleus 19F r35000
r30000
F25000
r20000
r15000
r10000
r5000
L r0
r-5000
20 0 -20 -40 -60 -80 -100 -140 -160 -180 -200
ppm
(3-(4-(Benzyloxy)phenyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2¢
r550
5RA8%RIA58E 3 Ph Ph
NNNNNNNN o o Cal 7500
e I v
Parameters CF3 F450
Parameter Value
1 Data File Name / Volumes/
rmn500data/ BnO 400
Ollevier/ CV- 2c
XIV-199¢_202102 L
o
PROTON_01.fid/
fid r300
2 Origin Varian
3 Solvent cdcl3 250
4 Temperature 20.0
5 Number of Scans 8 1200
6 Acquisition Date  2021-02-03T18:0
4:38
7 Spectrometer 499.92 150
Frequency
8 Nucleus H r100
r50
A 0
) i
m == O o
QL Xoa <
‘ ‘ ‘ ‘ ‘ ‘ moess ‘ 5 ‘ ‘ ‘ ‘ ‘ ‘
4 13 12 11 10 9 7 6 5 4 2 1 0 -1 -2
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FZ800V
BZRANENSRNASRS8R3 R ~ No e m r26000
BNOOSAANBHBBNGOMYE S - ©om=o0
Erupupupaia o faia Jafapapa g b pa R e m o
[ o A 2~ Ph Ph F24000
Parameters v £22000
Parameter Value CF
1 Data File / Volumes/ rmn500data/ 3 20000
Name Ollevier/ CV-
XIV-199¢_20210203_01/ BnO r18000
CARBON_O01.fid/ fid 2
2 Origin Varian c r16000
3 Solvent cdcl3 114000
4  Temperature 20.0
5 Number of 5000 12000
Scans
6 Acquisition 2021-02-03T18:13:22 10000
Date
7 Spectrometer 125.72 8000
Frequency
8 Nucleus 13C r6000
r4000
| r2000
I
A I I ,0
r—2000
220 200 180 160 140 120 60 40 20 0
ppm
Parameters g Ph Ph
Parameter Value i v 55000
1 Data File / Volumes/ rmn500data/ CF
Name Ollevier/ CV- 3 50000
XIV-199¢_20210203_01/
FLUORINE_O1.fid/ fid BnO t45000
2 Origin Varian
3 Solvent cdcl3 2c 140000
4 Temperature 20.0
5 Number of 16 r35000
Scans
6 Acquisition 2021-02-03T18:08:02
Date r30000
7 Spectrometer 470.35
Frequency 25000
8 Nucleus 19F
r20000
15000
10000
r5000
L ro
T T T T T T T T T T T 7_5000
20 0 -20 -40 -60 -80 -120 -140 -160 -180 -200

ppm



3-(4'-(2,3-Diphenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-[1,1'-biphenyl]-4-yl)-3-(trifluoromethyl)-3H-diazirine
2d

r900
OoONOTMAN—TOOINT M
NN Y Y
NINNNNNNNNNNNNN
Parameters
Parameter Value
1 Data File / Volumes/ rmn500data/ r700
Name Ollevier/ NT-
XI-39A3_20210104_01/
PROTON_01.fid/ fid r600
2 Origin Varian
3 Solvent dcl3
olven cdc 500
4  Temperature 21.0
5 Number of 8
Scans L400
6 Acquisition 2021-01-04T19:53:57
Date
7 Spectrometer 499.92 r300
Frequency
8 Nucleus 1H
r200
r100
b "
P
Sl
N NN
4 13 12 11 10 9 8 7 6 5 4 3 2 1 0 -1 -2
ppm
r8000
ARRAREES 5] 7500
NDOVOOANWNOY D
ooSNNSNNY 288
eSS e r7000
Parameters r6500
Parameter Value 16000
1 Data File Name /Volumes/ rmn500data/
Ollevier/ NT- r5500
XI1-39a23_20210110_01/
CARBON_O1.fid/ fid r5000
2 Origin Varian L4500
3 Solvent cdcl3
4 Temperature 21.0 4000
5 Number of 5000 3500
Scans
6 Acquisition 2021-01-10T01:41:14 F3000
Date 2500
7 Spectrometer 125.72
Frequency 2000
8 Nucleus 13C
r1500
r1000
I r500
ik l : .
r-500
220 200 180 160 140 120 100 80 60 40 20 0

