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R = SF5, CF3, H, OMe
Table S1: Yields obtained of N-aryl maleamic acids.
Compound R Yield (%)
la SFs 93
1b CFs 92
1c H 87
1d OMe 95
@)

Table S2: Cyclisation of N-aryl maleamic acid derivatives into corresponding N-aryl maleimides using

acetic anhydride, sodium acetate, 100°C 1-12 hr.

(Ac),0, NaOAc

A\
C N
1-12 hr, 100°C /©/
' R

(0]
2a-d

Compound R Yield (%)
2a SFs 84
2b CFs 88
2c H 79
2d OMe 93




SF; Maleimide Hydrolysis
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y = 28.908x - 295.68 a

9000
8000
7000
= e
5000

- e
3000

2000

1000

Chromatographic Peak Area (mAU)

0 50 100 150 200 250 300
B pH=8 @ pH=7.4 Time (Minutes)

Figure S1: Graph plotting chromatographic peak area of the peak corresponding to the -SFs maleamic

acid (1a) over time.
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Figure S2: Graph plotting chromatographic peak area of the peak corresponding to the -OMe maleamic

acid (1d) over time.



SF; Maleimide-Cysteine Conjugation - EIC, Negative ESI
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Figure S3: Extracted ion chromatogram showing the disappearance of the signal corresponding to -SFs

maleimide within 15 minutes from the initial injection.
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Figure S4: 'TH-NMR COSY of the -OMe regioisomeric mixture (4d).
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Figure S5: 2D HSQC of the -OMe regioisomeric mixture (4d).



Table S3: 'H and '3C chemical shift allocations of -OMe thio-succinamic acid regio-isomers (4d).

Chemical environment 'H Chemical Shift 13C Chemical Shift
Hb or Hg 4.380 621
Hg or Hb 4.74 62 4
Hd & Hi 3.89 42 4

OCH: 3.76 548
Ha or Hf 3.27 333
Hf or Ha 3.12 333
Hc or Hh 3.01 386
Hh or Hc 2.76 386
He or Hj 2.01 222
Hj or He 1.99 222

OH 0|-1H;1 Hh OH
O Ha ||
MeO NH H, O

Hf
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0°C, 3 hr
R = SF5, CF5, H and OMe (5a-d)

Table S4: Yields obtained of the N-phenyl acrylamide derivatives (5a-d).

Compound R Yield (%)
5a SFs 69
5b CFs 73
5¢ H 86
5d OMe 81
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Figure S6: Stacked UV chromatogram showing the unprecedented increase of -SFs acrylamide
concentration during the decomposition study over the course of 300 minutes.

Table S5: Solvent systems prepared in an attempt to solubilise the -SFs acrylamide prosthetic group.

Total volume {mL) -3Fg Acrylamide Co-solvent Completely Soluble?
(mmaol) (% tot. vol ) (Yes/Mao)
1 0.1 MeCHM (20%) Mo
1 0.025 MeCHM (20%) Mo
1 0.025 MeOH (20%) Mo
1 0.025 MeOH (40%) Mo
1 0.025 DMSO (20%) Mo
1 0.025 DMSO (40%) Mo
1 0.025 OMF {40%) Mo
1 0.025 TFE (40%) Mo




H Thio-Succinamic acids - ESI
50 mM PB, 20% MeCN, pH=7.4
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Figure S7: Graph depicting the increase in EIC chromatographic peak area of the H thio-
succinamic acid regio-isomers over 300 minutes
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Figure S8: Stacked chromatogram of the crude reaction mixture for the -SFs acrylamide-lysine

conjugation, comparing the concentration of conjugate monomer and dimer byproduct.
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Figure §9: Graph depicting the increase in chromatographic peak area corresponding to the

H Acrylamide conjugate over 300 minutes.



cRGDfK — SF; Acrylamide Conjugation - UV: 280 nm
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Figure S§10: Stacked UV chromatograms showing the apparent increase in acrylamide concentration

for the cRGDf{K peptide conjugation.
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Figure S11: Graph depicting the increase in chromatographic peak area corresponding to the -

SFsacrylamide reactant over time in the cRGDfK peptide conjugation.
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Et,0, 1 hr
R

R = SF5, CF3, H, OMe

General procedure for the synthesis of (1a-d) adapted from the work of De Vivo et al. [19]: To a
stirred solution of maleic anhydride (196 mg; 2 mmol) in ether (5 mL) was added a solution of 4-
(pentafluorosulfanyl) aniline (440 mg; 2 mmol) in ether (3 mL) dropwise. The reaction was
allowed to proceed for 1 hr, at which point the evolved precipitate was collected by vacuum

filtration and washed with Et2O (2x5 mL) to afford the pure product.

4-[4-(pentafluoro-A®-sulfanyl)phenyl]-4-oxo-2-butenoic acid (1a)

N
/@/ NOH
FsS

0]

Compound 1a was obtained as a white solid (1.167 g, 3.72 mmol, 98%). Melting point: 178°C
(decomposes). HRMS (El) Calcd for C4oHgFsNO3S [M-H]- 316.0066, [M-H]- Found 316.0039; IR (KBr):
3080 (w, br), 1706 (s), 1629 (w), 1589 (m), 1401 (m), 1326 (w), 1266 (w), 1221 (w), 1144 (m), 1117 (m),
975 (w), 813 (s, br) cm-'; TH-NMR (dg-DMSO): 5 7.86 (d, J = 9.36 Hz, 2H), 7.81 (d, J = 9.2 Hz, 2H), 6.49
(d, J =12 Hz, 1H), 6.33 (d, J = 12 Hz, 1H); 13C-NMR (ds-DMSO): 5 166.88, 163.90, 147.31 (quin, J = 16
Hz), 142.00, 137.21, 131.68, 130.15, 126.85 (quin, J = 4 Hz), 119.03; "*F-NMR (d¢-DMSO): 5 88.54 (m,
1F), 64.80 (d, J = 160 Hz, 4F).
4-[4-(trifluoromethyl)phenyl]-4-oxo-2-butenoic acid (1b)

0O

N
o o
FsC

)

Compound 1b was obtained as a white solid (953 mg, 3.68 mmol, 92%). Melting point: 183°C
(decomposes). HRMS (EI) Calcd for C11HgF3NO3; [M+H]* 260.0534, [M+H]* Found 260.0534; IR (KBr):
3070 (w, br), 2268 (w), 2127 (w), 1890 (w), 1715 (s), 1632 (m), 1583 (s), 1536 (s), 1486 (m), 1486 (m),
1407 (m), 1315 (s), 1269 (m), 1165 (m), 1115 (s), 1069 (m), 1016 (m), 973 (m), 850 (s), 837 (s), 668
(m), 610 (m), 586 (m) cm'; TH-NMR (de-DMSO): & 7.82 (d, J = 8.4 Hz, 2H), 7.79 (d, J = 8.4 Hz, 2H),
6.49 (d, J = 12 Hz, 1H), 6.32 (d, J = 12 Hz, 1H); 3C-NMR (ds-DMSO): 5 166.97, 163.88, 142.34,
131.78, 130.18, 126.16 (q, J = 5 Hz), 123.57, 119.37; 'F-NMR (dg-DMSO): 5 - 60.41 (s, 3F).
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4-phenyl-4-oxo-2-butenoic acid (1c)

Compound 1c was obtained as a tan-white solid (687 mg, 3.59 mmol, 87%). Melting point: 191°C (Lit.
193-194°C [27]). HRMS (EI) Calcd for C10H1oNO3 [M+H]* 192.0660, [M+H]* Found 192.0659; IR (KBr):
3070 (m, br), 2239 (w, br), 2072 (w), 1877 (w), 1694 (m), 1618 (m), 1532 (s), 1489 (s), 1449 (s), 1417
(m), 1329 (m), 1265 (m), 1226 (w), 1189 (w), 995 (m), 969 (s), 908 (w), 843 (s), 769 (s), 653 (m), 606
(s), 535 (s) cm™; *H-NMR (de-DMSO): 6 7.61 (d, 7.5 Hz, 2H), 7.32 (t, J = 7.36, 14.76, 2H), 7.088 (t, J =
7.36, 14.88, 1H), 6.47 (d, J = 12 Hz, 1H), 6.30 (d, J = 12 Hz, 1H); ¥*C-NMR (ds-DMSO): 5 166.91,
163.28, 138.58, 131.75, 130.47, 128.86, 123.92, 119.58.

4-[4-(methoxy)phenyl]-4-oxo-2-butenoic acid (1d)

Compound 1d was obtained as a green-yellow solid (836 mg, 3.78 mmol, 95%). Melting point: 177°C
(Lit. 175-178°C [29]). HRMS (EI) Calcd for C11H11NO4 [M+H]* 222.1766, [M+H]* Found 222.1763; IR
(KBr): 3067 (w, br), 1695 (m), 1618 (w), 1534 (m), 1504 (s), 1462 (m), 1404 (m), 1307 (w), 1324 (m),
1278 (m), 1176 (m), 1030 (s), 975 (m), 854 (s), 826 (s), 801 (s), 758 (m), 645 (m), 621 (M), 520 (s)
cm’; *H-NMR (de-DMSO): & 7.54 (d, J = 9 Hz, 2H), 6.91 (d, J = 9 Hz, 2H), 6.46 (d, J = 12 Hz, 1H), 6.30
(J =12 Hz, 1H), 3.73 (s, 3H); *C-NMR (d6-DMSO): 5 166.66, 162.85, 155.84, 131.65, 131.43, 130.93,
121.21, 113.99, 55.21.
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SF5 Maleamic acid (1a)
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SF5 Maleamic acid (1a)
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SF5 Maleamic acid (1a)
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SF5 Maleamic acid (1a)
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CF3 Maleamic acid
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EXPNO 3
PROCNO 1

F2 - Acquisition Parameters
Date 20210329

Time 12.57 h
INSTRUM AVNEO
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TD 131072
SOLVENT DMSO
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DS 2

SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
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F2 - Processing parameters
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GB 0

PC 1.00
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CF3 Maleamic acid (1b)
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CF3 Maleamic acid (1b)

-60.41

Current Data Parameters

NAME CF3 Maleic acid 19F
EXPNO 26
PROCNO 1

F2 - Acquisition Parameters
Date 20220920

Time 5.58 h
INSTRUM AVNEO
PROBHD Zl75272_0008 (
PULPROG zg

TD 131072
SOLVENT DMSO

NS 128

DS 4

SWH 147058.828 Hz
FIDRES 2.243940 Hz
AQ 0.4456448 sec
RG 101

DW 3.400 usec
DE 6.50 usec
TE 298.0 K

D1 1.00000000 sec
TDO 1

SFO1 376.5171850 MHz
NUC1 19F

=i 12.00 usec
PLW1 45.00000000 w

F2 - Processing parameters
ST 65536

SF 376.5171850 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00

20



Sample Name CF3 Maleamic acid (1b)
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CF3 Maleamic acid (1b)
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H Maleamic acid (1lc)
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Current Data Parameters

