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1. NMR and Mass Spectra of Troponyl Glycine Derivatives (2/ 3a- 30)
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Fig S1.H, *C {*H} NMR spectra of tropony! glycine derivative 2.
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19:30:20
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Fig S2. ESI-HRMS spectra of troponyl glycine derivative 2.
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Fig S3.!H, °C {*H} NMR spectra of troponyl glycine derivative 3a.
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NKS-CKJ-403 18-Oct-2022

19:42:40
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Fig S4. ESI-HRMS spectra of troponyl glycine derivative 3a.
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Fig S5.H, C {*H} NMR spectra of troponyl glycine derivative 3b.
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Fig S6. ESI-HRMS spectra of troponyl glycine derivative 3b.
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Fig S7.'H, °C {*H} NMR spectra of troponyl glycine derivative 3c.
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01:46:53
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N
e H
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Exact Mass: 260.1525
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e
I e T T T T T T T e T e e e iz
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NKS_15022023_13 47 (0.930) Cm (47:48) 1. TOF MS ES+
283.1398 £6.89e5
100
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Fig S8. ESI-HRMS spectra of troponyl glycine derivative 3c.
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Fig S9.'H, °C {*H} NMR spectra of troponyl glycine derivative 3d.
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Fig S10. ESI-HRMS spectra of troponyl glycine derivative 3d.
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Fig S11.H, °C {*H} NMR spectra of troponyl glycine derivative 3e.
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NKS_CKJ_1115 07-Mar-2023
21:03:46
XEVO-G2XSQTOF#YFA1739
NKS_07032023_4 (0.053) Cu (0.05); Is (1.00,1.00) C27H47N202 1: TOF MS ES+
431.2637 7.35¢12
100+
1 O (0]
N AL
J NOR
H 17
L3 3e
] Chemical Formula: Cy7H4eN50,
432.3637 Exact Mass: 430.3559
1 433.3716
O e T e T e T T o e o e e Miz
100 200 300 400 500 600 700 800 900 1000 1100
NKS 07032023 4 48 (0.947) Cm (48:49) 1: TOF MS ES+
1004 431.3620 4.35e5
[M+H]*
=
] 403.3317
N
432 3697
833.6888
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Fig S12. ESI-HRMS spectra of troponyl glycine derivative 3e.
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Fig S13.H, *C {*H} NMR spectra of troponyl glycine derivative 3f.
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NKS_CKJ_298 07-Nov-2022

17:38:07
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IS 3f
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Exact Mass: 250.0954
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NKS_07112022_5 27 (0.553) Cm (27:31) 1: TOF MS ES+
- 273.0840 1.86e7
100
1 [M+NaJ*
P
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Fig S14. ESI-HRMS spectra of troponyl glycine derivative 3f.
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Fig S15.H, 3C {*H} NMR spectra of troponyl glycine derivative 3g.
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00:54:04
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NKS_30112022_3 (0.053) Cu (0.05); Is (1.00,1.00) C13H16N204Na 1: TOF MS ES+
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0] (0]
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N N ONG
H
(0]
3g
m e
Chemical Formula: C43H4gN,0,
Exact Mass: 264.1110
288.1008
Lo S R R L S B S A R S R LAy SR R RN AN RARRE AR 1114
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NKS_30112022_3 45 (0. 897) Cm (12:47) 1: TOF MS ES+
1 287.0984 1.82e8
00+
[M+Na]*
265.1155
~°\EL
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Fig S16. ESI-HRMS spectra of troponyl glycine derivative 3g.
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Fig S17.H, C {*H} NMR spectra of troponyl glycine derivative 3h.
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Fig S18. ESI-HRMS spectra of troponyl glycine derivative 3h.

S19



00°0- —

oy
e
oy
17

89°€ —
otV
.:.vv

99V —

0s'9
zes
08'9 V
89/
6T'L~
L%
vTL
9T°'L
8T'L
0g'L
494
SEL
9L

0.0

0.5

1.5 1.0

2.0

25

3.0

3.5

65 60 55 50 45 4.0
f1 (ppm)

7.0

7.5

'H NMR (400 MHz, CDCls)
9.5 9.0 8.5 8.0

10.0

YSTT
08'cz—
[£:3744

68°0V —
oT'LYy

mo.omW
LETS~C

SL9L

LO°LL
6€°LL

ST'OTT —

Lyrver
SLOET ~
90'9€T

08'LET M

16'vST—

9T'89T
88'TLT —
8ELLT~

100

f1 (ppm)
S20

3C{'H} NMR (101 MHz, CDClI3)
200 190 180 170 160 150 140 130 120 110

210

Fig S19.H, C {*H} NMR spectra of troponyl glycine derivative 3i.



