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Figure S1. tert-Butyl 4-[(2E(Z))-2-(methoxycarbonyl)-3-(2-phenylhydrazinyl)prop-2-
enoyl]piperidine-1-carboxylate (4a). *H NMR spectrum (700 MHz, CDCls).
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Figure S2. tert-Butyl 4-[(2E(Z))-2-(methoxycarbonyl)-3-(2-phenylhydrazinyl)prop-2-

enoyl]piperidine-1-carboxylate (4a). *C NMR spectrum (176 MHz, CDCls).
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Figure S3. tert-Butyl 4-[(2E(Z))-2-(methoxycarbonyl)-3-(2-phenylhydrazinyl)prop-2-

enoyl]piperidine-1-carboxylate (4a). *H-*N HMBC spectrum (71 MHz, CDCls).
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Compound Spectrum SmartFormula Report

Analysis Info

Analysis Name
Method
Sample Name
Comment

DAData\GMP-601-E_tarpinis.d
Directinfusion_TuneLow pos.m
GMP-601-E_tarpinis

AB

Acquisition Date

Operator
Instrument

12/5/2020 1:48:04 AM

hple
micrOTOF-Q |1l 8228888.20448

Acquisition Parameter

Source Type ESI lon Paolarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 vV Set Dry Heater 180 °C
Scan Begin A0 miz Set End Plate Offset 500V Set Dry Gas 4.0 l/min
Scan End 1000 mfz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type I SN Chromatogram Max. m/z FWHM [min]
na. 9.3 n.a. Single spectrum n.a. n.a. n.a. 4262001 na.
+MS, 9.3min #555
Intens. +M3, 8.3min #3255
%1067
0.8+
061 426.2001
0.4+
0.2
D_ 2742723 ) L
100 200 300 400 500 600 700 800 500 miz
Meas.m/z # lon Formula m/z emr[ppm] mSigma #Sigma Score rdb e Conf N-Rule
4262001 1 C21H29N3NaO5s 4261999 -0.5 T3 10000 B85 even ok
Bruker Compass DataAnalysis 4.1 printed: 12/5/2020 2:05:26 AM by: hplc Page 1 of 1

Figure S4. tert-Butyl 4-[(2E(Z))-2-(methoxycarbonyl)-3-(2-phenylhydrazinyl)prop-2-

enoyl]piperidine-1-carboxylate (4a). HRMS (ESI-TOF).
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Figure S5. tert-Butyl 4-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5a). 'H NMR spectrum (700 MHz, CDClz).
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Figure S6. tert-Butyl 4-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5a). 1*C NMR spectrum (176 MHz, CDCl3).



ol \

A S D W LY l

E
2.3,-294.5
| e
Boc- COOMe
%
i N—N
| <
1
:
i
3 a0,-160.3}
¢S N
1
d
$
_____.; g,{a\ 0,-76.0}

e

[ WL

B5 &0 75 70 &5 &0 55 &0 45 40 30 25 0 15 L0 05 0.0
f2 {ppm)

Figure S7. tert-Butyl 4-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5a). 'H-1>N HMBC spectrum (71 MHz, CDClIs).
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Compound Spectrum SmartFormula Report

Analysis Info
Analysis Name
Method
Sample Name
Comment

Di\Data\GMA-021.d
Directinfusion_TuneLow pos m
GMA-021

SB

Acquisition Date  11/27/2018 11:59:44 AM

Operator
Instrument

hplc
micrOTOF-Q |1l 8228888.20443

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 V Set Dry Heater 180 *C
Scan Begin 50 miz Set End Plate Offset 500V Set Dry Gas 4.0 Vmin
Scan End 1000 mfz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type I SN Chromatogram Max. m/z FWHM [min]
na. 0z na. Single spectrum na. na. na. 304 2632 na.
na. 41 na. Single spectrum na. na. na. 408 1894 na.
+MS, 4.1min #2486
Intens. | +MS, 4. 1min #246
%1064
08
0.6 408,1894
0.4
0.2 274.2730
00 T T T T T T T l T T —dor L T ll —Lr T T T T T T T T T T T T T T T T T
100 200 300 400 500 600 700 800 900 miz
Meas. mfz # lon Formula m/z err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
3862075 1 C21H2BN304 386.2074 0.2 5.8 1 10000 95 even ok
4081894 1 C21H2Z7TN3NaO4 408.1894 0.1 14 1 10000 95 even ok
Bruker Compass DataAnalysis 4.1 printed: 11/27/2018 121817 PM by: hplc Page 1 of 1

Figure S8. tert-Butyl 4-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-5-yl]piperidine-1-

carboxylate (5a). HRMS (ESI-TOF).
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Figure S9. tert-Butyl 4-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-3-yl]piperidine-1-
carboxylate (6a). 'H NMR spectrum (700 MHz, CDClz).
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Figure S10. tert-Butyl 4-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-3-yl]piperidine-1-
carboxylate (6a). 1*C NMR spectrum (176 MHz, CDCl3).
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Figure S11. tert-Butyl 4-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-3-yl]piperidine-1-
carboxylate (6a). *H-1>SN HMBC spectrum (71 MHz, CDClIs).
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Compound Spectrum SmartFormula Report

Analysis Info

Analysis Name  D\Data\GMP-601-E1.d

Method Directinfusion_TuneLow pos.m
Sample Name GMP-601-E1

Comment AB

Acquisition Date  2/4/2021 11:29:42 PM

Operator
Instrument

hplc
micrOTOF-Q IIl 8228888.20448

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 v Set Dry Heater 180 °C
Scan Begin 50 miz Set End Plate Offset -500 v Set Dry Gas 4.0 min
Scan End 1000 miz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type I SN Chromatogram Max. m/z FWHM [min]
na. 21 na. Single spectrum n.a. na. n.a. 4081894 na.
+MS, 2.1min #125
Intens; +MS, 2. 1min #125
%102
1.004
] 4084894
0.754
0.505
0.254
I A — B EEEEEE—S—————,
100 200 300 400 500 B00 700 800 900 miz
Meas. mfiz # lon Formula m/z  err[ppm] mSigma #Sigma  Score  rdb e Conf N-Rule
4081894 1 C21H2ZTN3NaO4 408.1854 0.1 58 1 10000 95 even ok
Bruker Compass DataAnalysis 4.1 printed: 2/4/2021 11:34:00 PM by: hplc Page 1 0of 1