NAME 4H Maleic acid 1H
EXPNO 1
PROCNO 1

F2 - Acquisition Parameters
Date 20210329

Time 12.42 h
INSTRUM AVNEO
PROBHD 72163739 0206 (
PULPROG zg30

TD 131072
SOLVENT DMSO

NS 16

DS 2

SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101

DW 61.000 usec
DE 13.89 usec
TE 298.0 K
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SFO1 400.1524709 MHz
NUC1 1H

PO 2.67 usec
Pl 8.00 usec
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F2 - Processing parameters
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H Maleamic acid (1¢)
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NAME 4H Maleic acid
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F2 - Acquisition Parameters
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PULPROG zgpg30
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SOLVENT DMSO
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FIDRES 0.726609
AQ 1.3762560
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DE 6.50
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D1 2.00000000
D11 0.03000000
TDO 1
SFO1 100.6278593
NUC1 13C
PO 2.67
Pl 8.00
PLW1 93.00000000
SFO2 400.1516006
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00
PLW2 25.00000000
PLW12 0.19753000
PLW13 0.09935700
F2 - Processing parameters
SI 32768
SF 100.6178389
WDW EM
SSB 0
LB 1.00
GB 0
PC 1.40

) I I I I ) I I I I I I I )
200 180 160 140 120 100 80 60 40 20 0 ppm
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Sample Name H maleamic acid (1c) Position Instrument Name User Name
Inj Vol InjPosition SampleType IRM Calibration Status
Data Filename ACQ Method Comment Acquired Time

x10 5 +ESI Scan (6.428 min) Frag=100.0Vv H Mal90.d

3.2

3
2.8
2.6
2.4 ]
2.2

>
1.8
1.6 -
1.4 -
1.2

1]
08 192.0659
0.6 |
0.4

0.2

“ M 270.1487
"
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H Maleamic acid (1c)
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OMe Maleamic acid (1d)
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Current Data Parameters
NAME OMe Maleic Acid 1H
EXPNO 3
PROCNO 1
F2 - Acquisition Parameters
Date 20210326
Time 11.29 h
INSTRUM AVNEO
PROBHD 72163739 0206 (
PULPROG zg30
D 131072
SOLVENT DMSO
NS 16
DS 2
SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101
DW 61.000 usec
DE 13.89 usec
TE 298.0 K
D1 1.00000000 sec
TDO 1
SFO1 400.1524709 MHz
NUC1 1H
PO 2.67 usec
Pl 8.00 usec
PLW1 25.00000000 W
F2 - Processing parameters
ST 65536
SF 400.1500000 MHz
WDW EM
SSB 0
LB 0.30 Hz
GB 0
PC 1.00

H | ""\
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OMe Maleamic acid (1d)
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Current Data Parameters

NAME OMe Maleic acid 13C
EXPNO 11
PROCNO 1

F2 - Acquisition Parameters
Date 20210329

Time 20.27 h
INSTRUM AVNEO
PROBHD 72163739 0206 (
PULPROG zgpg30

TD 65536
SOLVENT DMSO

NS 1024

DS 4

SWH 23809.523 Hz
FIDRES 0.726609 Hz
AQ 1.3762560 sec
RG 101

DW 21.000 usec
DE 6.50 usec
TE 298.0 K

D1 2.00000000 sec
D11 0.03000000 sec
TDO 1

SFO1 100.6278593 MHz
NUC1 13C

PO 2.67 usec
Pl 8.00 usec
PLW1 93.00000000 W
SFO2 400.1516006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 25.00000000 w
PLW12 0.19753000 W
PLW13 0.09935700 W

F2 - Processing parameters
ST 32768

SF 100.6178432 MHz
WDW EM

SSB 0

LB 1.00 Hz
GB 0

PC 1.40
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---:: Agilent

Name OMe Maleic acid (1d) ~ OMe Rack

Inj. Vol

. (ul)

Data File Method (Acq)

x10°

1.357
1.37
1.257
1.27
1.157
1.17
1.057
1
0.957
0.9
0.857
0.87
0.757
0.7
0.657
0.67
0.557
0.57
0.457
0.4
0.357
0.37
0.257
0.27
0.157
0.17
0.057
o~

Pos.
Plate Pos. OMe 105 Mal Deg 7.4.d

Instrument
IRM Status
Pos Method (rev).m Comment

Instrument 1
Success

Operator

Acq. Time (Local) 2022-10-15 2:19:31 PM
(UTC+11:00)

+ESI Scan (rt: 6.549 min) Frag=100.0V OMe 105 Mal Deg 7.4.d

222.1763

124.6506 204.%613

e

244,

FGZI

465.2689

L

702.?299

\ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \ \
80 100 120 140 160 180 200 220 240 260 280 300 320 340 360 380 400 420 440 460 480 500 520 540 560 580 600 620 640 660 680 700 720 740 760 780 800

Counts vs. Mass-to-Charge (m/z)

Pagelof 1
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OMe Maleamic acid (1d)
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o 0]
H \
NN (Ac),0, NaOAc ?\IQ

OH —— 22—~
/©/ I 1-12 hr, 100°C /©/ (
R ' R
2a-d

General procedure for the synthesis of (2a-d) adapted from the work of Sauers et al. [20]: 4-[4-

(pentafluoro-Aé-sulfanyl)phenyl]-4-oxo-2-butenoic acid (634 mg, 2 mmol) was dissolved in acetic

anhydride (5 mL), and sodium acetate (100 mg) was added to the reaction mixture. The reaction

mixture was heated to 100°C for 1-12 hr, at which point it was concentrated in-vacuo, and the resulting

residue was dissolved in Et,;0, dried over sodium carbonate and eluted from a plug of silica gel with
Et,O to afford the pure product.

4-[4-(pentafluoro-A®-sulfanyl)phenyl]pyrrole-2,5-dione (2a)

0
\

N
ot
FsS

Compound 2a was obtained as a white solid (502 mg, 1.68 mmol, 84%). Melting point: 126°C. HRMS
(El) Calcd for C1oH7FsNO,S [M+H]* 300.0117, [M+H]* Found 300.0115; IR (KBr): 1705 (s), 1592 (w),
1498 (m), 1397 (m), 1380 (m), 1219 (w), 1144 (s), 1091 (w), 825 (s, br) cm-!; TH-NMR (CDClI;): 5 7.86
(d, J =9 Hz, 2H), 7.55 (d, J = 9 Hz, 2H), 6.90 (s, 2H); '*C-NMR (CDCl;): 5 168.85, 152.42 (quin, J = 18
Hz), 134.49, 134.26, 127.14 (quin, J = 5 Hz), 126.53, 125.46; 1°F-NMR (CDCI;): d 83.62 (m, 1F), 63.00
(d, J =160 Hz, 4F).

4-[4-(trifluoromethyl)phenyl]pyrrole-2,5-dione (2b)
6]

A\
N
oy

Compound 2b was obtained as a white solid (424 mg, 1.76 mmol, 88%). Melting point: 130°C. HRMS
(El) Calcd for Cq4H;F3NO, [M+H]* 242.0428, [M+H]* Found 2412.0402; IR (KBr): 1719 (s), 1702 (s),
1614 (w), 1525 (w), 1411 (m), 1330 (m), 1314 (m), 1155 (s), 1125 (m), 1069 (s), 1057 (m), 1037 (w)
1020 (m) cm™'; TH-NMR (CDCl;): 5 7.73 (d, J = 8.4 Hz, 2H), 7.54 (d, J = 8.3 Hz, 2H), 6.88 (s, 2H); 13C-
NMR (CDCl;): & 169.01, 134.54, 129.95, 126.34 (q, J = 5 Hz), 125.86, 125.22, 122.52; 19F-NMR
(CDCl3): 6 -62.64 (s, 3F).
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4-(phenyl)pyrrole-2,5-dione (2c)

o

o)

Compound 2c was obtained as a light-yellow solid (273 mg, 1.58 mmol, 79%). Melting point 88°C (Lit.
89-90°C [28]). HRMS (EI) Calcd for C1o0HsNO2 [M+H]* 174.0555, [M+H]* Found 174.0552; IR (KBr):
1704 (s), 1595 (w), 1507 (m), 1487 (w), 1371 (m), 1310 (w), 1206 (w), 1143 (m), 1070 (m), 1029 (w),
948 (w), 830 (s), 754 (m), 639 (s) cm™'; TH-NMR (CDCls): d 7.47 (t, J = 7.4, 15.24 Hz, 2H), 7.38-7.33
(m, 3H), 6.84 (s, 2H); 1*C-NMR (CDCls): 6 169.64, 134.32, 131.33, 129.27, 128.09, 126.20.

4-[4-(methoxy)phenyl]pyrrole-2,5-dione (2d)

Compound 2d was obtained as a fluorescent yellow solid (381 mg, 1.86 mmol, 93%). Melting point
154°C (Lit. 154-156°C [29]). HRMS (El) Calcd for C11H1oNOs [M+H]* 204.0660, [M+H]* Found 204.0660;
IR (KBr): 1703 (s), 1607 (w), 1586 (w), 1509 (s), 1467 (w), 1397 (m), 1300 (w), 1246 (m), 1106 (w),
1026 (s), 952 (w), 819 (s), 798 (m), 719 (w), 685 (s) cm™'; "TH-NMR (CDCl3): 5 7.22 (d, J = 8.8 Hz, 2H),
6.97 (d, J = 8.8 Hz, 2H), 6.82 (s, 2H); '*C-NMR (CDCI3): 5 169.96, 159.30, 134.27, 127.72, 123.89,
114.63, 55.63.
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SF5 Maleimide (2a)

Current Data Parameters
NAME SF5 Maleimide 1H Clean
EXPNO 4
PROCNO 1
F2 - Acquisition Parameters
Date 20230106
Time 13.34 h
INSTRUM AVNEO
PROBHD Zl7527270008 (
PULPROG zg30
TD 131072
SOLVENT CDC13
NS 32
DS 2
SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101
DW 61.000 usec
DE 13.54 usec
TE 298.0 K
D1 1.00000000 sec
TDO 1
SFO1 400.1524709 MHz
NUC1 1H
PO 3.33 usec
Pl 10.00 usec
PLW1 19.63299942 W
F2 - Processing parameters
SI 65536
SF 400.1500091 MHz
WDW EM
SSB 0
LB 0.30 Hz
GB 0
PC 1.00
y} ;“J‘”w_, _J | JA “‘g__J\_W___‘_._
L N L L L L H L I LR I I
11 10 9 8 7 6 5 4 3 2 1 ppm
10\ (=} 33
- [|© o
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SE5 Maleimide
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N NN
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T
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Current Data Parameters