ppm
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el N=N 12000
Parameters “;’7
Parameter Value CF3 r11000
1 Data File / Volumes/ rmn500data/
Name Ollevier/ NT- 10000
XI-35M2_20210104_01/
FLUORINE_O1.fid/ fid CF; 2d L9000
2 Origin Varian
3 Solvent cdcl3 A 18000
4  Temperature 21.0 Ph Ph
5 Number of 16 r7000
Scans
6 Acquisition 2021-01-04T19:26:05 L
Date 6000
7 Spectrometer 470.35
Frequency 5000
8 Nucleus 19F
r4000
r3000
r2000
r1000
J - ,0
r-1000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
4,4'-Bis(2,3-diphenyl-1-(trifluoromethyl)cycloprop-2-en-1-yl)-1,1"-biphenyl 2d’
r900
DONNTMAN—H =W N~
NNNNunnnnnE Yy
NANNNNNNNNNNNNN
e e r800
Parameters
Parar‘neter Value 1700
1 DataFile / Volumes/
Name rmn500data/ Ollevier/
NT-
X1-39A3_20210104_01/ 1600
PROTON_01.fid/ fid
2 Origin Varian 500
3 Solvent cdcl3
4  Temperature 21.0
5 Numberof 8 r400
Scans
6 Acquisition 2021-01-04T19:53:57
Date r300
7 Spectrometer 499.92
Frequency
8 Nucleus H 200
j 100
Al P
PR
o ; ~
SR
4 13 12 11 10 9 8 7 6 4 3 2 1 -1 -2
ppm
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Parameters
Parameter Value
1 Data File Name [/ Volumes/ rmn500data/
Ollevier/ NT-

X1-39a3_20210110_01/
CARBON_01.fid/ fid

2 Origin Varian
3 Solvent cdcl3
4  Temperature 21.0
5 Number of 5000
Scans
6 Acquisition Date 2021-01-10T01:41:14
7 Spectrometer 125.72
Frequency
8 Nucleus 13C
[
Il [ | ! o
r-500
220 200 180 160 140 120 100 80 60 40 20
ppm _
— 4Uuuy
<
Parameters T 138000
Parameter Value 36000
1 Data File / Volumes/ rmn500data/ 34000
Name Ollevier/ NT- L
XI-39A3_20210104_01/ 32000
FLUORINE_O1.fid/ fid 30000
2 Origin Varian 28000
3 Solvent cdcl3 126000
4  Temperature 21.0 [
5 Number of 16 24000
Scans r22000
6 Acquisition 2021-01-04T19:58:03 20000
Date 118000
7 Spectrometer 470.35
Frequency 16000
8 Nucleus 19F 14000
r12000
r10000
r8000
r6000
r4000
r2000
ol r0
r-2000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
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(3-(p-Tolyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2e

r1000
NN T aQ m
PRy 1 \/ 900
Parameters CFS
Parameter Value r800
1 Data File Name / Volumes/
rmn500data/
Ollevier/ CV- 2e r700
XI1-191b_2021011
9_01/
PROTON_O1.fid/ 600
fid
2 Origin Varian F500
3  Solvent cdcl3
4  Temperature 22.0
5 Number of Scans 8 400
6 Acquisition Date 2021-01-19T18:0
719 r300
7 Spectrometer 499.92
Frequency 1200
8 Nucleus 1H
‘ r100
L ,0
RO f
Mo wn o
anoo S
‘ ‘ ‘ ‘ ‘ ‘ ] ‘ =S ‘ ‘ ‘
4 13 12 11 10 9 8 7 6 2 1 0 -1 -2
pp
r60000
N O N noastTms~NOm
RINNHONNNGOY OB N 525 9
gidegadasnnggag Ao o 155000
JALRA A B B B B B B B B A A B Mmmmn N
e | |
r50000
Parameters Ph Ph
Parz-'Jmeter Value v L 45000
1 Data File Name / Volumes/ rmn500data/ CF
Ollevier/ CV- 3
XIll-191b_20210119_01/ 40000
CARBON_01.fid/ fid
2 Origin Varian 2e r35000
3  Solvent cdcl3
4  Temperature 22.0 r30000
5 Number of 5000
Scans r25000
6 Acquisition 2021-01-19T18:16:43
Date r20000
7 Spectrometer 125.72
Frequency 115000
8 Nucleus 13C
r10000
IJA 5000
I
In
L | ' O
F-5000
220 200 180 160 140 120 40 20 0