Figure S12. tert-Butyl 4-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-3-yl]piperidine-1-
carboxylate (6a). HRMS (ESI-TOF).
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Figure S13. tert-Butyl 4-[4-(methoxycarbonyl)-1-(4-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5b). tH NMR spectrum (400 MHz, CDCls).
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Figure S14. tert-Butyl 4-[4-(methoxycarbonyl)-1-(4-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5b). 13C NMR spectrum (101 MHz, CDCIs).
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Figure S15. tert-Butyl 4-[4-(methoxycarbonyl)-1-(4-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5b). *H-1>°N HMBC spectrum (41 MHz, CDCls).
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Compound Spectrum SmartFormula Report

Analysis Info Acquisition Date  11/27/2018 11:44:50 AM
Analysis Name  D:\Data\GMP-007 d

Method Directinfusion_TuneLow_pos.m Operator  hplc

Sample Name  GMP-007 Instrument  micrOTOF-Q |1l 8228888.20448
Comment SB

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 vV Set Dry Heater 180 *C
Scan Begin 50 miz Set End Plate Offset -500 v Set Dry Gas 4 0 limin
Scan End 1000 miz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type I S/N Chromatogram Max. m/z FWHM [min]
na. 0.z na. Single spectrum na na. na. 304 2634 na.
na. a7 na. Single spectrum na. na. na. 422 2051 na.
+MS, 3.7min #221
Intens. +MS, 3. Tmin #221
x105
5]
4222051
4
2_
1 274 2727 353.5_’645
D T T T T T T T i T T T T : Ii —4 ¥ T T T T T T T T T T T T T T T T T T T T T
100 200 300 400 500 G600 700 800 900 méz
Meas. mfz # lon Formula miz err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
4002231 1 C22H30N304 4002231 -00 87 1 10000 95 even ok
4222051 1 C22H29N3NaO4 4222050 02 21 1 10000 95 even ok
Bruker Compass DataAnalysis 4.1 printed: 11/27/2018 11:53:54 AM by: hplc Page 1 of 1

Figure S16. tert-Butyl 4-[4-(methoxycarbonyl)-1-(4-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5b). HRMS (ESI-TOF).
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Figure S17. tert-Butyl 4-[4-(methoxycarbonyl)-1-(3-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5c). *H NMR spectrum (400 MHz, CDCls).
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Figure S18. tert-Butyl 4-[4-(methoxycarbonyl)-1-(3-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5¢). **C NMR spectrum (176 MHz, CDCls).
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Figure S19. tert-Butyl 4-[4-(methoxycarbonyl)-1-(3-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5c). *°N NMR spectrum (41 MHz, CDCls).
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Compound Spectrum SmartFormula Report

Analysis Info

Analysis Name  D)\Data\GMP-039.d

Method Directinfusion_TuneLow_pos.m
Sample Name  GMP-039

Comment SB

Acquisition Date

Operator

Instrument

11/29/2018 12:15:34 PM

hplc
micrOTOF-C 1l 822888820448

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 v Set Dry Heater 180 °C
Scan Beqin RO miz Set End Plate Offset 500V Set Dry Gas 4.0 min
Scan End 1000 mfz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type I SN Chromatogram Max. m/z FWHM [min]
n.a. 0.8 n.a. Single spectrum n.a. n.a. n.a. 226.9519 na.
n.a. 36 n.a. Single spectrum n.a. n.a. n.a. 422 2050 n.a.
+MS, 3.6min #216
Intens_ +MS, 3.6min #2185
%10°]
1.04 422,2050
051
1 T4 2T 381.2961
0.04+—— b T — — —
100 200 300 400 500 600 700 800 900 miz
Meas.miz # lon Formula m/z err[ppm] mSigma #Sigma Score e Conf N-Rule
4002223 1 C22ZH30N304 400.2231 2.0 41.0 1 100.00 even ok
4222050 1 C22H20N3NaO4 422 2050 0.0 117 1 100.00 even ok
Bruker Compass DataAnalysis 4.1 printed: 11/29%/2018 12:25:00 PM by: hplc Page 1 of 1

Figure S20. tert-Butyl 4-[4-(methoxycarbonyl)-1-(3-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5¢). HRMS (ESI-TOF).
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Figure S21. tert-Butyl 4-[1-(3-fluorophenyl)-4-(methoxycarbonyl)-1H-pyrazol-5-yl]piperidine-
1-carboxylate (5d). *H NMR spectrum (400 MHz, CDClz).
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Figure S22. tert-Butyl 4-[1-(3-fluorophenyl)-4-(methoxycarbonyl)-1H-pyrazol-5-yl]piperidine-
1-carboxylate (5d). 3C NMR spectrum (101 MHz, CDCls).



JMAA‘JWLMA;;A,
Boc- N COOMe
{8.0,—161.2{@ i = )
N—N
F:
{8.0,-74.5{m
AS ‘ AO %5 ‘ ;D ‘ 65 ‘ éﬂ ‘ ‘ ‘ iO ‘ ;5 ‘ ;0 ‘ iS ‘ iO iS

5.5
f2 (ppm)

r-230
;-220
;-210
;-200
;-190
;-180
;-170
;-160
;-150
;-140
;-130
;-120
;-110
;-100
;-90

;-80

;-70

;-60

;-50

F-40

f1 (ppm)

Figure S23. tert-Butyl 4-[1-(3-fluorophenyl)-4-(methoxycarbonyl)-1H-pyrazol-5-yl]piperidine-
1-carboxylate (5d). *H-*>N HMBC spectrum (41 MHz, CDClz).