NAME SF5 Maleimide 13C
EXPNO 3
PROCNO 1

F2 - Acquisition Parameters
Date 20221208

Time 3.24 h
INSTRUM AVNEO
PROBHD Zl75272_0008 (
PULPROG zgpg30

TD 65536
SOLVENT CDC13

NS 3200

DS 4

SWH 23809.523 Hz
FIDRES 0.726609 Hz
AQ 1.3762560 sec
RG 101

DW 21.000 usec
DE 6.50 usec
TE 298.0 K

D1 2.00000000 sec
D11 0.03000000 sec
TDO 1

SFO1 100.6278593 MHz
NUC1 13C

PO 3.33 usec
Pl 10.00 usec
PLW1 58.38199997 W
SFO2 400.1516006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 19.63299942 W
PLW12 0.24237999 W
PLW13 0.12192000 W

F2 - Processing parameters
ST 32768

SF 100.6177842 MHz
WDW EM

SSB 0

LB 1.00 Hz
GB 0

PC 1.40

34



SF5 Maleimide (2a)
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Current Data Parameters

NAME Sepl3-2022
EXPNO 11
PROCNO 1

F2 - Acquisition Parameters
Date 20220913
Time 20.29 h
INSTRUM AVNEO
PROBHD 72175272 0008 (
PULPROG zg

TD 131072
SOLVENT CDC13

NS 128

DS 4

SWH 147058.828 Hz
FIDRES 2.243940 Hz
AQ 0.4456448 sec
RG 101

DW 3.400 usec
DE 6.50 usec
TE 298.0 K
D1 1.00000000 sec
TDO 1
SFO1 376.5171850 MHz
NUC1 19F

=i 12.00 usec
PLW1 45.00000000 w
F2 - Processing parameters
ST 65536

SF 376.5171850 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00

<
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Sample Name SF5 Maleamic acid (2a) Position Instrument Name User Name
Inj Vol InjPosition SampleType IRM Calibration Status
Data Filename ACQ Method Comment Acquired Time

x10 4 +ESI Scan (8.693 min) Frag=100.0V SF5 Mal 15.d

3.6
3.4
3.2

3
2.8
2.6
2.4
2 2| 300.0115

2]
1.8 1
1.6
1.4 124.0870
1.2

1
0.8 | 364.1303
0.6

483.1639

0.4 750.2991

534.2116

0.2 648.2844
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SF5 Maleimide
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CF3 Maleimide

(2b)
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Current Data Parameters

NAME CF3 Maleimide 1H
EXPNO 15
PROCNO 1

F2 - Acquisition Parameters
Date 20220913

Time 21.08 h
INSTRUM AVNEO
PROBHD 72175272 0008 (
PULPROG zg30

TD 131072
SOLVENT CDC13

NS 32

DS 2

SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101

DW 61.000 usec
DE 13.54 usec
TE 298.0 K

D1 1.00000000 sec
TDO 1

SFO1 400.1524709 MHz
NUC1 1H

PO 3.33 usec
Pl 10.00 usec
PLW1 19.63299942 W

F2 - Processing parameters
ST 65536

SF 400.1500088 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00
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CF3 Maleimide

A

—169.02

|
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(2b)

134.54
129.95
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Current Data Parameters

NAME CF3 Maleimide 13C
EXPNO 16
PROCNO 1

F2 - Acquisition Parameters
Date 20220914

Time 0.44 h
INSTRUM AVNEO
PROBHD Zl75272_0008 (
PULPROG zgpg30

TD 92160
SOLVENT CDC13

NS 3200

DS 4

SWH 23809.523 Hz
FIDRES 0.516700 Hz
AQ 1.9353600 sec
RG 101

DW 21.000 usec
DE 6.50 usec
TE 298.0 K

D1 2.00000000 sec
D11 0.03000000 sec
TDO 1

SFO1 100.6278593 MHz
NUC1 13C

PO 3.33 usec
Pl 10.00 usec
PLW1 58.38199997 W
SFO2 400.1516006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 19.63299942 W
PLW12 0.24237999 W
PLW13 0.12192000 W

F2 - Processing parameters
ST 32768

SFE 100.6177851 MHz
WDW EM

SSB 0

LB 1.00 Hz
GB 0

PC 1.40
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CF3 Maleimide (2b)

-62.65

Current Data Parameters

NAME CF3 Maleimide 19F
EXPNO 13
PROCNO 1

F2 - Acquisition Parameters
Date 20220913
Time 20.45 h
INSTRUM AVNEO
PROBHD Zl75272_0008 (
PULPROG zg

TD 131072
SOLVENT CDC13

NS 128

DS 4

SWH 147058.828 Hz
FIDRES 2.243940 Hz
AQ 0.4456448 sec
RG 101

DW 3.400 usec
DE 6.50 usec
TE 298.0 K
D1 1.00000000 sec
TDO 1
SFO1 376.5171850 MHz
NUC1 19F

=i 12.00 usec
PLW1 45.00000000 w
F2 - Processing parameters
ST 65536

SF 376.5171850 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00
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Sample Name CF3 Maleamic acid (2b) Position Instrument Name User Name
Inj Vol InjPosition SampleType IRM Calibration Status
Data Filename ACQ Method Comment Acquired Time

%10 5 +ESI Scan (8.289 min) Frag=100.0V 240 CF3 .d

3.6-
3.4 1 242.0402
3.2-

3
2.8-
2.6
2.4
2.2

> |
1.8
1.6
1.4 |
1.2

14
0.8 -
0.6 -
0.4 -

0.2
2 . 1701
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CF3 Maleimide
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H Maleimide

(2¢c)
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7.452
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7.260
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Current Data Parameters

NAME H Maleimide 1H perf
EXPNO 1
PROCNO 1

F2 - Acquisition Parameters
Date 20220920

Time 2.00 h
INSTRUM AVNEO
PROBHD 72175272 0008 (
PULPROG zg30

TD 131072
SOLVENT CDC13

NS 32

DS 2

SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101

DW 61.000 usec
DE 13.54 usec
TE 298.0 K

D1 1.00000000 sec
TDO 1

SFO1 400.1524709 MHz
NUC1 1H

PO 3.33 usec
Pl 10.00 usec
PLW1 19.63299942 W

F2 - Processing parameters
SI 65536

SF 400.1500094 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00
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H Maleimide (2c¢)
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Current Data Parameters

\\\// w/ NAME H Maleimide 13 C - perf

EXPNO 2
PROCNO 1
F2 - Acquisition Parameters
Date 20220920
Time 5.37 h
INSTRUM AVNEO
PROBHD 72175272 0008 (
PULPROG zgpg30
TD 92160
SOLVENT CDC13
NS 3200
DS 4
SWH 23809.523 Hz
FIDRES 0.516700 Hz
AQ 1.9353600 sec
RG 101
DW 21.000 usec
DE 6.50 usec
TE 298.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1
SFO1 100.6278593 MHz
NUC1 13C
PO 3.33 usec
Pl 10.00 usec
PLW1 58.38199997 W
SFO2 400.1516006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 19.63299942 W
PLW12 0.24237999 W
PLW13 0.12192000 W
F2 - Processing parameters
SI 32768
SF 100.6177866 MHz
WDW EM
SSB 0
LB 1.00 Hz
GB 0
PC 1.40

L | J 1
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Sample Name H Maleimide (2¢) Position Instrument Name User Name
Inj Vol InjPosition SampleType IRM Calibration Status
Data Filename ACQ Method Comment Acquired Time

%10 6 +ESI Scan (7.011 min) Frag=100.0Vv H MalO.d

4 |
3.8
3.6 - 174.0552
3.4
3.2

3,
2.8
2.6
2.4
2.2

2,
1.8
1.6
1.4
1.2

1 136.0762
0.8
0.6 1 541.0695
0.4
0.2

279.5530 349.0270
421.0265

603.0691
" L
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H maleimide
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OMe Maleimide

(2d)
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Current Data Parameters

NAME 1H OMe Maleimide
EXPNO 3
PROCNO 1

F2 - Acquisition Parameters
Date 20220920

Time 5.48 h
INSTRUM AVNEO
PROBHD 72175272 0008 (
PULPROG zg30

TD 131072
SOLVENT CDC13

NS 32

DS 2

SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101

DW 61.000 usec
DE 13.54 usec
TE 298.0 K

D1 1.00000000 sec
TDO 1

SFO1 400.1524709 MHz
NUC1 1H

PO 3.33 usec
Pl 10.00 usec
PLW1 19.63299942 W

F2 - Processing parameters
ST 65536

SF 400.1500095 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00
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OMe Maleimide

(2d)
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Current Data Parameters
| | | | ' | \\L/ | NAME 13C OMe Maleimide
EXPNO 4
PROCNO 1
F2 - Acquisition Parameters
Date 20220920
Time 22.40
INSTRUM AVNEO
PROBHD Zl75272_0008 (
PULPROG zgpg30
TD 92160
SOLVENT CDC13
NS 3200
DS 4
SWH 23809.523
FIDRES 0.516700
AQ 1.9353600
RG 101
DW 21.000
DE 6.50
TE 298.0
D1 2.00000000
D11 0.03000000
TDO 1
SFO1 100.6278593
NUC1 13C
PO 3.33
Pl 10.00
PLW1 58.38199997
SFO2 400.1516006
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00
PLW2 19.63299942
PLW12 0.24237999
PLW13 0.12192000
F2 - Processing parameters
ST 32768
SF 100.6177859
WDW EM
SSB 0
LB 1.00
GB 0
PC 1.40
1
I I ) I I ) I I I I I I |
200 180 160 140 120 100 80 60 40 20 ppm
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---:: Agilent

Name OMe Maleimide (2d) Transfer
Inj. Vol. (ul) 10
Data File

OMe Mal 0 10 mM.d Method (Acq)

Rack Pos.
Plate Pos.

Instrument
IRM Status
Degredation Method.m Comment

Instrument 1
Success

Operator

Acg. Time (Local)

2022-08-08 12:38:29
PM (UTC+11:00)

x105 |+ESI Scan (rt: 7.150 min) Frag=100.0V OMe Mal 0 10 mM.d

2.97

2.87 204.0660

2.7 !
2.6 |
2.57
2.47
2.3
2.2
2.17
-
1.9
1.8
1.7
1.6~
1.5
14
1.3
1.2
1.1
N
0.9
0.8
0.7
0.6
0.57
0.47
0.3
0.2 i
0.1 815216

il P | oo el i i il

2621191 324.5697 364.1293

Mkl v ] L m el | I vl

o~

\ \ \ \ \ I \
80 100 120 140 160 180 200

\ \ \ \ \ I \ \ \ \ B \ \ \ \ \ \ \ \ T 1 \ \ T \ \ \
220 240 260 280 300 320 340 360 380 400 420 440 460 480 500 520 540 560 580 600 620 640 660 680 700 720 740 760 780

Counts vs. Mass-to-Charge (m/z)

Pagelof 1
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OMe Maleimide (2d)
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Sample Name SF5 Thio-succinimide (3a) Position Instrument Name

Inj Vol

InjPosition SampleType

Data Filename ACQ Method Comment

User Name
IRM Calibration Status
Acquired Time

x10 3

2.
2.