ppm



Parameters § Ph Ph 185000
Parameter Value i v 80000
1 Data File / Volumes/ rmn500data/ 175000
Name Ollevier/ CV- CFS
XI1l1-191b_20210119_01/ r70000
FLUORINE_O01.fid/ fid
2 Origin Varian 165000
3 Solvent cdcl3 2e 160000
4  Temperature 22.0 155000
5 Number of 16
Scans r50000
6 Acquisition 2021-01-19T18:11:30 L
Date 45000
7 Spectrometer 470.35 r40000
Frequency L
8 Nucleus 19F 35000
r30000
F25000
r20000
r15000
r10000
r5000
r0
r-5000
20 0 -20 -40  -60  -80  -100 -120 -140 -160 -180  -200
ppm
(3-(4-(tert-Butyl)phenyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2f
Ph Ph | 1600
BRRITIMA & \ 1500
NNNNNNNN —
NN AN CF3 | 1400
Parameters
Parameter Value Bu r1300
1 Data File Name  / Volumes/ 2f L
rmn500data/ 1200
Ollevier/ CV- r1100
XI11-199d_202102
04_01/ | 11000
PROTON_01.fid/
fid 1900
2 Origin Varian 800
3 Solvent cdcl3
4 Temperature 20.0 700
5 Number of Scans 8 600
6 Acquisition Date 2021-02-04T18:0
9:59 r500
7 Spectrometer 499.92 F400
Frequency
8 Nucleus H r300
F200
JJJ r100
— )
&G !
SEEE: g --100
; T T T T T T T T T T S T .
4 13 12 11 10 9 8 7 6 4 3 2 1 0 -1 -2
ppm
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Parameters Ph Ph 55000
Parameter Value v
1 Data File Name / Volumes/ rmn500data/ CF 50000
Ollevier/ CV- 3
X1I-199d_20210204_01/ 45000
CARBON_O01.fid/ fid tBU
2 Origin Varian of 40000
3 Solvent cdcl3 135000
4  Temperature 20.0
5 Number of 5000 30000
Scans
6 Acquisition 2021-02-04T18:17:48 25000
Date
7 Spectrometer 125.72 20000
Frequency
8 Nucleus 13C r15000
r10000
r5000
| I
1] | o
r-5000
220 200 180 160 140 120 100 80 60 40 20 0
ppm
Parameters & Ph Ph 100000
Parameter Value i v
1 Data File / Volumes/ rmn500data/
Name Ollevier/ CV- CF3 r90000
XI1-199d_20210204_01/
FLUORINE_O01.fid/ fid Bu 180000
2 Origin Varian
3  Solvent cdcl3 2f
4  Temperature 20.0 70000
5 Number of 16
Scans 60000
6 Acquisition 2021-02-04T718:13:24
Date
7 Spectrometer 470.35 50000
Frequency
8 Nucleus 19F r40000
r30000
r20000
r10000
r0
T T T T T T T T T T T T 7_10000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
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(3-(4-Methoxyphenyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2g