Compound Spectrum SmartFormula Report

Analysis Info
Analysis Name
Method
Sample Name
Comment

DhData\GMP-014.d
Directinfusion_TuneLow pos.m
GMP-014

5B

Acquisition Date

Operator
Instrument

1172712018 2:20:31 PM

hple
micrOTOF-Q Il §228888.20448

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 v Set Dry Heater 180 °C
Scan Begin 50 miz Set End Plate Offset -500 v Set Dry Gas 4.0 I'min
Scan End 1000 miz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type | SN Chromatogram Max. m/z FWHM [min]
na. 03 na. Single spectrum na. na. na. 304 2632 na.
na. 33 n.a. Single spectrum n.a. n.a. n.a. 4261799 n.a.
+MS, 3.3min #200
Intens. ] +MS, 3 3min #200
x105
3
2; 4261799
1]
] 308.1447 800.4095
04— : st e : e e ey B
100 200 300 400 500 600 700 a0 900 miz
Meas. mfz # lon Formula m/z e [ppm] mSigma #Sigma Score rdb e Conf N-Rule
4261799 1 C21H26FN3Na04  426.1800 02 8.8 10000 95 even ok
Bruker Compass DataAnalysis 4.1 printed: 11/27/2018 2:28:05 PM by: hplc Page 1 of 1

Figure S24. tert-Butyl 4-[1-(3-fluorophenyl)-4-(methoxycarbonyl)-1H-pyrazol-5-yl]piperidine-
1-carboxylate (5d). HRMS (ESI-TOF).
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Figure S25. tert-Butyl 4-[1-(2-fluorophenyl)-4-(methoxycarbonyl)-1H-pyrazol-5-yl]piperidine-
1-carboxylate (5e). 'H NMR spectrum (400 MHz, CDCls).
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Figure S26. tert-Butyl 4-[1-(2-fluorophenyl)-4-(methoxycarbonyl)-1H-pyrazol-5-yl]piperidine-
1-carboxylate (5e). 3C NMR spectrum (101 MHz, CDCIs).
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Figure S27. tert-Butyl 4-[1-(2-fluorophenyl)-4-(methoxycarbonyl)-1H-pyrazol-5-yl]piperidine-
1-carboxylate (5e). *H->*N HMBC spectrum (41 MHz, CDCls).



Compound Spectrum SmartFormula Report

Analysis Info Acquisition Date  11/27/2018 1:33:39 PM
Analysis Name  D)\Data\GMP-013.d
Method Directinfusion_TuneLow _pos.m Operator hplc
Sample Name GMP-013 Instrument  micrOTOF-Q 1l 8228888.20448
Comment SB
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 v Set Dry Heater 180 °C
Scan Begin 50 miz Set End Plate Offset -500 v Set Dry Gas 4.0 I'min
Scan End 1000 miz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type | SN Chromatogram Max. m/z FWHM [min]
na. 0.2 na. Single spectrum na. na. n.a. 304 2632 na.
na. 24 n.a. Single spectrum n.a. n.a. n.a. 4261800 na.

+MS, 2.4min #145

Intens. +MS, 2 dmin #145
%1053

4261800

o] 308.1460 381.2973
100 200 300 400 500

T ¥ ™ T T T T

"800 700" "800 900 miz
Meas.m/z # lon Formula m/z err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
4261800 1 C21H26FN3NaO4 426.1800 01 43 1 10000 95 even ok
Bruker Compass DataAnalysis 4.1 printed. 11/27/2018 1.42.11 PM Dy. hpic Page 107 1

Figure S28. tert-Butyl 4-[1-(2-fluorophenyl)-4-(methoxycarbonyl)-1H-pyrazol-5-yl]piperidine-
1-carboxylate (5¢). HRMS (ESI-TOF).
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Figure S29. tert-Butyl 4-[4-(methoxycarbonyl)-1-(4-methoxyphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5f). tH NMR spectrum (400 MHz, CDCls).
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Figure S30. tert-Butyl 4-[4-(methoxycarbonyl)-1-(4-methoxyphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5f). **C NMR spectrum (176 MHz, CDCls).
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Figure S31. tert-Butyl 4-[4-(methoxycarbonyl)-1-(4-methoxyphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5f). *°N NMR spectrum (41 MHz, CDClz).
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Compound Spectrum SmartFormula Report

Analysis Info
Analysis Name

DAData\GMP-017.d

Acquisition Date

11/27/20186 2:08:37 PM

Method Directinfusion_TunelLow_pos.m Operator hplc
Sample Name GMP-017 Instrument micrOTOF-Q Il 8228888 20448
Comment SB
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 v Set Dry Heater 180 °C
Scan Beqin RO miz Set End Plate Offset 500V Set Dry Gas 4.0 min
Scan End 1000 mfz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type I SN Chromatogram Max. m/z FWHM [min]
n.a. 0.2 n.a. Single spectrum n.a. n.a. n.a. 304 2631 na.
n.a. 22 n.a. Single spectrum n.a. n.a. n.a. 438.2000 n.a.
+MS, 2.2min #130
Intens. | +MS, 2.2min#130
x10‘5_
0.8
0.6 438,2000
0.4+
0.2
0.04+—— .........l".r...... — 71— —
100 200 300 400 500 600 700 800 900 miz
Meas.miz # lon Formula miz err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
4222046 1 C22H20N3NaO4 4222050 1.0 4.5 10000 95 even ok
4382000 1 C22H20N3NaO5 4381939 0.0 4.4 10000 95 even ok
Bruker Compass DataAnalysis 4.1 printed: 11/27/2018 2:17:21 PM by: hplc Page 1 of 1

Figure S32. tert-Butyl 4-[4-(methoxycarbonyl)-1-(4-methoxyphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5f). HRMS (ESI-TOF).
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Figure S33. tert-Butyl 4-[4-(methoxycarbonyl)-1-(3-methoxyphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5g). tH NMR spectrum (400 MHz, CDClIs).
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Figure S34. tert-Butyl 4-[4-(methoxycarbonyl)-1-(3-methoxyphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5g). 3C NMR spectrum (101 MHz, CDCls).