[ IS UL W UUE U WU QU UL W §

CO00000000

4
3]

-ESI Scan (7.411 min) Frag=100.0VV M SF5 3 210.d

461.0260

412.1545

497.1575

518.9858

529.0000

390 400 410 420 430 440 450 460 470 480 490 500 510 520 530
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Sample Name: CF3 Thio-succinimide (3b) Position Instrument Name

Inj Vol

InjPosition SampleType

Data Filename ACQ Method Comment

User Name
IRM Calibration Status
Acquired Time

x10 4
5.75

5.5
5.25 -

5,
4.75
4.5
4.25 |

4
3.751
3.5
3.251

3,
2.751
2.5
2.25

2,
1.75-
1.5
1.25 -

1,
0.75 1
0.5
0.25 1

-ESI Scan (7.050 min) Frag=100.0VvV M CF3 135 MAN 2.d

403.0579

421.0661

Lol 5199872 |

466.0587

501.0346

260 280 300 320 340 360 380 400 420 440

460

480

500 520
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Sample Name: H Thio-succinimide (3c) Position Instrument Name User Name
Inj Vol InjPosition SampleType IRM Calibration Status
Data Filename ACQ Method Comment Acquired Time

%10 3 -ESI Scan (5.897 min) Frag=100.0V M H 3 120.d

8.5
8,
7.5
va
6.5
6,
5.5 335.0703
5 |
4.5
4,
3.5
3,
2.5 347.0304
,| | 277.0853
433.0491

1.5

1 i
309.0573
L] I

369.0117

0.5 393.0235
- |

270 280 290 300 310 320 330 340 350 360 370 380 390 400 410 420 430 440 450



Sample Name: OMe Thio-succinimide (3dfositio,-, Instrument Name User Name

Inj Vol

InjPosition SampleType IRM Calibration Status

Data Filename ACQ Method Comment Acquired Time

x10 4 |

1.2
1.15 -
1.1
1.05 -

1,
0.95 -
0.9
0.85 |
0.8
0.75 1
0.7
0.65 -
0.6
0.55 |
0.5
0.45
0.4
0.35 1
0.3
0.25 1
0.2
0.151
0.1
0.05 -

270 280 290 300 310 320 330 340 350 360 370 380 390 400 410 420 430 440
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N §

NH, \[(\
X
R/©/ DIPEA, DCM R/©/ O

0°C, 3 hr
R = SFs, CF3, H and OMe (5a-d)

General procedure for the synthesis of (5a-d) adapted from the work of Watt et al. [25]: A solution of
prop-2-enoyl chloride (523 pL, 3 mmol, 1.5 equiv) and DIPEA (523 pL, 3 mmol) in DCM (10
mL) was cooled over an ice bath to 0°C. A solution of aniline (2 mmol) in DCM (10 mL)
was then added dropwise. The reaction was allowed to proceed for 3 hr. After confirmation by
TLC the reaction mixture was then quenched with water (20 mL). The aqueous layer
was extracted with DCM (2x20 mL), the combined organics washed with 1 M HCI
(20 mL), saturated NaHCO3; (20 mL), brine (20 mL), dried over MgSO, and evaporated to dryness
to afford the final product.

N-[4-(pentafluorosulfanyl)phenyl]-2-propenamide (5a)

H
or
FsS °

Compound 5a was obtained as a white solid (377 mg, 1.38 mmol, 69%). Melting point: 111°C. HRMS
(El) Calcd for CgH,FsNOS [M-H]- 272.0168, [M-H]- Found 272.0166; IR (KBr): 2922 (w), 1670 (m),
1637 (w), 1513 (m), 1406 (m), 1320 (w), 1193 (m), 1102 (w), 970 (w), 810 (s, br) cm''; TH-NMR
(CDCI;): 6 7.73-7.70 (m, 4H), 6.47 (dd, J = 1, 16.8 Hz, 1H), 6.27 (dd, J = 10.2, 16.8 Hz, 1H), 5.83 (dd,
J =1, 8 Hz, 1H); 13C-NMR (CDCIl3): 5 163.91, 149.53 (quin, J = 18 Hz), 140.53, 130.65, 129.28, 127.20
(quin, J =4 Hz), 119.35; 'F-NMR (CDClI,): 5 84.96 (m, 1F), 63.41 (d, J = 150 Hz, 4F).

N-[4-(trifluoromethyl)phenyl]-2-propenamide (5b)

H
or
F3C °

Compound 5b was obtained as a white solid (314 mg, 1.46 mmol, 73%). Melting point: 126°C. HRMS
(El) Calcd for C1oH7F3NO [M-H] 214.0479, [M-H]- Found 214.0478; IR (KBr): 2980 (w, br), 1668 (m),
1606 (s), 1544 (m), 1415 (m), 1320 (s), 1255 (m), 1202 (m), 1066 (m), 838 (s) cm™'; "H-NMR (CDCl5):
5 7.71 (d, J = 8.4, 2H), 7.59 (d, J = 8.6, 2H), 6.47 (d, J = 16.8 Hz, 1H), 6.26 (dd, J = 10.2, 16.8 Hz,
1H), 5.83 (d, J = 10.2, 1H); 13C-NMR (CDCl;): 5 163.83, 140.91, 130.81, 128.97, 126.16 (q, J = 5 Hz),
125.51, 122.81, 119.58; "*F-NMR (CDCl3): 5 - 62.13 (s, 3F).
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N-phenyl-2-propenamide (5¢)

*he

Compound 5c¢ was obtained as a bright yellow solid (253 mg, 1.72 mmol, 86%). Melting point: 102°C
(Lit. 104-106°C [30]). HRMS (El) Calcd for CoHsNO [M-H]- 146.0605, [M-H]- Found 146.0606; IR
(KBr): 3142 (w), 3094 (w), 1664 (s), 1635 (s), 1603 (s), 1548 (s), 1494 (s), 1441 (s), 1406 (s), 1330
(m), 1251 (m), 1200 (w), 939 (w), 750 (s), 686 (s) cm™'; *H-NMR (CDCls): d 7.58 (d, J = 7.8 Hz, 2H),
7.32(t,J=7.8 Hz, 2H), 7.12 (t, J = 7.4 Hz, 1H), 6.42 (d, J = 16.8, 1H), 6.27 (dd, J = 10.2, 16.8 Hz, 1H),
5.74 (d, J = 10.2 Hz, 1H); 13C-NMR (CDClIs): 6 163.76, 137.88, 131.34, 129.15, 127.88, 124.65, 120.15.

N-[4-(methoxy)phenyl]-2-propenamide (5d)

H
orr
MeO ©

Compound 5d was obtained as a bright yellow solid (286 mg, 1.62 mmol, 81%). Melting point 95°C (Lit.
97-98°C [30]), HRMS (EI) Calcd for C1oH10NO2 [M-H]- 176.0711, [M-H]- Found 176.0709; IR (KBr): 3296
(w), 3007 (w), 1659 (s), 1612 (m), 1538 (m), 1508 (s), 1455 (w), 1412 (m), 1302 (w), 1239 (s), 1171
(m), 1149 (w), 1030 (m), 938 (m), 705 (m, br) cm™*; 1H-NMR (CDCls): & 7.48 (d, J = 8.8 Hz, 2H), 7.86
(d, J =9 Hz, 2H), 6.41 (dd, J = 0.88, 16.8 Hz, 1H), 6.22 (dd, J = 10.2, 16.8 Hz, 1H), 5.73 (dd, J = 0.8,
10.2 Hz, 1H), 3.79 (s, 3H); 3 C-NMR (CDCls): 5 163.63, 156.70, 131.33, 130.98, 127.50, 121.97,
114.30, 55.60.
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SEF5 Acrylamide (5a)

NS ahOgR
(<O

Current Data Parameters
NAME SF5 Acrylamide 1H
EXPNO 12
PROCNO 1
F2 - Acquisition Parameters
Date 20211020
Time 10.51 h
INSTRUM AVNEO
PROBHD 72175272 0008 (
PULPROG zg30
TD 131072
SOLVENT CDC13
NS 32
DS 2
SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101
DW 61.000 usec
DE 13.54 usec
TE 298.0 K
D1 1.00000000 sec
TDO 1
SFO1 400.1524709 MHz
NUC1 1H
PO 3.33 usec
Pl 10.00 usec
PLW1 19.63299942 W
F2 - Processing parameters
ST 65536
SF 400.1500095 MHz
WDW EM
SSB 0
LB 0.30 Hz
GB 0
PC 1.00
I
|
i |
L )"J’JMJL ) I | JL,_,—\\*,./JJJM |J
N R A L A I N I N IR A I
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SF5 acrylamide (5a)
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Current Data Parameters

\N \ \\ l%/ NAME SF5 Acrylamide 13C - Good
EXPNO 11
PROCNO 1
F2 - Acquisition Parameters
Date 20220322
Time 1.14 h
INSTRUM AVNEO
PROBHD 7175272_0008 ¢
PULPROG zgpg30
TD 131072
SOLVENT CDC13
NS 4600
DS 4
SWH 23809.523 Hz
FIDRES 0.363304 Hz
AQ 2.7525120 sec
RG 101
DW 21.000 usec
DE 6.50 usec
TE 298.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1
SFO1 100.6278593 MHz
NUC1 13C
PO 3.33 usec
Pl 10.00 usec
PLW1 58.38199997 W
SFO2 400.1516006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 19.63299942 W
PLW12 0.24237999 W
PLW13 0.12192000 W
F2 - Processing parameters
SI 3276¢
SF 100.6177843 MHz
WDW EM
SSB 0
LB 1.00 Hz
GB 0
PC 1.40

RTIRIIY A NI e A il " " el JM " At L“LVA y bkl l
i iy S iy P A ot ol W b o L Sl U L D ‘ i

| |
200 180 160 140

I I
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SF5 acrylamide (5a)

86.43
86.03
85.63
85.23
84.84
64.28

63.88

NV

Current Data Parameters

NAME SF5 Acrylamide 19F - Clean
EXPNO 10
PROCNO 1

F2 - Acquisition Parameters
Date 20220321

Time 17.26 h
INSTRUM AVNEO
PROBHD 7175272 0008 (
PULPROG zg

TD 131072
SOLVENT CDC13

NS 64

DS 4

SWH 147058.828 Hz
FIDRES 2.243940 Hz
AQ 0.4456448 sec
RG 101

DW 3.400 usec
DE 6.50 usec
TE 298.0 K

D1 1.00000000 sec
TDO 1

SFO1 376.5171850 MHz
NUC1 19F

Pl 12.00 usec
PLW1 45.00000000 W

F2 - Processing parameters
ST 65536

SF 376.5169352 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00

| | T | |
100 80 60 40 20 0 -20 -40 -60 -80

9
4.26

R
-100 ppm
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Agilent

Name SF5 Acrylamide (5a)
Inj. Vol. (ul)
Data File

Rack Pos.
Plate Pos.