cmman o, ~ Ph Ph L1100
COMNW < < < 0 c0 ~
NNNNNNS G S o v
ST 11000
Parameters CF3
Parameter Value 900
1 Data File / Volumes/ MeO
Name rmn500data/ Ollevier/
cv- 2g 800
XI1-197b_20210201_01/
PROTON_01.fid/ fid L700
2 Origin Varian
3 Solvent cdcl3 L600
4  Temperature 28.0
5 Numberof 8 r500
Scans
6 Acquisition  2021-02-01T18:01:06
Date 400
7 Spectrometer 499.92
Frequency r300
8 Nucleus 1H
r200
r100
J L , Lo
s 1 !
289 2 8
T T T T T T ‘V; =t \.\i T T T us T T T T T T 7_100
4 13 12 11 10 9 8 7 6 5 4 3 2 1 0 -1 -2
ppm
PhABNNSSINIoSRRR < InNoO N r40000
BOSOANAARBOOMMSS ~” ©m=0
USRS R R R B A R g Rl R P PARMIMEN
eTT—_—— T N Y | ~ Ph Ph
Parameters v 135000
Parameter Value CF
1 Data File / Volumes/ rmn500data/ 3 130000
Name Ollevier/ CV-
XIlI-197b_20210201_01/ MeO
CARBON_O01.fid/ fid 2
2 Origin Varian g 25000
3  Solvent cdcl3
4  Temperature 28.0 120000
5 Number of 5000
Scans
6 Acquisition 2021-02-01T18:09:39 L
Date 15000
7 Spectrometer 125.72
Frequency
8 Nucleus 13C 10000
[ r5000
I
I
A J..L | | : "
220 200 180 160 140 120 100 80 60 40 20 0

ppm
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@ 70000
Parameters o Ph Ph
Parameter Value \' 65000
1 Data File / Volumes/ rmn500data/ v
Name Ollevier/ CV- CF r60000
XIII-197b_20210201_01/ 3
FLUORINE_01.fid/ fid r55000
2 Origin Varian MeO
3 Solvent cdcl3 29 50000
4 Temperature 28.0 145000
5 Number of 16
Scans 40000
6 Acquisition 2021-02-01T18:04:27
Date r35000
7 Spectrometer 470.35
Frequency r30000
8 Nucleus 19F 25000
F20000
r15000
r10000
r5000
ro
r-5000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
(3-(Trifluoromethyl)cycloprop-1-ene-1,2,3-triyl)tribenzene 2h
r1300
REASIIITIIIIIAAIAININNIALIITIINAN Ph Ph
AL AL AN SRR v t1200
Parameters CF L1100
Parameter Value 3
1 DataFile / Volumes/ 1000
Name rmn500data/ Ollevier/
CV- L
XlI-181b_20210122_01/ ( ' 2h 900
B PRQTON_OTfld/ fid I 1800
2 Origin Varian
3 Solvent cdcl3 £700
4  Temperature 28.0
5 Numberof 8 r600
Scans
6 Acquisition  2021-01-22T718:50:08 r500
Date
7 Spectrometer 499.92 r400
Frequency
8 Nucleus H 300
r200
r100
. ) J\ | ’
Y
853838
‘ ; ; ; ; ; stadolois ; ; ; ; ; ; ; =100
4 13 12 11 10 9 7 6 5 4 2 1 0 -1 -2
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Neagegadennggnsssg Yo
ﬁHHﬁHHﬁHHﬁ_{;;Hw mw 2000
Parameters Ph Ph
Parameter Value v
1 Data File Name / Volumes/ rmn500data/ CF 7000
Ollevier/ CV- 3
X111-1810_20210122_01/
CARBON_01.fid/ fid 6000
2 Origin Varian
3 Solvent cdcl3 2h 5000
4  Temperature 28.0
5 Number of 10000
Scans r4000
6 Acquisition 2021-01-22T18:58:22
Date
7 Spectrometer 125.72 13000
Frequency
8 Nucleus 13C £2000
r1000
A . A J Lo
220 200 180 160 140 120 100 80 60 40 20 0
ppm
s F28000
Parameters o
Parameter Value i Ph Ph 126000
1 Data File / Volumes/ rmn500data/ v 124000
Name Ollevier/ CV- CF
XI11-1810_20210122_01/ 3
FLUORINE_O1.fig/ fid 22000
2 Origin Varian 120000
3  Solvent cdcl3 2h
4 Temperature 28.0 18000
5 Number of 16
Scans r16000
6 Acquisition 2021-01-22T718:53:42
Date r14000
7 Spectrometer 470.35
Frequency 12000
8 Nucleus 19F 110000
r8000
r6000
r4000
r2000
0
r-2000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
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(3-(4-Fluorophenyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2i