Compound Spectrum SmartFormula Report

Analysis Info Acquisition Date  2/4/2021 11:39:59 PM
Analysis Name  D\Data\GMP-16.d
Method Directinfusion_TuneLow_pos.m Operator hplc
Sample Name GMP-16 Instrument  micrOTOF-Q 1l 8§228888.20448
Comment AB
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 Vv Set Dry Heater 180 *C
Scan Begin 50 miz Set End Plate Offset 500V Set Dry Gas 4.0 Vmin
Scan End 1000 miz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type I SN Chromatogram Max. m/z FWHM [min]
n.a. 2.8 n.a. Single spectrum n.a. n.a. n.a. 438.2000 n.a.

+MS, 2.8min #165

Intens. +MS, 2.8min #165
X105
154

.- 438,2000

057

308.1479
0.0+——r— B — T — —r—T—
100 200 300 400 G500

T T T —T—T—T—T

700" 200 "a00

"800 " miz
Meas. miz # lon Formula m/z err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
4382000 1 C22H29N3Na05 4381999 00 213 1 10000 95 even ok

Bruker Compass DalaAnalysis 4.1 printed: 2/4/2021 11.45:22 PM by hpic Page 10f 1
Figure S35. tert-Butyl 4-[4-(methoxycarbonyl)-1-(3-methoxyphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (59). HRMS (ESI-TOF).
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Figure S36. tert-Butyl 4-{4-(methoxycarbonyl)-1-[3-(trifluoromethyl)phenyl]-1H-pyrazol-5-

yl}piperidine-1-carboxylate (5h). *H NMR spectrum (700 MHz, CDCIs).
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Figure S37. tert-Butyl 4-{4-(methoxycarbonyl)-1-[3-(trifluoromethyl)phenyl]-1H-pyrazol-5-
yl}piperidine-1-carboxylate (5h). 2*C NMR spectrum (176 MHz, CDClz).
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Figure S38. tert-Butyl 4-{4-(methoxycarbonyl)-1-[3-(trifluoromethyl)phenyl]-1H-pyrazol-5-
yl}piperidine-1-carboxylate (5h). *H-*N HMBC spectrum (71 MHz, CDCls).
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Compound Spectrum SmartFormula Report

Analysis Info
Analysis Name

Method
Sample Name  GMP-035
Comment SB

Di\Data\GMP-035.d
Directinfusion_TunelLow_pos.m

Acquisition Date

Operator
Instrument

11/29/2018 11:19:05 AM

hplc
micrOTOF-Q Il 8228888.20448

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500V Set Dry Heater 180 *C
Scan Begin S0 miz Set End Plate Offset -500 vV Set Dry Gas 4.0 lVmin
Scan End 1000 mfz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type I SN Chromatogram Max. m/z FWHM [min]
na. 05 na. Single spectrum na na. na. 226 9518 na.
na. 35 na. Single spectrum na na. na. 476 1768 na.
+MS, 3.5min #212
Intens.J +M5, 3.5min #212
%105
1.253
1.004 47641768
0.753
0503
0.254
0 005 398.1308 X
100 200 300 400 500 600 700 800 900 miz
Meas. mfz # lon Formula m/z e [ppm] mSigma #Sigma  Score  rdb e Conf N-Rule
4761768 1 C22H26F3N3Na0O4 476.1768 -01 76 1 10000 95 ewven ok
Bruker Compass DataAnalysis 4.1 printed: 11/29%/2018 11:29:15 AM by: hplc Page 1 of 1

Figure S39. tert-Butyl 4-{4-(methoxycarbonyl)-1-[3-(trifluoromethyl)phenyl]-1H-pyrazol-5-
yl}piperidine-1-carboxylate (5h). HRMS (ESI-TOF).
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Figure S40. tert-Butyl 4-[4-(methoxycarbonyl)-1-methyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5i). 'H NMR spectrum (400 MHz, CDCls).
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Figure S41. tert-Butyl 4-[4-(methoxycarbonyl)-1-methyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5i). 2*C NMR spectrum (101 MHz, CDCla).
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Figure S42. tert-Butyl 4-[4-(methoxycarbonyl)-1-methyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5i). *H-1>\N HMBC spectrum (41 MHz, CDCls).
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Compound Spectrum SmartFormula Report

Analysis Info Acquisition Date  11/27/2018 11:31:36 AM
Analysis Name  D\Data\GMP-012.d
Method Directinfusion_TuneLow pos.m Operator hplc
Sample Name GMP-012 Instrument micrOTOF-Q 1l 8228888.20448
Comment SB
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 V Set Dry Heater 180 *C
Scan Begin 50 miz Set End Plate Offset 500V Set Dry Gas 4.0 Vmin
Scan End 1000 mfz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type I SN Chromatogram Max. m/z FWHM [min]
na. 0z na. Single spectrum na. na. na. 304 2632 na.
na. 45 na. Single spectrum na. na. na. 361737 na.