Neg Method (rev).m

Instrument
IRM Status
Comment

Instrument 1
Success

Operator

Acq. Time (Local)

2022-11-30 3:20:55 PM

(UTC+11:00)

x105 |-ESI Scan (rt: 8.610 min) Frag=100.0V SF5 150 MeOH 1uL.d

427 272.0166
4 |
3.8~
3.67 |
3.4 |
32
3 |
2.8~
2.6
2.4
2.2
2 |
1.8
1.6
1.4 |
1.27
n
0.8
0.6
04 1129844

0.2

. 174.9555 R

o~

\ \ \ \ \ \ = \ \
100 150 200 250 300 350 400 450 500

\ \ \ \ \ \ \ \ \ \ \ [ [ \ — \ \ [ \ [ [
550 600 650 700 750 800 850 900 950 1000 1050 1100 1150 1200 1250 1300 1350 1400 1450 1500 1550

Counts vs. Mass-to-Charge (m/z)

Pagelof 1
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(5a)

SEF5 Acrylamide
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CF3 acrylamide (5b)
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Current Data Parameters

NAME CF3 Acrylamide 1H - pure
EXPNO 4
PROCNO 1

F2 - Acquisition Parameters
Date 20210323

Time 16.35 h
INSTRUM AVNEO
PROBHD 72163739 0206 (
PULPROG zg30

TD 131072
SOLVENT CDC13

NS 16

DS 2

SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101

DW 61.000 usec
DE 13.89 usec
TE 298.0 K

D1 1.00000000 sec
TDO 1

SFO1 400.1524709 MHz
NUC1 1H

PO 2.67 usec
Pl 8.00 usec
PLW1 25.00000000 W

F2 - Processing parameters
ST 65536

SF 400.1500096 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00

Kﬂj\\AfﬂﬂyjhwpﬂuMJuwwﬂaif ke A,JuﬁgkyvﬁlgﬂwJ~// \\“”J“\\*\—‘-\‘\J¢
11 10 9 8 7 6 5 4 3 2 1 ppm
62
52 o 8

[N - |© -



CF3 acrylamide (5b)
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Current Data Parameters

NAME CF3 Acrylamide 13C - good
EXPNO g
PROCNO 1

F2 - Acquisition Parameters
Date 20210323
Time 20.54 h
INSTRUM AVNEO
PROBHD 7163739 0206 (
PULPROG zgpg30

TD 65536
SOLVENT CDC13

NS 1024

DS 4

SWH 23809.523 Hz
FIDRES 0.726609 Hz
AQ 1.3762560 sec
RG 101

DW 21.000 usec
DE 6.50 usec
TE 298.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1

SFO1 100.6278593 MHz
NUC1 13C

PO 2.67 usec
Pl 8.00 usec
PLW1 93.00000000 W
SFO2 400.1516006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 25.00000000 W
PLW12 0.19753000 W
PLW13 0.09935700 W

F2 - Processing parameters
SI 3276¢

SF 100.6177975 MHz
WDW EM

SSB 0

LB 1.00 Hz
GB 0

PC 1.40

| | | | | |
200 180 160 140 120 100 80
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CF3 Acrylamide (5b)

-62.13

Current Data Parameters

NAME CF3 Acrylamide 19F
EXPNO 9
PROCNO 1

F2 - Acquisition Parameters
Date 20220726
Time 10.54 h
INSTRUM AVNEO
PROBHD 72175272 0008 (
PULPROG zg

TD 131072
SOLVENT CDC13

NS 128

DS 4

SWH 147058.828 Hz
FIDRES 2.243940 Hz
AQ 0.4456448 sec
RG 101

DW 3.400 usec
DE 6.50 usec
TE 298.0 K
D1 1.00000000 sec
TDO 1
SFO1 376.5171850 MHz
NUC1 19F

=i 12.00 usec
PLW1 45.00000000 w
F2 - Processing parameters
ST 65536

SF 376.5171850 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00

— —
-100 -150 ppm



5 Agilent

Name CF3 Acrylamide (5b) Rack Pos.

Inj. Vol

. (ul) 10 Plate Pos.

Data File CF3 90 pH8.d Method (Acq)

x10°_

4.8
4.6
4.4
4.2+

4
3.8
3.6
3.4
3.2

-
2.8
2.6
2.4
2.2

-
1.8
1.6
1.4
1.2

n
0.8
0.6
0.4
0.2

o

Instrument
IRM Status
Neg Method (rev).m  Comment

Instrument 1
Success

Operator

Acg. Time (Local) 2022-10-11 1:50:20
AM (UTC+11:00)

-ESI Scan (rt: 8.090 min) Frag=100.0V CF3 90 pH8.d

130.0516

214.0478

250.0234

T f f T f T ‘ 1 T T f \‘ f T T I T T T T \HH I f T f 1 T T f T f f
30 40 50 60 70 80 90 100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 290 300 310 320 330 340 350 360

Counts vs. Mass-to-Charge (m/z)

Page 1 of 1
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(5b)

CF3 Acrylamide
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H acrylamide (5c)

<)
T \|&=——"" BRUKER
(><

Current Data Parameters

NAME H Acrylamide 1H- Clean
EXPNO c
PROCNO 1

F2 - Acquisition Parameters
Date 20210323

Time 16.44 h
INSTRUM AVNEO
PROBHD 2163739 0206 (
PULPROG zg30

TD 131072
SOLVENT CDC13

NS 16

DS 2

SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101

DW 61.000 usec
DE 13.89 usec
TE 298.0 K

D1 1.00000000 sec
TDO 1

SFO1 400.1524709 MHz
NUC1 1H

PO 2.67 usec
Pl 8.00 usec
PLW1 25.00000000 W

F2 - Processing parameters
SI 65536

SF 400.1500096 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00

1 10 9 8 7 6 5 4 3 2 1 ppm
323 B |
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H acrylamide (5c)
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’ \\// / / Current Data Parameters
NAME H Acrylamide 13C - good
EXPNO 7
PROCNO 1
F2 - Acquisition Parameters
Date 20210323
Time 19.47 h
INSTRUM AVNEO
PROBHD 7163739 0206 (
PULPROG zgpg30
TD 65536
SOLVENT CDC13
NS 1024
DS 4
SWH 23809.523 Hz
FIDRES 0.726609 Hz
AQ 1.3762560 sec
RG 101
DW 21.000 usec
DE 6.50 usec
TE 298.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1
SFO1 100.6278593 MHz
NUC1 13C
PO 2.67 usec
Pl 8.00 usec
PLW1 93.00000000 W
SFO2 400.1516006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 25.00000000 w
PLW12 0.19753000 W
PLW13 0.09935700 W
F2 - Processing parameters
SI 32768
SF 100.6177867 MHz
WDW EM
SSB 0
LB 1.00 Hz
GB 0
PC 1.40
WMWWMWWWWWWWWMWW

| | |
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: : Agilent

Name
Inj. Vol

H Acrylamide (5c) Rack Pos.

. (ul) 5 Plate Pos.

Data File H acrylamide DI.d Method (Acq)

x10°

NEGATIVE.m

Instrument
IRM Status
Hugh Method direct inj Comment

Instrument 1

Some ions missed

Operator

Acg. Time (Local) 2023-01-04 12:42:14
PM (UTC+11:00)

-ESI Scan (rt: 0.093 min) Frag=100.0V H acrylamide DI.d

146.0606

112.9853

272.0172

218.F815

ol l\ ‘\ “. \‘

‘ L) ‘\ L. L

\H\ NJ

o

329.1057

\“\ wul “\101'3488‘1‘. \?‘55'3591‘\”

365.0824

527.1795

‘?92.ﬁ269

T I \ \ \ \ \ \ \ I \ \ \ \ \ \ I \ \ \ \ T \ \ I \ \ \ \ \ \ \ \ \ \ \
80 100 120 140 160 180 200 220 240 260 280 300 320 340 360 380 400 420 440 460 480 500 520 540 560 580 600 620 640 660 680 700 720 740 760 780 800

Counts vs. Mass-to-Charge (m/z)

Page 1 of 1
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(5¢)

H acrylamide
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OMe Acrylamide (5d)
SOOI ANTTNOOWOMMEEOWNMNO W
OSSO MMON0WOWMANONLD L NN O
TN OO TN NNN >~~~
[~~~ W W W00 O N ™M M
Current Data Parameters
NAME ome acrylamide 1H
EXPNO
PROCNO 1
F2 - Acquisition Parameters
Date 20220728
Time 18.13 h
INSTRUM AVNEO
PROBHD 72175272 0008 (
PULPROG zg30
TD 131072
SOLVENT CDC13
NS 32
DS 2
SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101
DW 61.000 usec
DE 13.54 usec
TE 298.0 K
D1 1.00000000 sec
TDO 1
SFO1 400.1524709 MHz
NUC1 1H
PO 3.33 usec
Pl 10.00 usec
PLW1 19.63299942 W
F2 - Processing parameters
SI 65536
SF 400.1500105 MHz
WDW EM
SSB 0
LB 0.30 Hz
GB 0
PC 1.00
\‘\ {‘ |
JAJC ) iy —
B A L L L A L I I I I I
1 10 9 8 7 6 5 4 3 2 1 ppm
© < | [N o [Ty)
@ = el e <
- N| |« | - o™
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OMe Acrylamide

(5d)

|| N/ N
J ‘ Nt \ .
| Z(I)O 150 | 1é0 14|10 | 150 1(|)0 8|0 6|0 4|0 2|0 (I) p;pm

<)
BRUKER
(><

Current Data Parameters

h

Hz
Hz
sec

usec
usec

secC
secC

MHz

usec
usec

= =

Hz

usec
W
W
W

MHz

Hz

NAME OMe Acrylamide 13C
EXPNO 4
PROCNO 1
F2 - Acquisition Parameters
Date 20230105
Time 2.21
INSTRUM AVNEO
PROBHD 72175272 0008 (
PULPROG zgpg30
TD 65536
SOLVENT CDC13
NS 3800
DS 4
SWH 23809.523
FIDRES 0.726609
AQ 1.3762560
RG 101
DW 21.000
DE 6.50
TE 298.0
D1 2.00000000
D11 0.03000000
TDO 1
SFO1 100.6278593
NUC1 13C
PO 3.33
Pl 10.00
PLW1 58.38199997
SFO2 400.1516006
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00
PLW2 19.63299942
PLW12 0.24237999
PLW13 0.12192000
F2 - Processing parameters
ST 32768
SF 100.6177849
WDW EM
SSB 0
LB 1.00
GB 0
PC 1.40
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Agilent