Ph Ph  teso
REB2$9238
NRNRNKN S G 6 v
P t RN r600
arameters
CF3
Parameter Value r550
1 Data File / Volumes/ rmn500data/ F
Name Ollevier/ CV- 500
X1-191¢_20210120_01/ 2i
PROTON_O01.fid/ fid L450
2 Origin Varian
3 Solvent cdcl3 r400
4  Temperature 28.0
5 Number of 8 350
Scans
6  Acauisiti . r300
cquisition 2021-01-20T18:36:34
Date
7 Spectrometer 499.92 [230
Frequency 1200
8 Nucleus H
r150
r100
r50
JJUL Lk Lo
Py X
IR
‘ ; ; ; ; ; s ; ; ; ; ; =50
4 13 12 11 10 9 7 6 2 1 0 -1 -2
ppm
r10000
n o NOTONINANN—EHDIODNDOM— D
oo MNMNMAOMA A ONMeE——O A= ML
M MHd0COoANBOINMININSS SO ©¥ -
E-ppulujulusaiaga o gajala hale hale fa PARVIMEN L
RS sy pansnen A Ph Ph 9000
Parameters
Parameter Value v 8000
1 Data File Name /Volumes/ rmn500data/ CF3
Ollevier/ CV- 7000
XI1-191¢_20210120_01/ F
CARBON_01.fid/ fid
2 Origin Varian 2i r6000
3  Solvent cdcl3
4 Temperature 28.0 r5000
5 Number of 5000
Scans L4000
6 Acquisition Date 2021-01-20T18:45:23
7 Spectrometer 125.72
Frequency r3000
8 Nucleus 13C
r2000
l 1000
I
I
ii “ul‘ i I 4l Lo
; ; ; ; ; ; ‘ ; ; ; --1000
220 200 180 160 140 120 100 40 20 0

ppm
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Parameters & = Ph 65000
Parameter Value [

Data File Name / Volumes/ rmn500data/ CF r60000
Ollevier/ CV- 3
XIlI-191c_20210120_01/ F55000
FLUORINE_01.fid/ fid F

2 Origin Varian r50000
3 Solvent cdcl3

4  Temperature 28.0 45000
5 Number of 16 r40000

Scans

Acquisition 2021-01-20T18:40:46 35000

Date

Spectrometer 470.35 30000

Frequency

Nucleus 19F 25000

r20000
r15000
r10000
r5000
r0
r-5000
20 0 -20 -40 -120 -140 -160 -200
(3-(4-Bromophenyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2j
Ph
KRGILLYR F400
NINNNNNNN
T
Parameters CFS
Parameter Value 350
Data File / Volumes/ rmn500data/ Br
Name Ollevier/ CV- .
XI1-195b_20210128_01/ 2] r300
PROTON_01.fid/ fid
2 Origin Varian
3 Solvent cdcl3 r250
4  Temperature 28.0
5 Number of 8

Scans 200

Acquisition 2021-01-28T18:08:47

Date 150

Spectrometer 499.92

Frequency

Nucleus H 100

r50
r0

13 12 11 10 9 8 4 3 2 1 -2



FZUuuu
19000
BRERENRNBEaHAS R
gddggaggenndd g 118000
HﬁHHﬁHHﬁ_QT;./;T m\”%“ph Ph F17000
Parameters v r16000
Parameter Value CF r15000
1 Data File Name / Volumes/ rmn500data/ 3 14000
Ollevier/ CV-
XIIl-195b_20210128_01/ Br 13000
CARBON_01.fid/ fid . 12000
2 Origin Varian 21 11000
3 Solvent cdcl3 110000
4  Temperature  28.0
5 Numberof 10000 19000
Scans r8000
6 Acquisition 2021-01-28T18:17:17 L7000
Date
7 Spectrometer 125.72 6000
Frequency r5000
8 Nucleus 13C F4000
r3000
| r2000
‘ #J ‘ [ 11000
l j ‘1 _J Mk O
r-1000
220 200 180 160 140 120 100 80 60 40 20
ppm
2
Parameters o F
P b Ph Ph 80000
arameter Value 25000
1 Data File / Volumes/ v
Name rmn500data/ Ollevier/ CF F70000
Cv- 3
X1l1-195b_20210128_01/ r65000
FLUORINE_01.fid/ fid Br
2 Origin Varian . 160000
3 Solvent cdel3 2j 155000
4  Temperature 28.0 50000
5 Numberof 16
Scans r45000
6 Acquisition  2021-01-28T718:12:46
Date r40000
7 Spectrometer 470.35 35000
Frequency
8 Nucleus 19F r30000
r25000
r20000
r15000
r10000
r5000
| 0]
r-5000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
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(3-(3-Bromophenyl)-3-(trifluoromethyl)cycloprop-1-ene-1,2-diyl)dibenzene 2k