+MS, 4.5min #271

Intens. | +MS, 4.5min #271
%108
1.0
0.84
4 64TV
0.6+
0.4+
0.2 2041385
OD T T T T ll 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 T T T T T
100 200 300 400 500 600 700 800 800 miz
Meas. mfz # lon Formula m/z err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
3241906 1 C16H26N304 324 1918 35 215 1 10000 55 even ok
361737 1 C16H25M3INa0Q4 3461737 0.1 24 1 10000 55 even ok
Bruker Compass DataAnalysis 4.1 printed: 11/27/2018 11:40:38 AM by: hplc Page 1 of 1

Figure S43. tert-Butyl 4-[4-(methoxycarbonyl)-1-methyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5i). HRMS (ESI-TOF).
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Figure S44. tert-Butyl (3R)-3-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5j). *H NMR spectrum (400 MHz, CDCls).
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Figure S45. tert-Butyl (3R)-3-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5j). *C NMR spectrum (101 MHz, CDCls).
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Figure S46. tert-Butyl (3R)-3-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5j). *H->"N HMBC spectrum (41 MHz, CDClIs).
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Compound Spectrum SmartFormula Report

Analysis Info Acquisition Date  2/5/2021 12:32:27 AM
Analysis Name  DA\Data\GMP-117.d
Method Directinfusion_TuneLow_pos.m Operator hplc
Sample Name GMP-117 Instrument micrOTOF-Q Il 8228888 20448
Comment AB
Acquisitinn Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 Vv Set Dry Heater 180 *C
Scan Begin 50 miz Sef End Plate Offset 500V Set Dry Gas 4.0 Vmin
Scan End 1000 mfz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type I S/N Chromatogram Max. mi/z FWHM [min]
n.a. 43 n.a. Single spectrum n.a. n.a. n.a. 408.1893 na.

+MS, 4.3min #255

Intens. +M3, 4.3min #255
x1053
257

4081893

o = =
m oo v o
bbb

] e —
100 200 300 400 500 600 700 200 200

T

Mz

Meas. miz # lon Formula miz err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
4081803 1 C21H27N3NaO4 408.1894 -01 29 1 10000 95 even ok

Bruker Compass DataAnalysis 4.1 printed: 2/5/2021 12:41:29 AM by: hpic Page 10f 1
Figure S47. tert-Butyl (3R)-3-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5j). HRMS (ESI-TOF).
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Figure S48. tert-Butyl (3S)-3-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5k). *H NMR spectrum (400 MHz, CDCls).
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Figure S49. tert-Butyl (3S)-3-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5k). 1*C NMR spectrum (101 MHz, CDCls).



Compound Spectrum SmartFormula Report

Analysis Info Acquisition Date  2/5/2021 12:21:40 AM
Analysis Name  DAData\GMP-146.d
Method Directinfusion_TunelLow_pos.m Operator hplc
Sample Name GMP-146 Instrument micrOTOF-Q Il 8228888 20448
Comment AB
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 v Set Dry Heater 180 °C
Scan Beqin RO miz Set End Plate Offset 500V Set Dry Gas 4.0 min
Scan End 1000 mfz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type I SN Chromatogram Max. m/z FWHM [min]
n.a. 23 n.a. Single spectrum n.a. n.a. n.a. 408.1892 na.

+MS, 2.3min #140

Intens. ] +MS, 2. 3min #140
x10°]

3]

1 408,18892

2]

13

IUOr — 260' — 360. — 460' . rﬁéﬂl r 'GE}U' r '?(':.u' r '8-('30‘ — '9('10 r rr'niz
Meas. mfz # lon Formula m/z err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
4081892 1 C21H2TN3NaO4 408 1854 04 18 1 10000 95 even ok

Bruker Compass DataAnalysis 4.1 printed: 2/5/2021 12:26:03 AM by: hplc Page 1 of 1

Figure S50. tert-Butyl (3S)-3-[4-(methoxycarbonyl)-1-phenyl-1H-pyrazol-5-yl]piperidine-1-
carboxylate (5k). HRMS (ESI-TOF).
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Figure S51. tert-Butyl (3R)-3-[4-(methoxycarbonyl)-1-(4-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (51). 'H NMR spectrum (400 MHz, CDClz).
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Figure S52. tert-Butyl (3R)-3-[4-(methoxycarbonyl)-1-(4-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5l). 13C NMR spectrum (101 MHz, CDCls).
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Figure S53. tert-Butyl (3R)-3-[4-(methoxycarbonyl)-1-(4-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (51). *H-1>N HMBC spectrum (41 MHz, CDCls).
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Figure S54. tert-Butyl (3R)-3-[4-(methoxycarbonyl)-1-(4-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (51). HRMS (ESI-TOF).
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Figure S55. tert-Butyl (3S)-3-[4-(methoxycarbonyl)-1-(4-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5m). *H NMR spectrum (400 MHz, CDCls).
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Figure S56. tert-Butyl (3S)-3-[4-(methoxycarbonyl)-1-(4-methylphenyl)-1H-pyrazol-5-
yl]piperidine-1-carboxylate (5m). 1*C NMR spectrum (101 MHz, CDCla).
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Figure S57. tert-Butyl (3S)-3-[4-(methoxycarbonyl)-1-(4-methylphenyl)-1H-pyrazol-5-