Name OMe Acrylamide (5d) Rack Pos. Instrument Instrument 1 Operator
Inj. Vol. (ul) 5 Plate Pos. IRM Status Some ions missed

Data File OMe acrylamide DI.d  Method (Acq) Hugh Method direct inj Comment Acg. Time (Local) 2023-01-04 2:13:09
NEGATIVE.m PM (UTC+11:00)

x106 |-ESI Scan (rt: 0.106 min) Frag=100.0V OMe acrylamide DI.d
3
2.97
2.87
2.7
2.67
2.57
2.4
2.3
2.27
2.1
>
1.9
1.8
1.77
1.67
1.57

|
I
;
;
I
;
;
I
;
;
I
;
;
I
;
;
I
;
;
I
|
1.4 :
I
;
I
;
;
I
;
;
I
;
;
I
;
;
I
;
;
I
|
]
1

112.9853
248.0917

1.37
1.27
1.17

1
0.9
0.87
0.7
0.67

0.57 99.0452
;
;

266.1027

143.0345

0.4
0.37
0.27
0.1

o~

! 353.1491

|
|
|
|
i i
3 i i 320.1122 | 389.1259
! 204.1015 I I ! I ! 425.1096
! ' 229.0703 . ! 307.9852 79 1 1374.0824 1 b

80.0245' | 125.0241

PN O Y SOV N PUUURRINIE 1| SVey L;..Hll.‘\
\ \ \ [ \ \ I \ \ \ I \ \ \ \ \ \ \ \
80 100 120 140 160 180 200 220 240 260 280 300 320 340 360 380 400 420 440 460 480

Counts vs. Mass-to-Charge (m/z)

161.0462

| OO O IV 1 YO

|
|
| 176.0709
|
|
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OMe Acrylamide (5d)
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Current Data Parameters

NAME SF5 Cys Conj Pure - 1H
EXPNO 1
PROCNO 1
F2 - Acquisition Parameters
Date 20230213
Time 12.02 h
INSTRUM AVNEO
PROBHD Zl7527270008 (
PULPROG zg30
TD 131072
SOLVENT Acetone
NS 32
DS 2
SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101
DW 61.000 usec
DE 13.54 usec
TE 298.0 K
D1 1.00000000 sec
TDO 1
SFO1 400.1624710 MHz
NUC1 1H
PO 3.33 usec
Pl 10.00 usec
PLW1 19.63299942 W
F2 - Processing parameters
SI 65536
SF 400.1600000 MHz
WDW EM
SSB 0
LB 0.30 Hz
GB 0
PC 1.00

|

|

|
WJ‘}”

M,\"'“‘ IM

UL N |

o L 4 J Iy RN
A D D U L L L B
85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 1.0 ppm
g 3 3 Islg/ls ©
< - o - ||| ©

75



SES

173.26

Ty TN ——

Cys Conjugate (4a)

173.18
171.95
171.90
171.88
171.39
169.96
169.85
149.19
149.02
148.90

148.85

148.73

148.69

148.57

142.92

142.88

S T NToRNe

NeRToRToNToR Sy ©
T — OO
>~~~ O O © o
N NN A ™M N
— ToTo)

wwmmwwwwmuj[mmmmw

Current Data Parameters

T
200

T
180 160

T
140

T
120

T
100 80

20

NAME SF5 cys conj. pure - 13C
EXPNO 14
PROCNO 1

F2 - Acquisition Parameters
Date 20230214

Time 10.21 h
INSTRUM AVNEO
PROBHD 721752720008 (
PULPROG zgpg30

TD 65536
SOLVENT Acetone

NS 3600

DS 4

SWH 23809.523 Hz
FIDRES 0.726609 Hz
AQ 1.3762560 sec
RG 101

DW 21.000 usec
DE 6.50 usec
TE 298.0 K

D1 2.00000000 sec
D11 0.03000000 sec
TDO 1

SFO1 100.6303741 MHz
NUC1 13C

PO 3.33 usec
Pl 10.00 usec
PLW1 58.38199997 W
SFO2 400.1616006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 19.63299942 W
PLW12 0.24237999 W
PLW13 0.12192000 W

F2 - Processing parameters
ST 32768

SF 100.6202299 MHz
WDW EM

SSB 0

1B 1.00 Hz
GB 0

PC 1.40
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SF5 Cys Conj (4a)

Current Data Parameters

NAME SF5 Cys Conj. pure 19F
EXPNO c
PROCNO
F2 - Acquisition Parameters
Date 20230213
Time 12.31 h
INSTRUM AVNEO
PROBHD Zl7527270008 (
PULPROG zg
TD 131072
SOLVENT Acetone
NS 128
DS 4
SWH 147058.828 Hz
FIDRES 2.243940 Hz
AQ 0.4456448 sec
RG 101
DW 3.400 usec
DE 6.50 usec
TE 298.0 K
D1 1.00000000 sec
TDO 1
SFO1 376.5265944 MHz
NUC1 19F
Pl 12.00 usec
PLW1 45.00000000 w
F2 - Processing parameters
SI 65536
SF 376.5265944 MHz
WDW EM
SSB 0
LB 0.30 Hz
GB 0
PC 1.00

LHJ 4

I I I I I I B S BN SRR EAY SRR LA B
140 130 120 110 100 90 80 70 60 S50 40 30 20 10 0 ppm



Sample Name SF5 Cys Conj (4a) Position

Inj Vol

InjPosition SampleType

Data Filename ACQ Method Comment

Instrument Name

User Name

IRM Calibration Status
Acquired Time

x10 S

1.05 |
1 i
0.95 |
0.9
0.85 |
0.8
0.75-
0.7
0.65 |
0.6 |
0.55 |
0.5 |
0.45 |
0.4
0.35 |
0.3 ]
0.25 |
0.2
0.15 |
0.1
0.05 |

o

-ES! Scan (7.243 min) Frag=100.0V M SF5 3 135.u

162.0236

249.0532

197.8078
L | H\ Sd7.ps=s
‘ Ll L 1 \\‘\ L

479.0372

657.0356

“\ L ‘ L L \‘ ‘ Ll L
100 150 200 250 300 350 400

450

500

550
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650
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(4a)

SEF5 Cys Conj
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CF3 Cys Conjugate
O NI MO O M~ O W
OO TN OO N A
QO 00 W W 0O 0O O O O
| e B A A NN U N LN N

—

4.807
4.795
4.789
4.783
4.777
3.949
3.939
3.932
3.927
3.916
3.911
3.902
3.337
3.326
3.319
3.290
3.284
3.278
3.272
3.175
3.153
3.140
3.126
3.119
3.107
3.100
3.091

S
o}

3.079
2.908
2.894
2.887
2.870
2.854
2.066

Te———— - ——— B%(%)%)R

Current Data Parameters
Pure - 1H

h

Hz
Hz
sec

usec
usec
K
sec
MHz
usec

usec
W

MHz

Hz

NAME CF3 Cys Conj.
EXPNO 3
PROCNO 1
F2 - Acquisition Parameters
Date 20230213
Time 12.41
INSTRUM AVNEO
PROBHD 7175272 0008 (
PULPROG zg30
TD 131072
SOLVENT Acetone
NS 32
DS 2
SWH 8196.722
FIDRES 0.125072
AQ 7.9953918
RG 101
DW 61.000
DE 13.54
TE 298.0
D1 1.00000000
TDO 1
SFO1 400.1624710
NUC1 1H
PO 3.33
Pl 10.00
PLW1 19.63299942
F2 - Processing parameters
SI 65536
SF 400.1600000
WDW EM
SSB 0
LB 0.30
GB 0
PC 1.00
|
\l \1
M |
U | Al
Al U ,/ﬂ\\\—-44-—/“\\\h‘vf‘ o J b U\ W
N R A L A I N I N IR A I
1 10 9 8 7 6 5 4 3 2 1 ppm

M (e N < (e 2 Ll 2
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CF3 Cys Conjugate (4b)

O AT MO0V MOOOLOANTONO MO
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e s e s s e s e e e e s e e s e e e e s e OO OTAN AT ANNOOOWO™S WO N W

O MM A OO MMOWWWWOWLOLWOLWL T OYO)Y o ¢ o o o o o o o o o o o o o o o o o o o o o

O VO ITNNNNNANNNNNAAONNNDANA AN IO OOOOOO O OO OOY (N current Data Parameters

N A A A4 A A A3 A4 43" 3 "3W0OLW0OL FFITITNONDOHOMOMNDMNDOMHOOMOOMOMANNNNNN N NaME CF3 Maleimide Conj Pure 13C

BN e N g e U :

F2 - Acquisition Parameters

Date_ 20230214
Time 3.15 h
INSTRUM AVNEO
PROBHD 2175272_0008 (
PULPROG zgpg30

TD 65536
SOLVENT Acetone

NS 3600

DS 4

SWH 23809.523 Hz
FIDRES 0.726609 Hz
AQ 1.3762560 sec
RG 101

DW 21.000 usec
DE 6.50 usec
TE 298.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1

SFO1 100.6303741 MHz
NUC1 13C

PO 3.33 usec
Pl 10.00 usec
PLW1 58.38199997 W
SFO2 400.1616006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 19.63299942 W
PLW12 0.24237999 W
PLW13 0.12192000 W

F2 - Processing parameters
SI 32768

SF 100.6202287 MHz
WDW EM

SSB 0

LB 1.00 Hz
GB 0

PC 1.40

I I L m M
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CF3 Cys Conj

(4b)

-62.39

Current Data Parameters

NAME CF3 Mal Conj. pure - 19F
EXPNO 4
PROCNO 1

F2 - Acquisition Parameters
Date 20230213

Time 12.47 h
INSTRUM AVNEO
PROBHD 721752720008 (
PULPROG zg

TD 131072
SOLVENT Acetone

NS 128

DS 4

SWH 147058.828 Hz
FIDRES 2.243940 Hz
AQ 0.4456448 sec
RG 101

DW 3.400 usec
DE 6.50 usec
TE 298.0 K

D1 1.00000000 sec
TDO 1

SFO1 376.5265944 MHz
NUC1 19F

Pl 12.00 usec
PLW1 45.00000000 W

F2 - Processing parameters
ST 65536

SF 376.5265944 MHz
WDW EM

SSB 0

1B 0.30 Hz
GB 0

PC 1.00
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(4b)

CF3 Cys Conj
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Sample Name CF3 Cys Conj (4b

Inj Vol

Data Filename

Position Instrument Name
InjPosition SampleType
ACQ Method Comment

User Name

IRM Calibration Status

Acquired Time

x10 5

fEEE I UL U U OIS G U (U U
!