r700
RRTRI$ET8R 90 Ph Ph Teso
NNNNNNNNNN N~
= B v
Parameters r CF 600
3
Parameter Value 550
1 Data File / Volumes/
Name rmn500data/ Ollevier/ 500
CV- 2k
XI1-197a_20210129_01/ 450
PROTON_01fid/ fid ( }
2 Origin Varian r400
3 Solvent cdcl3
4  Temperature 28.0 r350
5 Numberof 8
Scans 300
6 Acquisition  2021-01-29T17:28:48 1250
Date
7 Spectrometer 499.92 r200
Frequency
8 Nucleus ™ r150
r100
r50
_J L Lo
£35558
‘ ; ; ; ; N ; ; ; ; =30
4 13 12 11 10 9 8 6 2 1 0 -1 -2
ppm
r16000
SRERIMRACRINIBETIRITT Lo r15000
gdrdgggsdeduggindgad %o e ok
et o bl S e '”\'”th Ph (14000
Parameters v r13000
Parameter Value Br. 112000
1 Data File Name / Volumes/ rmn500data/ CF3
Ollevier/ CV- 11000
XIl1-197a_20210129_01/
CARBON_01fid/ fid 10000
2 Origin Varian 2k 19000
3  Solvent cdcl3
4 Temperature 28.0 8000
5 Number of 10000 £7000
Scans
6 Acquisition 2021-01-29T17:38:01 r6000
Date L5000
7 Spectrometer 125.72
Frequency 4000
8 Nucleus 13C
r3000
r2000
‘ M | 1000
| J ' i Lo
r—1000
220 200 180 160 140 120 40 20 0

ppm



5 r110000
Parameters b
Parameter Value | Ph Ph 1100000
1 Data File / Volumes/ rmn500data/ v
Name Ollevier/ CV- Br
Xill-197a_20210129_01/ CF3 90000
FLUORINE_O1.fid/ fid
2 Origin Varian 80000
3 Solvent cdcl3
4  Tem 2k
perature  28.0 r70000
5 Number of 16
Scans
6 Acquisiion  2021-01-29T17:32:09 60000
Date
7 Spectrometer 470.35 50000
Frequency
8 Nucleus 19F r40000
r30000
F20000
r10000
L 0
r-10000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
(3-(Trifluoromethyl)-3-(4-(trifluoromethyl)phenyl)cycloprop-1-ene-1,2-diyl)dibenzene 2l
r1400
BRI RRamm Ph Ph 1300
NNNNNNNNN v
e\
Parameters CF3 (1200
Parameter Value t1100
1 Data File / Volumes/ rmn500data/ CF3
Name Ollevier/ CV- r1000
XI1-197d_20210206_01/ 2l
PROTON_01.fid/ fid L900
2 Origin Varian l!
3 Solvent cdcl3 r800
4  Temperature 22.0 |
5 Number of 8 700
Scans 600
6 Acquisition 2021-02-06T01:37:39
Date t500
7 Spectrometer 499.92
Frequency r400
8 Nucleus 1H
r300
r200
H] 1100
] J li_» O
e
S T+ F e 1100
4 13 12 11 10 9 8 7 6 5 4 2 1 0 -1 -2