yl]piperidine-1-carboxylate (5m). HRMS (ESI-TOF).
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Figure S58. tert-Butyl (3R)-3-{4-(methoxycarbonyl)-1-[3-(trifluoromethyl)phenyl]-1H-pyrazol-
5-yl}piperidine-1-carboxylate (5n). 'H NMR spectrum (700 MHz, CDClz).
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Figure S59. tert-Butyl (3R)-3-{4-(methoxycarbonyl)-1-[3-(trifluoromethyl)phenyl]-1H-pyrazol-
5-yl}piperidine-1-carboxylate (5n). 1*C NMR spectrum (176 MHz, CDCla).
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Figure S60. tert-Butyl (3R)-3-{4-(methoxycarbonyl)-1-[3-(trifluoromethyl)phenyl]-1H-pyrazol-
5-yl}piperidine-1-carboxylate (5n). *H-*N HMBC spectrum (41 MHz, CDClz).
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Figure S61. tert-Butyl (3R)-3-{4-(methoxycarbonyl)-1-[3-(trifluoromethyl)phenyl]-1H-pyrazol-
5-yl}piperidine-1-carboxylate (5n). HRMS (ESI-TOF).
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Figure S62. tert-Butyl (3S)-3-{4-(methoxycarbonyl)-1-[3-(trifluoromethyl)phenyl]-1H-pyrazol-
5-yl}piperidine-1-carboxylate (50). *H NMR spectrum (700 MHz, CDCIs).
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Figure S63. tert-Butyl (3S)-3-{4-(methoxycarbonyl)-1-[3-(trifluoromethyl)phenyl]-1H-pyrazol-
5-yl}piperidine-1-carboxylate (50). 3C NMR spectrum (176 MHz, CDClIs).
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Figure S64. tert-Butyl (3S)-3-{4-(methoxycarbonyl)-1-[3-(trifluoromethyl)phenyl]-1H-pyrazol-
5-yl}piperidine-1-carboxylate (50). HRMS (ESI-TOF).
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Figure S65. tert-Butyl 4-[4-(methoxycarbonyl)-1H-pyrazolyl]piperidine-1-carboxylate (7).
'H NMR spectrum (700 MHz, CDClz).
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Figure S66. tert-Butyl 4-[4-(methoxycarbonyl)-1H-pyrazolyl]piperidine-1-carboxylate (7).
13C NMR spectrum (176 MHz, CDClz).
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Figure S67. tert-Butyl 4-[4-(methoxycarbonyl)-1H-pyrazolyl]piperidine-1-carboxylate (7).
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Figure S68. tert-Butyl 4-[4-(methoxycarbonyl)-1H-pyrazolyl]piperidine-1-carboxylate (7).
HRMS (ESI-TOF).
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Figure S69. tert-Butyl 4-[4-(methoxycarbonyl)-1-methyl-1H-pyrazol-3-yl]piperidine-1-
carboxylate (6i) and tert-butyl 4-[4-(methoxycarbonyl)-1-methyl-1H-pyrazol-5-yl]piperidine-
1-carboxylate (5i). 'TH NMR spectrum (700 MHz, CDClz).
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Figure S70. tert-Butyl 4-[4-(methoxycarbonyl)-1-methyl-1H-pyrazol-3-yl]piperidine-1-
carboxylate (6i) and tert-butyl 4-[4-(methoxycarbonyl)-1-methyl-1H-pyrazol-5-yl]piperidine-
1-carboxylate (5i). 13C NMR spectrum (176 MHz, CDCla).
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Figure S71. tert-Butyl 4-[4-(methoxycarbonyl)-1-methyl-1H-pyrazol-3-yl]piperidine-1-
carboxylate (6i) and tert-butyl 4-[4-(methoxycarbonyl)-1-methyl-1H-pyrazol-5-yl]piperidine-
1-carboxylate (5i). *H->"N HMBC spectrum (71 MHz, CDCls).
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Figure S72. tert-Butyl 4-[4-(methoxycarbonyl)-1-methyl-1H-pyrazol-3-yl]piperidine-1-
carboxylate (6i) and tert-butyl 4-[4-(methoxycarbonyl)-1-methyl-1H-pyrazol-5-yl]piperidine-
1-carboxylate (5i). HRMS (ESI-TOF).
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Figure  S73.  tert-Butyl  4-[1-ethyl-4-(methoxycarbonyl)-1H-pyrazol-3-yl]piperidine-1-
carboxylate (8). *H NMR spectrum (700 MHz, CDClz).
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Figure S74. tert-Butyl 4-[1-ethyl-4-(methoxycarbonyl)-1H-pyrazol-3-yl]piperidine-1-
carboxylate (8). 1*C NMR spectrum (176 MHz, CDCls).
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Figure S75. tert-Butyl 4-[1-ethyl-4-(methoxycarbonyl)-1H-pyrazol-3-yl]piperidine-1-
carboxylate (8). 'H-1>N HMBC spectrum (71 MHz, CDCls).
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Intens. +MS, 3.4min #206
x10‘5—

0.8

0.6+ 360,15894

0.4-

0.2

00] 274.2711

100 200 300 400 500 600 700 200 900 miz
Meas.m/z # lon Formula m/z er[ppm] mSigma #Sigma Score rdb e Conf N-Rule
3382064 1 CITH2BN304 3382074 31 16.8 1 10000 55 even ok
3601894 1 CATH27N3NaO4 360.1894 01 35 1 10000 55 even ok

Bruker Compass DataAnalysis 4.1 printed: 11/27/2018 2:54:27 PM by- hplc Page 10f 1

Figure S76. tert-Butyl 4-[1-ethyl-4-(methoxycarbonyl)-1H-pyrazol-3-yl]piperidine-1-
carboxylate (8). HRMS (ESI-TOF).
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Figure S77. 5-[1-(tert-Butoxycarbonyl)piperidin-4-yl]-1-phenyl-1H-pyrazole-4-carboxylic acid
(9a). *H NMR spectrum (400 MHz, CDCls).
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Figure S78. 5-[1-(tert-Butoxycarbonyl)piperidin-4-yl]-1-phenyl-1H-pyrazole-4-carboxylic acid
(9a). 13C NMR spectrum (101 MHz, CDClz3).
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Figure S79. 5-[1-(tert-Butoxycarbonyl)piperidin-4-yl]-1-phenyl-1H-pyrazole-4-carboxylic acid

(9a). *H->N HMBC spectrum (41 MHz, CDCls).



Compound Spectrum SmartFormula Report

Analysis Info Acquisition Date  2/4/2021 9:41:19 PM
Analysis Name  D\Data\GMP-121.d
Method Directinfusion_TuneLow_pos.m Operator hplc
Sample Name GMP-121 Instrument  micrOTOF-Q 1l 8228888 20448
Comment AB
Acquisition Parameter
Source Type ESI lon Paolarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 v Set Dry Heater 180 °C
Scan Beqgin RO miz Set End Plate Offset -500V Set Dry Gas 4.0 limin
Scan End 1000 mfz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste

# RT [min] Area Int. Type I SN Chromatogram Max. miz FWHM [min]
n.a. 3.0 n.a. Single spectrum n.a. n.a. n.a. 394 1738 n.a.