-ESI Scan (6.831 min) Frag=100.0Vv M CF3 30 MAN 2.d

162.0230

249.0536

421.0684

‘ 347.0295
P A . . | ‘ L L

521.

0961

641.0509

100
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250 300 350 400 450

500

550
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650
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NAME H Cys Conj. Pure - 1H
EXPNO 6
PROCNO 1

F2 - Acquisition Parameters
Date 20230213

Time 13.47 h
INSTRUM AVNEO
PROBHD 7175272_0008 ¢
PULPROG zg30

TD 131072
SOLVENT Acetone

NS 32

DS 2

SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101

DW 61.000 usec
DE 13.54 usec
TE 298.0 K

D1 1.00000000 sec
TDO 1

SFO1 400.1624710 MHz
NUC1 1H

PO 3.33 usec
Pl 10.00 usec
PLW1 19.63299942 W

F2 - Processing parameters
ST 65536

SF 400.1600000 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00

J il SN . ,
N A A N A I N I N IR A I
1 10 9 8 7 6 5 4 3 2 1 ppm

- © N

7
2.39
1
0
1.04
1.06
2
2.05
0.97
7

Current Data Parameters

85



H Cys Conjugate (4c)
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Current Data Parameters
NAME H Cys Conj. Pure 13C

EXPNO 7
PROCNO 1
F2 - Acquisition Parameters
Date 20230214
Time 6.47 h
INSTRUM AVNEO
PROBHD 2175272_0008 (
PULPROG zgpg30
TD 65536
SOLVENT Acetone
NS 3600
DS 4
SWH 23809.523 Hz
FIDRES 0.726609 Hz
AQ 1.3762560 sec
RG 101
DW 21.000 usec
DE 6.50 usec
TE 298.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1
SFO1 100.6303741 MHz
NUC1 13C
PO 3.33 usec
Pl 10.00 usec
PLW1 58.38199997 W
SFO2 400.1616006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 19.63299942 W
PLW12 0.24237999 W
PLW13 0.12192000 W
F2 - Processing parameters
ST 32768
SF 100.6202303 MHz
WDW EM
SSB 0
LB 1.00 Hz
GB 0
PC 1.40

L | | ’ L

T T T T r— 1 1 1 1 T
200 180 160 140 120 100 80 60 40 20 0 ppm



(4c)

H Cys Conj
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M M | |

M

W

VA

NAME
EXPNO
PROCNO

Date
Time
INSTRUM
PROBHD
PULPROG
TD
SOLVENT
NS

DS

SWH
FIDRES
AQ

RG

DW

DE

TE

D1

TDO
SFO1
NUC1

PO

Pl

PLW1

ST
SF
WDW
SSB
LB
GB
PC

L_;//\JN\ I u MJI""l“M"'“‘ uwl\_wi

|
|
— e

11 10 9 8

2.05

T
7 6 5 4 3 2 1

ppm

| [N N [52]
e A (=2 (=] Te)

AN (N[N~ N

2.00

1.09

1.00
9

Current Data Parameters

OMe Mal Conj. pure - 1H
2

20230213

12.12

AVNEO

2175272 0008 ¢
zg30

131072
Acetone

32

2

8196.722
0.125072
7.9953918
90.5
61.000
13.54
298.0
1.00000000
1

400.1624710
1H

3.33

10.00
19.63299942

65536
400.1600000
EM

0

0.30

0

1.00

F2 - Acquisition Parameters

h

Hz

sec

usec
usec

sec
MHz
usec

usec
W

F2 - Processing parameters

MHz

Hz
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OMe Cys Conjugate (4d)
OO~ AN WOWMOHOMHmWOWOHUOTI™O O WWOo
OO OYM AN~ O0)00 Oy I~ WL
M M= 000 WWWOWANNHA A A<
S>>0 o0 OO MOOMONNNAN
L B AR e R s R e TR e T R s TR e R s R o R O o IR o B e R s B |

/
\
\

WY i ,)L

Current Data Parameters

NAME OMe Cys Conj pure 13C
EXPNO 8
PROCNO 1

F2 - Acquisition Parameters
Date 20230213

Time 22.34 h
INSTRUM AVNEO
PROBHD 7175272_0008 ¢
PULPROG zgpg30

TD 65536
SOLVENT Acetone

NS 3600

DS 4

SWH 23809.523 Hz
FIDRES 0.726609 Hz
AQ 1.3762560 sec
RG 101

DW 21.000 usec
DE 6.50 usec
TE 298.0 K

D1 2.00000000 sec
D11 0.03000000 sec
TDO 1

SFO1 100.6303741 MHz
NUC1 13C

PO 3.33 usec
Pl 10.00 usec
PLW1 58.38199997 W
SFO2 400.1616006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 19.63299942 W
PLW12 0.24237999 W
PLW13 0.12192000 W

F2 - Processing parameters
ST 32768

SF 100.6202307 MHz
WDW EM

SSB 0

LB 1.00 Hz
GB 0

PC 1.40

| |
200 180

T
160

T T
140 120

20
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Sample Name OMe Cys Conj (4d) Position Instrument Name

Inj Vol

InjPosition SampleType

Data Filename ACQ Method Comment

User Name
IRM Calibration Status
Acquired Time

x10 3
5.4

5.2

5,
4.8
4.6
4.4
4.2

4,
3.8-
3.6
3.4
3.2

3,
2.8
2.6
2.4
2.2

2,
1.8 |
1.6 -
1.4 |
1.2 |

1,
0.8
0.6 -
0.4 -
0.2

-ESI Scan (5.655 min) Frag=100.0Vv M OMe 1 300.d

347.0291

383.0915
325.0529

369.0126

480.1452

452.1109

434.0676

310 320 330 340 350 360 370 380 390 400 410

420 430 440 450 460 470 480 490

90



(4d)

OMe Cys Conj
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Current Data Parameters

NAME SF5 Acrylamide Conj - 1H final
EXPNO 8
PROCNO 1

F2 - Acquisition Parameters
Date 20230120

Time 13.12 h
INSTRUM AVNEO
PROBHD  7175272_0008 (
PULPROG zg30

TD 131072
SOLVENT D20

NS 32

DS 2

SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101

DW 61.000 usec
DE 13.54 usec
TE 298.0 K

D1 1.00000000 sec
TDO 1

SFO1 400.1524709 MHz
NUC1 1H

PO 3.33 usec
Pl 10.00 usec
PLW1 19.63299942 W

F2 - Processing parameters
SI 65536

SF 400.1500000 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00

9
0
214
4.83
1.49
2.01
1.07
9
2
8
0
6

NN WO [ ™



SF5 Acrylamide Conjugate (6a)

<)
BRUKER
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Current Data Parameters

\\// | | | \\\ \/ \\// NAME SF5 Acryl Conj - 13C
EXPNO 3
PROCNO 1
F2 - Acquisition Parameters
Date 20230121
Time 2.04 h
INSTRUM AVNEO
PROBHD 2175272_0008 (
PULPROG zgpg30
TD 65536
SOLVENT D20
NS 3600
DS 4
SWH 23809.523 Hz
FIDRES 0.726609 Hz
AQ 1.3762560 sec
RG 101
DW 21.000 usec
DE 6.50 usec
TE 298.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1
SFO1 100.6278593 MHz
NUC1 13C
PO 3.33 usec
Pl 10.00 usec
PLW1 58.38199997 W
SFO2 400.1516006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 19.63299942 W
PLW12 0.24237999 W
PLW13 0.12192000 W
F2 - Processing parameters
ST 32768
SF 100.6177975 MHz
WDW EM
SSB 0
LB 1.00 Hz
GB 0
PC 1.40

T T T T T L U
200 180 160 140 120 100 80 60 40 20 0 ppm



SF5 Acrylamide Conj (6a)
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Current Data Parameters

NAME SF5 Acrylamide Conj - 19F Good
EXPNO 14
PROCNO 1

F2 - Acquisition Parameters
Date 20230124

Time 10.44 h
INSTRUM AVNEO
PROBHD  7175272_0008 (
PULPROG zg

TD 131072
SOLVENT DMSO

NS 128

DS 4

SWH 147058.828 Hz
FIDRES 2.243940 Hz
AQ 0.4456448 sec
RG 101

DW 3.400 usec
DE 6.50 usec
TE 298.0 K

D1 1.00000000 sec
TDO 1

SFO1 376.5171850 MHz
NUC1 19F

Pl 12.00 usec
PLW1 45.00000000 W

F2 - Processing parameters
ST 65536

SF 376.5171850 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00

— —
-100 -150 ppm



Agilent

Name SF5 Acrylamide Conj (6a) Rack Pos. Instrument Instrument 1 Operator
Inj. Vol. (ul) 10 Plate Pos. IRM Status Success

Data File SF5 180 MeOH 1uL.d Method (Acq) Neg Method (rev).m Comment Acq. Time (Local) (2022-11-30 %:53:18 PM
UTC+11:00

x10%

8.57
8.257
8
7.757
7.57
7.257
71
6.757
6.5
6.257
6
5.757
5.57
5.257
=
4.757
4.57
4.257
4
3.757
3.57]
3.257
3
2.757
2.57
2.257
2
1.757
1.57
1.257
1
0.757
0.57
0.257
o~

I I I I I I I I I I I I I I I I I I I I I I I I I I I I I I I I
100 150 200 250 300 350 400 450 500 550 600 650 700 750 800 850 900 950 1000 1050 1100 1150 1200 1250 1300 1350 1400 1450 1500 1550 1600 1650
Counts vs. Mass-to-Charge (m/z)

Pagelof 1 Generated at 4:36 PM on 2022-12-12
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SF5 Acrylamide Conjugate (6a)
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—