S-138



F30000
LONIIYTIIILLBLRNNIIIIZZE o 0w
GO N BRBBNN GH BN ANE SRR S D @ i r28000
ujuguiagaiagajaga fapapa o aa Saia Ja R s R s it 3 Mo
e i - I < Ph Ph 26000
Parameters v 124000
Parameter Value CF
1 Data File Name / Volumes/ rmn500data/ 3 122000
Ollevier/ CV-
XIl1-197d_20210206_017/ CF3 20000
CARBON_O01.fid/ fid 2| 18000
2 Origin Varian
3 Solvent cdcl3 r16000
4  Temperature  22.0
5 Numberof 10000 14000
Scans r12000
6 Acquisition 2021-02-06T01:46:43
Date r10000
7 Spectrometer 125.72
Frequency r8000
8 Nucleus 13C L6000
r4000
r2000
o JL__ [ ¥0)
r-2000
220 200 180 160 140 120 100 80 60 40 20 0
ppm
~N o
0 N
Parameters o
Parameter Value '\/' Ph Ph r40000
1 Data File Name / Volumes/
rmn500data/ v
Ollevier/ CV- CF5 r35000
X111-197d_2021020
6_01/
FLUORINE_O1.fid/ CF; 130000
fid
2 Origin Varian 2l
3 Solvent cdcl3 25000
4  Temperature 22.0
5 Number of Scans 16
6 Acquisition Date  2021-02-06T01:4 F20000
1:45
7 Spectrometer 470.35
Frequency 15000
8 Nucleus 19F
r10000
r5000
r0
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
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4-(2,2,2-trifluoro-1-(pent-4-yn-1-yloxy)ethyl)-1,1'-biphenyl 3a

TAN—HON—HOWWT N O VOINTONOOLNMONOLNTETETMMO N O 7500
Qoo IMmMmmm LOYVLYVYVYVYVYVYVYMMMMMO) O)C) 0 QK
NN NNNNNNNNNNN ST FTmmn MmN ANANANNN A A
e L N e l4so
Parameters /\/\
Parameter Value // O
1 Data File Name / Volumes/ 400
rmn500data/ Ollevier/ CF5
NT-
r350
XI-25A_20201212_01/ Ph 3a
PROTON_07.fid/ fid | |
2 Origin Varian r300
3 Solvent cdcl3
4 Temperature 80.0 F250
5 Number of 8
Scans
. £ r200
6 Acquisition 2020-12-12T01:53:06
Date
7 Spectrometer 499.92 F150
Frequency
8 Nucleus 1H 100
l r50
A u\..,_ A Lo
—P— T T 7T
o~N O M~ o — O —~ 0
mem S o ® %%
‘ : : : : : T : -~ e : : : :
4 13 12 11 10 9 8 7 6 5 4 3 2 1 0 -1 -2
ppm
r9000
NOLMO =T NO T O
NINAOONNST MO0 WO O N MO0 M NN — o
NS HBONNNIANS omaRead=Ha © —
TTETMANNNNNNN N MO OO o 0 0 wn
N SN Nm——— N\ I I
Parameters //\/\O
Parameter Value / 7000
1 Data File Name / Volumes/ rmn500data/ CF
Ollevier/ NT- 3
XI-25A_20201212_01/ 6000
CARBON_O1.fid/ fid Ph 3a
2 Origin Varian L
3 Solvent cdcl3 5000
4  Temperature 80.0
5 Number of 2000 4000
Scans
6 Acquisition Date 2020-12-12T01:54:43
7 Spectrometer  125.72 3000
Frequency
8 Nucleus 13C
2000
I
r1000
i Il
UL bl
220 200 180 160 140 120 100 80 60 40 20 0
ppm
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4-(2,2,2-trifluoro-1-(prop-2-yn-1-yloxy)ethyl)-1,1-bipheny! 3b

o N
wn o
Parameters oo /\/\ F55000
Parameter Value O // o
1 Data File Name / Volumes/ rmn500data/ 50000
Ollevier/ NT- CF3
XI-25A_20201212_01/
FLUORINE_O1.fid/ fid 3a r45000
2 Origin Varian Ph
3 Solvent cdcl3 40000
4 Temperature 80.0
5 Number of Scans 16 r35000
6 Acquisition Date 2020-12-12T01:47:41
7 Spectrometer 470.35 r30000
Frequency
8 Nucleus 19F F25000
r20000
r15000
10000
r5000
| o
T T T T T T T T T T T T 7_5000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm

r700
OINT—EH—AF—ATOATNOVOOTOONOONMNWO MANODD—HOONMMOOMANN
LOLLYLYLONINIITLIILIMMNMMMMNNMMANQOOAYIMMHA =N
Sme———""" T == =z
Parameters r600
Parameter Value CF3
1 Data File Name / Volumes/ 550
rmn500data/ Ollevier/ Ph 3b i
NT- 500
X1-25B_20201212_01/
PROTON_O1.fid/ fid 450
2 Origin Varian L400
3 Solvent cdcl3
4  Temperature  80.0 r350
5 Number of 8
Scans r300
6 Acquisition 2020-12-12T04:22:39 Los0
Date
7 Spectrometer 499.92 200
Frequency
8 Nucleus 1H r150
r100
I r50
A o
283588 ST é é é F-50
; ; ; ; ; ol nioini o ; e S ; ; ; ;
4 13 12 11 10 9 8 7 6 5 4 2 1 0 -1 -2
ppm
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r8000
3982323R08KE ponwing g [

SEERRNRRRANS RRRR Re # a 7500

V) Neem——— e — | r7000

Parameters CF3 6500
Parameter Value [

1 Data File Name /Volumes/ rmn500data/ Ph 3b 6000
Ollevier/ NT- F5500
XI-25B_20201212_01/

CARBON_O01.fid/ fid r5000

2 Origin Varian L4500

3 Solvent cdcl3

4 Temperature 80.0 4000

5 Number of 2000 £3500

Scans
6 Acquisition Date 2020-12-12T03:13:18 r3000
7 Spectrometer 125.72 2500
Frequency
8 Nucleus 13C r2000
r1500
| r1000
I r500
| ] L . ot Lo
r-500
220 200 180 160 140 120 100 80 60 40 0
ppm
wn o
Parameters e 65000
NN~ I~
Parameter Value '\) ///\O
1 Data File Name / Volumes/ rmn500data/ r60000
Ollevier/ NT- CF
XI-25B_20201212_01/ 3 155000
FLUORINE_O1.fid/ fid 3b

2 Origin Varian Ph 50000

3 Solvent cdcl3 145000

4  Temperature 80.0

5 Number of Scans 16 40000

6 Acquisition Date  2020-12-12T03:08:00

7 Spectrometer 470.35 r35000

Frequency
8 Nucleus 19F 30000
F25000
F20000
r15000
10000
r5000
1 r0
r-5000
; ‘ ; ; ‘ ‘ ; ‘ ; ; ; :-—10000
20 0 -20 -40 -60 -80 -100 -120 -140 -160 -180 -200
ppm
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4-(1-(Trifluoromethyl)cycloprop-2-en-1-yl)-1,1'-biphenyl 4ak

S-143

2593388503222 \/ 550
NNNNNNNSNNNNN CF
— 3 1500
Parameters
Parameter Value Ph L450
1 Data File Name / Volumes/ 4ak
rmn500data/
Ollevier/ CV- r400
XIV-127B2_20210 I
417_07/ { r350
PROTON_01.fid/
fid
2 Origin Varian 300
3  Solvent cdcl3
4 Temperature 21.0 1250
5 Number of Scans 8
6 Acquisition Date  2021-04-17T00:0 200
5:36
7 Spectrometer 499.92 r150
Frequency
8 Nucleus TH 100
- . Lo
—AS—
M= <M
(oMo e e 0N
; ; ; ; ; Seos ; ; ; ; ; ; ; ~-50
13 12 11 10 9 8 6 5 4 3 2 1 0 -1 -2
ppm
EYgoNRNGNNINNESEE N©wo 24000
SONH G000 NNNL MG D0 N 0 1N N O
s o R o Ra o Ba o Ja R g R AR
e N ‘iy r22000
Parameters CF 120000
Parameter Value 3
1 Data File / Volumes/ rmn500data/ Ph 18000
Name Ollevier/ CV-
XIV-127B2_20210417_01/ 4ak |
CARBON_01.fid/ fid 16000
2 Origin Varian |
3  Solvent cdcl3 14000
4  Temperature 21.0 112000
5 Number of 10000
Scans 110000
6 Acquisition 2021-04-17T00:14:50
Date 18000
7 Spectrometer 125.72
Frequency |
8 Nucleus 13C 6000
r4000
\ r2000
I
I I L L YN W SR Lo
r—2000
220 200 180 160 140 120 100 80 60 40 20 0
ppm