+MS, 3.0min #180

Intens. | +MS, 3.0min#180
x10%

6-.

| 394,738

4

2_

o- 452.1605

e o e o T e .
Meas. m/z # lon Formula miz err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
3941738 1 C20H25N3INaO4 3941737 -0.2 12 1 10000 95 even ok

Bruker Compass DataAnalysis 4.1 printed: 2/4/2021 9:46:53 PM by: hplc Page 1 of 1

Figure S80. 5-[1-(tert-Butoxycarbonyl)piperidin-4-yl]-1-phenyl-1H-pyrazole-4-carboxylic acid
(9a). HRMS (ESI-TOF).



%] MNHN-S - L] =& & M S BN E S
- i i ] = S dw RSO E S
-] Ll - - ] M brlrlrir e dhrdhr
I T N I N =
COOH
(R)
N 4
4 /
Boc
@N—N
1
‘ r |
[\ h Wl
| e A A M Mo d
T I T T " R | T T
-] R -] ";] -] (7] - ™ %]
5 ®a S C & o ] L
= (3 B ™~ - = = - - -3
85 5D 7.5 70 65 6.0 55 5.0 45 40 15 10 25 2.0 1.5 i 0.5 0.0

f1 (ppm)
Figure S81. 5-[(3R)-1-(tert-Butoxycarbonyl)piperidin-3-yl]-1-phenyl-1H-pyrazole-4-carboxylic
acid (9b). *H NMR spectrum (400 MHz, CDCls).
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Figure S82. 5-[(3R)-1-(tert-Butoxycarbonyl)piperidin-3-yl]-1-phenyl-1H-pyrazole-4-carboxylic
acid (9b). 3C NMR spectrum (101 MHz, CDCIs).
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Figure S83. 5-[(3R)-1-(tert-Butoxycarbonyl)piperidin-3-yl]-1-phenyl-1H-pyrazole-4-carboxylic
acid (9b). *H-N HMBC spectrum (41 MHz, CDCls).



Compound Spectrum SmartFormula Report

Analysis Info Acquisition Date  2/4/2021 9:18:32 PM
Analysis Name  Di\Data\GMP-124.d
Method Directinfusion_TuneLow pos.m Operator hplc
Sample Name GMP-124 Instrument micrOTOF-Q 1l 8228888.20448
Comment AB
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 V Set Dry Heater 180 *C
Scan Begin 50 miz Set End Plate Offset 500V Set Dry Gas 4.0 Vmin
Scan End 1000 mfz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste

# RT [min] Area Int. Type I SN Chromatogram Max. m/z FWHM [min]
na. 40 na. Single spectrum na. na. na. 394 1738 na.

+MS, 4.0min #238

Intens. +MS, 4.0min #238
x105

3

1 394,1736

2;

11

OE 304.2582 .

T e 7 A e e e e e s
Meas.m/z # lon Formula miz err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
3041738 1 C20H25N3Na04 3941737 0.1 216 3 10000 95 even ok

Bruker Compass DataAnalysis 4.1 printed. 2/4/2021 9:26:39 PM by. hpic Page 10f 1

Figure S84. 5-[(3R)-1-(tert-Butoxycarbonyl)piperidin-3-yl]-1-phenyl-1H-pyrazole-4-carboxylic
acid (9b). HRMS (ESI-TOF).
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Figure S85. 5-[(3S)-1-(tert-Butoxycarbonyl)piperidin-3-yl]-1-phenyl-1H-pyrazole-4-carboxylic
acid (9¢). *H NMR spectrum (400 MHz, CDClz).
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Figure S86. 5-[(3S)-1-(tert-Butoxycarbonyl)piperidin-3-yl]-1-phenyl-1H-pyrazole-4-carboxylic
acid (9¢). 13C NMR spectrum (101 MHz, CDClz).



Compound Spectrum SmartFormula Report

Analysis Info Acquisition Date  2/4/2021 2:07:00 PM
Analysis Name  Di\Data\GMP-152.d
Method Directinfusion_TuneLow_pos.m Operator  hplc
Sample Name GMP-152 Instrument micrOTOF-Q Il 82288858 204438
Comment AB
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 v Set Dry Heater 180 °C
Scan Beqin 50 miz Set End Plate Offset -500 v Set Dry Gas 4.0 Ifmin
Scan End 1000 mfz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste

# RT [min] Area Int. Type I S/N Chromatogram Max. m/z FWHM [min]
n.a. 8.2 na. Single spectrum n.a. n.a. n.a. 394 1739 na.

+MS, B.2min #491

Intens. +M3, 8.2min #491
¥1067
0_8:
05 3841738
0.4
0.2
00 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 T T T T T T T T T T T
100 200 300 400 500 600 700 800 900 miz
Meas.m/z # lon Formula miz emr[ppm] mSigma #Sigma Score rdb e Conf N-Rule
3841739 1 C20H25M3INaQ4 3941737 0.3 75 1 100.00 95 even ok
Bruker Compass DataAnalysis 4.1 printed: 2/4/2021 2:22:10 PM by: hplc Page 1 of 1

Figure S87. 5-[(3S)-1-(tert-Butoxycarbonyl)piperidin-3-yl]-1-phenyl-1H-pyrazole-4-carboxylic
acid (9¢). HRMS (ESI-TOF).
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Figure S88. tert-Butyl 4-[1-phenyl-4-(phenylcarbamoyl)-1H-pyrazol-5-yl]piperidine-1-
carboxylate (10a). *H NMR spectrum (400 MHz, CDCls).
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Figure S89. tert-Butyl 4-[1-phenyl-4-(phenylcarbamoyl)-1H-pyrazol-5-yl]piperidine-1-
carboxylate (10a). 3C NMR spectrum (101 MHz, CDClz).
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Figure S90. tert-Butyl 4-[1-phenyl-4-(phenylcarbamoyl)-1H-pyrazol-5-yl]piperidine-1-
carboxylate (10a). *H->"N HMBC spectrum (41 MHz, CDClz).
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Compound Spectrum SmartFormula Report