Current Data Parameters

NAME CF3 Acrylamide Conj 1H
EXPNO 2
PROCNO 1

F2 - Acquisition Parameters
Date 20230201

Time 10.58 h
INSTRUM AVNEO
PROBHD Zl7527270008 (
PULPROG zg30

TD 131072
SOLVENT D20

NS 32

DS 2

SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101

DW 61.000 usec
DE 13.54 usec
TE 298.0 K

D1 1.00000000 sec
TDO 1

SFO1 400.1524709 MHz
NUC1 1H

PO 3.33 usec
Pl 10.00 usec
PLW1 19.63299942 W

F2 - Processing parameters
SI 65536

SF 400.1500000 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00

|
| J"

kﬂ””h‘
I U M“L‘f v WIJ

4.00
1.69

0.79

3.97

10.06
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CF3 Acrylamide Conj (6b)
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Current Data Parameters
NAME CF3 Acrylamide Conj 13C
EXPNO 17
PROCNO 1
F2 - Acquisition Parameters
Date 20230131
Time 2.31 h
INSTRUM AVNEO
PROBHD 7175272 0008 ¢
PULPROG zgpg30
TD 65536
SOLVENT DMSO-Ed
NS 4200
DS 4
SWH 23809.523 Hz
FIDRES 0.726609 Hz
AQ 1.3762560 sec
RG 101
DW 21.000 usec
DE 6.50 usec
TE 298.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1
SFO1 100.6278593 MHz
NUC1 13C
PO 3.33 usec
Pl 10.00 usec
PLW1 58.38199997 W
SFO2 400.1516006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 19.63299942 W
PLW12 0.24237999 W
PLW13 0.12192000 W
F2 - Processing parameters
SI 32768
SF 100.6178914 MHz
WDW EM
SSB 0
LB 1.00 Hz
GB 0
PC 1.40

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



CF3 Acrylamide Conj (6b)

-59.78

Current Data Parameters

NAME CF3 Acrylamide Conj 19f
EXPNO 16
PROCNO 1

F2 - Acquisition Parameters
Date 20230130
Time 22.27 h
INSTRUM AVNEO
PROBHD 72175272 0008 (
PULPROG zg

TD 131072
SOLVENT DMSO-Ed

NS 128

DS 4

SWH 147058.828 Hz
FIDRES 2.243940 Hz
AQ 0.4456448 sec
RG 101

DW 3.400 usec
DE 6.50 usec
TE 298.0 K
D1 1.00000000 sec
TDO 1

SFO1 376.5171850 MHz
NUC1 19F

Pl 12.00 usec
PLW1 45.00000000 W

F2 - Processing parameters
SI 65536

SF 376.5171850 MHz
WDW EM

SSB 0

LB 0.30 Hz
GB 0

PC 1.00




5 Agilent

Name

Inj. Vol.

CF3 Acrylamide conjugate (6b)

(ul)

Data File

x107
1
0.957
0.9

0.857

0.657
0.67
0.557
0.57
0.457
0.4
0.357
0.37
0.257
0.2
0.157
0.17

0.057

cf3ac5.d

Method (Acq)

Instrument
IRM Status

Hugh Method direct inj Comment
NEGATIVE.m

Instrument 1 Operator
Some ions missed

Acg. Time (Local) 2023-01-23 11:23:36
AM (UTC+11:00)

112.9854

187.1078
|

-ESI Scan (rt: 0.129 min) Frag=100.0V cf3 ac 5.d

402.1641

617.2216

I I I I I I I I I I I I I I I I I \‘ I I I I
80 100 120 140 160 180 200 220 240 260 280 300 320 340 360 380 400 420 440 460 480 500
Counts vs. Mass-to-Charge (m/z)

\ \ \ \ \ \ \ \ \ \ \ \ \ \ \
520 540 560 580 600 620 640 660 680 700 720 740 760 780 800

Page 1 of 1
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(6b)

CF3 Acrylamide Conjugate
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H Acrylamide Conj (6c)

(@)
(@)
o

7.586
7.319
7.063

7.044

7.026
137
127
117
107
097
085
894
875
856
795
779
765
747
728
844
686
672
652
638
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I Current Data Parameters

N NAME H Acrylamide Conj 1H

i EXPNO 26

“ \‘ PROCNO 1

‘\ F2 - Acquisition Parameters
Date 20230131
Time 11.22 h
INSTRUM AVNEO
PROBHD 2175272_0008 (
PULPROG zg30
TD 131072
SOLVENT DMSO-Ed
NS 64
DS 2
SWH 8196.722 Hz
FIDRES 0.125072 Hz
AQ 7.9953918 sec
RG 101
DW 61.000 usec
DE 13.54 usec
TE 298.0 K
D1 1.00000000 sec
TDO 1
SFO1 400.1524709 MHz
NUC1 1H
PO 3.33 usec
Pl 10.00 usec
PLW1 19.63299942 W

F2 - Processing parameters

ST 65536
SF 400.1502111 MHz
WDW EM
SSB 0
LB 0.30 Hz
GB 0
PC 1.00
Fo |
o |
/ “‘\ ’ l“ ] ‘I‘r‘
| A o
H h ”E // V\J%f‘k H H WIKH J\J
“H | r“. j EANUAN NTARSASN
S M o - e YA
e B S N B H R H A B E A E A A NN BN BRI IR
75 70 65 60 55 50 45 40 35 30 25 20 15 1.0 ppm
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H Acrylamide Conj
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Current Data Parameters
NAME H Acrylamide Conj 13C
EXPNO 27
PROCNO 1
F2 - Acquisition Parameters
Date 20230131
Time 23.07 h
INSTRUM AVNEO
PROBHD 7175272_0008 ¢
PULPROG zgpg30
TD 65536
SOLVENT DMSO-Ed
NS 4200
DS 4
SWH 23809.523 Hz
FIDRES 0.726609 Hz
AQ 1.3762560 sec
RG 101
DW 21.000 usec
DE 6.50 usec
TE 298.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1
SFO1 100.6278593 MHz
NUC1 13C
PO 3.33 usec
Pl 10.00 usec
PLW1 58.38199997 W
SFO2 400.1516006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 19.63299942 W
PLW12 0.24237999 W
PLW13 0.12192000 W
F2 - Processing parameters
ST 32768
SF 100.6178948 MHz
WDW EM
SSB 0
LB 1.00 Hz
GB 0
PC 1.40

) I ) I ) I ) I ) I ) I ) I ) I ) I ) I ) I )
200 180 160 140 120 100 80 60 40 20 0 ppm
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Agilent

Name Hacrylamide Conjugate (6¢) Rack Pos. Instrument Instrument 1 Operator
Inj. Vol. (ul) 5 Plate Pos. IRM Status Some ions missed

Data File Hac2d Method (Acq) Hugh Method direct inj Comment Acg. Time (Local) 2023-01-23 1:42:02
NEGATIVE.m PM (UTC+11:00)

x106 |-ESI Scan (rt: 0.102 min) Frag=100.0V H ac 2.d

5.2

-
4.8
4.6
4.4
4.2

]
3.8
3.6
3.4
3.2

3-
2.8
2.6
2.4
2.2

-
1.8
1.6

1.4
1.2 112.9857

481.2455
|

334.1770

1 187.1086
0.8 | |
0.6 |
0.4
0.2 |

o~

i il 617.2197 691.3431
H 388.1871 448.1695 | 544.2736 ‘ S

I I I I I I I I I I I I I I I I I I I I I I I I I I I I I I I I I I I I I
80 100 120 140 160 180 200 220 240 260 280 300 320 340 360 380 400 420 440 460 480 500 520 540 560 580 600 620 640 660 680 700 720 740 760 780 800
Counts vs. Mass-to-Charge (m/z)

Generated at 2:11 PM on 2023-01-23
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H acrylamide Conjugate (6¢)
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OMe Acrylamide Conj

o ™M
O O
o < o0}

\/

(6d)

3.907
3.892
3.881
3.865
3.704
2.902
2.885
2.869
2.730
2.712
2.694
2.499
1.809
1.648
1.631
1.620
1.607
1.595
1.581
1.564
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1.548

1.527
1.509
1.494
1.477

1.42¢6
1.352
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Current Data Parameters
NAME OMe Acrylamide Conj
EXPNO 11
PROCNO 1
F2 - Acquisition Parameters
Date 20230130
Time 17.02 h
INSTRUM AVNEO
PROBHD 72175272 0008 (
PULPROG zg30
TD 131072
SOLVENT DMSO-Ed
NS 64
DS 2
SWH 8196.722 Hz
FIDRES 0.125072 Hz
‘ AQ 7.9953918 sec
‘ RG 101
‘ DW 61.000 usec
DE 13.54 usec
TE 298.0 K
“ D1 1.00000000 sec
“ TDO 1
SFO1 400.1524709 MHz
| NUC1 1H
‘ ‘ PO 3.33 usec
‘ ‘ Pl 10.00 usec
‘ ‘ PLW1 19.63299942 W
| F2 - Processing parameters
I SI 65536
[ SF 400.1502105 MHz
| ‘ WDW EM
J \ SSB 0
| | LB 0.30 Hz
| \ GB 0
s \ PC 1.00
b
.
| oo
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OMe Acrylamide Conj. (6d)
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Current Data Parameters
NAME OMe Acrylamide conj 13c
EXPNO 14
PROCNO 1
F2 - Acquisition Parameters
Date 2023011¢
Time 3.56 h
INSTRUM AVNEO
PROBHD 72175272 0008 (
PULPROG zgpg30
TD 65536
SOLVENT D20
NS 3600
DS 4
SWH 23809.523 Hz
FIDRES 0.726609 Hz
AQ 1.3762560 sec
RG 101
DW 21.000 usec
DE 6.50 usec
TE 298.0 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1
SFO1 100.6278593 MHz
NUC1 13C
PO 3.33 usec
Pl 10.00 usec
PLW1 58.38199997 W
SFO2 400.1516006 MHz
NUC2 1H
CPDPRG[2 waltz65
PCPD2 90.00 usec
PLW2 19.63299942 W
PLW12 0.24237999 W
PLW13 0.12192000 W
F2 - Processing parameters
SI 32768
SF 100.6177975 MHz
WDW EM
SSB 0
LB 1.00 Hz
GB 0
PC 1.40

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



Agilent

N OMe Acrylamid j
ame e Acrylamide conj (6d) Rack Pos. Instrument Instrument 1 Operator

Inj. Vol. (ul) 5 Plate Pos. IRM Status Some ions missed

Data File OME ac 3.d Method (Acq) Hugh Method direct inj Comment Acg. Time (Local) 2023-01-23 11:43:06
NEGATIVE.m AM (UTC+11:00)

x106 |-ESI Scan (rt: 0.114 min) Frag=100.0V OME ac 3.d

3.3
3.27 364.1872
3
2.9
2.8
2.7
2.6
2.5
2.4
2.3
2.2
2.1
5
1.9
1.8
1.7
1.6
1.51
1.4
1.3
1.2
1.1 112.9859
1
0.9
0.8
0.7
0.6
0.5
0.4
0.3
0.2 ' :
0.7 1450079 2813447001023 3211427
07 o . i i h i b P! b . b RTTI .

541.2672

187.1087

617.2211
574.2850 751.3653

402.1635 478.1802

I I I I I I I I I I I I I I ‘\ I I I I \ - \ ‘ \” I ‘ \‘ I I I I I I I I I I I I I
80 100 120 140 160 180 200 220 240 260 280 300 320 340 360 380 400 420 440 460 480 500 520 540 560 580 600 620 640 660 680 700 720 740 760 780 800
Counts vs. Mass-to-Charge (m/z)
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