Analysis Info
Analysis Name
Method
Sample Mame
Comment

DAData\GMP-126.d

Directinfusion_TuneLow_pos.m

GMP-126
AB

Acquisition Date  2/4/2021 9:31:08 PM

Operator
Instrument

hplc

micrOTOF-Q Il §228888.20448

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 vV Set Dry Heater 180 *C
Scan Begin 50 miz Set End Plate Offset -500 v Set Dry Gas 4.0 limin
Scan End 1000 mvz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type I S/N Chromatogram Max. m/z FWHM [min]
na. 20 na. Single spectrum na na. na. 4689 2209 na.
+MS, 2.0min #118
Intens._ | +MS, 2.0min #1185
®1
0.8+
06 459,2209
0.4
0.2
00 1 304.2593 L , 585.5334
100 200 300 400 500 600 700 800 900 miz
Meas.m/z # lon Formula miz err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
4692209 1 C26H30N4NaO2  469.2210 0.2 30 100.00 135 even ok
Bruker Compass DataAnalysis 4.1 printed: 2/4/2021 9:35:44 PM by: hplc Page 1 of 1

Figure S91. tert-Butyl 4-[1-phenyl-4-(phenylcarbamoyl)-1H-pyrazol-5-yl]piperidine-1-
carboxylate (10a). HRMS (ESI-TOF).
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Figure S92. tert-Butyl (3R)-3-[1-phenyl-4-(phenylcarbamoyl)-1H-pyrazol-5-yl]piperidine-1-
carboxylate (10b). *H NMR spectrum (400 MHz, CDClz).
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Figure S93. tert-Butyl (3R)-3-[1-phenyl-4-(phenylcarbamoyl)-1H-pyrazol-5-yl]piperidine-1-
carboxylate (10b). 3C NMR spectrum (101 MHz, CDCls).
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Figure S94. tert-Butyl (3R)-3-[1-phenyl-4-(phenylcarbamoyl)-1H-pyrazol-5-yl]piperidine-1-
carboxylate (10b). *H->N HMBC spectrum (41 MHz, CDCls).



Compound Spectrum SmartFormula Report

Analysis Info Acquisition Date  2/4/2021 9:00:51 PM
Analysis Name  Di\Data\GMP-129 d
Method Directinfusion_TunelLow_pos.m Operator hplc
Sample Name  GMP-129 Instrument  micrOTOF-Q Il 8226888.20448
Comment AB
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 v Set Dry Heater 180 °C
Scan Begin 50 miz Set End Plate Offset -500 Vv Set Dry Gas 4.0 I'min
Scan End 1000 miz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste

# RT [min] Area Int. Type I SN Chromatogram Max. m/z FWHM [min]
n.a. 31 na. Single spectrum n.a. n.a. n.a. 469 2216 na.

+MS, 3.1min #180

Intens. 3 +MS, 3. 1min #1380
%1053

257
2.0
157
1.0
057

4682216

0.0 T T T T T T T T T T T LI L R LI B T T T T T T T T T T T
100 200 300 400 500 600 700 200 900 mz

Meas.miz # lon Formula m/z err[ppm] mSigma #Sigma Score rdb e Conf N-Rule
4692216 1 C26H30N4Na03 4692210 13 49 1 10000 135 even ok

Bruker Compass DataAnalysis 4.1 printed: 2/4/2021 9:11.34 PM by: hpic Page 1of 1
Figure S95. tert-Butyl (3R)-3-[1-phenyl-4-(phenylcarbamoyl)-1H-pyrazol-5-yl]piperidine-1-
carboxylate (10b). HRMS (ESI-TOF).
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Figure S96. tert-Butyl (3S)-3-[1-phenyl-4-(phenylcarbamoyl)-1H-pyrazol-5-yl]piperidine-1-
carboxylate (10c). *H NMR spectrum (400 MHz, CDCls).
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Figure S97. tert-Butyl (3S)-3-[1-phenyl-4-(phenylcarbamoyl)-1H-pyrazol-5-yl]piperidine-1-
carboxylate (10c). 3C NMR spectrum (101 MHz, CDCls).
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Figure S98. tert-Butyl (3S)-3-[1-phenyl-4-(phenylcarbamoyl)-1H-pyrazol-5-yl]piperidine-1-
carboxylate (10c). *H->N HMBC spectrum (41 MHz, CDCls).
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Compound Spectrum SmartFormula Report

Analysis Info

Acquisition Date  2/4/2021 1:42:18 PM

Analysis Name  D\Data\GMP-155.d

Method Directinfusion_TuneLow_pos m Operator  hplc

Sample Name — GMP-155 Instrument  micrOTOF-Q Il §2288885.20448
Comment AB

Acquisition Parameter

Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Mot active Set Capillary 4500 vV Set Dry Heater 180 °C
Scan Begin 50 miz Set End Plate Offset -500 V Set Dry Gas 4.0 limin
Scan End 1000 miz Set Collision Cell RF 140.0 Vpp Set Divert Valve Waste
# RT [min] Area Int. Type I SN Chromatogram Max. m/z FWHM [min]
n.a. 34 n.a. Single spectrum n.a. n.a. n.a. 469 2210 n.a.
+MS, 3.4min #200
Intens. J +M5S, 3 4min #200
%1057
43
33 459,2210
23
13
] 353.2643
100 200 300 400 500 600 700 800 900 miz
Meas.m/z # lon Formula miz em[ppm] mSigma #Sigma Score rdb e Conf N-Rule
4692210 1 C26H30N4NaO3 469.2210 -0.1 5.0 1 10000 135 even ok
Bruker Compass DataAnalysis 4.1 printed: 2/4/2021 1:51:03 PM by: hplc Page 1 of 1

Figure S99. tert-Butyl (3S)-3-[1-phenyl-4-(phenylcarbamoyl)-1H-pyrazol-5-yl]piperidine-1-
carboxylate (10c). HRMS (ESI-TOF).