NKS_CKJ_1021 29-Nov-2022

17:51:09
XEVO-G2XSQTOF#YFA1739
NKS_29112022_1 (0.053) Cu (0.05); Is (1.00,1.00) C16H23N204 1: TOF MS ES+
100~ 307.1658 8.25¢12
) 0]
H\/”\
N N ONG
H
2 (e}
3i
Chemical Formula: C{gH,,N,0,4
Exact Mass: 306.1580
308.1658
L R R R R R B L R L R L R LN RSN AR RARRNRARAN SRR m/z
100 200 300 400 500 600 700 800 300 1000 1100
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Fig S20. ESI-HRMS spectra of troponyl glycine derivative 3i.
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Fig S28. ESI-HRMS spectra of troponyl glycine derivative 3m.
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Fig S30. ESI-HRMS spectra of troponyl glycine derivative 3n.
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Fig S32. ESI-HRMS spectra of troponyl glycine derivative 3o.
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Fig S33.1H, C {*H} NMR spectra of oxidized tropony!l glycine derivative 2a.
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Fig S34. ESI-HRMS spectra of oxidized troponyl glycine derivative 2a.
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Fig S35.H, *C {*H} NMR spectra of oxidized troponyl glycine derivative 4a.
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Fig S36. ESI-HRMS spectra of oxidized troponyl glycine derivative 4a.
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Fig S38. ESI-HRMS spectra of oxidized troponyl glycine derivative 4b.
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Fig S40. ESI-HRMS spectra of oxidized troponyl glycine derivative 4c.
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Fig S42. ESI-HRMS spectra of oxidized troponyl glycine derivative 4d.
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Fig S44. ESI-HRMS spectra of oxidized troponyl glycine derivative 4e.
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Fig S46. ESI-HRMS spectra of oxidized troponyl glycine derivative 4f.
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Fig S48. ESI-HRMS spectra of oxidized troponyl glycine derivative 4g.
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Fig S50. ESI-HRMS spectra of oxidized troponyl glycine derivative 4h.
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Fig S52. ESI-HRMS spectra of oxidized troponyl glycine derivative 4i.
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Fig S54. ESI-HRMS spectra of oxidized troponyl glycine derivative 4j.
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Fig S60. ESI-HRMS spectra of oxidized troponyl glycine derivative 4m.
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Fig S62. ESI-HRMS spectra of oxidized troponyl glycine derivative 4n.
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Fig S64. ESI-HRMS spectra of oxidized troponyl glycine derivative 40.
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3. NMR Spectra of Non-troponyl (N-Aryl and N- Alkyl) Glycine Derivatives
(N-phenyl glycinate and N, N- diethyl glycinate)
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Fig S65. 'H, °C {*H} NMR spectra of N-phenyl glycinate.
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4. X-Ray Studies of Single Crystals (2a/4a/4b/4f/ 4g/2-Pd)

Compound 2a. Single crystal of oxidized troponyl glycine derivative 2a was obtained in
solvent mixture ethylacetate and hexane by slow evaporation method. The crystal data of
oxidized troponyl glycine derivative 2a was collected on a Rigaku Oxford diffractometer at
100 K. Selected collection parameters and other crystallographic results are summarized below.
The program package SHELXTL1 and Olex2 was used for structure solution and ORTEP
diagram carried out by DIAMOND 3.2.

Table S1 Crystal data and structure refinement for 2a.

Identification code 2a

Empirical formula C11H11NO4
Formula weight 221.21
Temperature/K 100.00(10)

Crystal system monoclinic

Space group P2i/c

alA 13.3680(14)

b/A 4.2874(5)

c/A 19.184(2)

a/° 90

p/° 110.238(13)

v/° 90

Volume/A3 1031.6(2)

Z 4

peaicg/cm® 1.424

p/mm? 0.110

F (000) 464.0

Crystal size/mm?® 0.01 x 0.01 x 0.001
Radiation Mo Ka (A=10.71073)
20 range for data collection/°6.496 to 60.238
Index ranges -17<h<17,-5<k<5,-21<1<26
Reflections collected 6699

Independent reflections 2388 [Rint = 0.0549, Rsigma = 0.0757]
Data/restraints/parameters  2388/0/146

Goodness-of-fit on F2 1.001

Final R indexes [[>=2c (I)] R1=0.0702, wR2 = 0.1823

Final R indexes [all data] Ri1=0.1037, wR2 = 0.2041

Largest diff. peak/hole / e A< 0.44/-0.38
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Fig S67. ORTEP diagram of oxidized troponyl glycine derivative 2a [ellipsoid contour
probability: 50%].
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Compound 4a. Single crystal of oxidized troponyl glycine derivative 4a was obtained in
solvent mixture ethylacetate and hexane by slow evaporation method. The crystal data of
oxalamide 4a was collected on a Rigaku Oxford diffractometer at 292 K. Selected collection
parameters and other crystallographic results are summarized below. The program package
SHELXTL1 and Olex2 was used for structure solution and ORTEP diagram carried out by
DIAMOND 3.2.

Table S2 Crystal data and structure refinement for 4a.

Identification code 4a

Empirical formula C10H22N207
Formula weight 282.29
Temperature/K 292(3)

Crystal system monoclinic

Space group P2i/c

alA 12.9666(11)

b/A 13.3233(10)

c/A 8.2903(6)

a/° 90

pB/° 102.069(8)

v/° 90

Volume/A3 1400.56(19)

Z 4

pcalcg/CI’n3 1.339

w/mmt 0.113

F (000) 608.0

Crystal size/mm? 0.021 x 0.012 x 0.001
Radiation MoKa (A =0.71073)
20 range for data collection/°6.91 to 52.732

Index ranges -16<h<15,-16<k<15,-9<1<10
Reflections collected 12306

Independent reflections 2846 [Rint = 0.0297, Rsigma = 0.0262]
Data/restraints/parameters ~ 2846/0/190

Goodness-of-fit on F2 0.791

Final R indexes [[>=2c (I)] R1=0.0417, wR2 = 0.1687

Final R indexes [all data] R1=0.0563, wR2 = 0.1942

Largest diff. peak/hole / e A 0.15/-0.16
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Fig S68. ORTEP diagram of oxidized troponyl glycine derivative 4a [ellipsoid contour
probability: 50%].
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Compound 4b. Single crystal of oxidized troponyl glycine derivative 4b was obtained in
solvent mixture ethylacetate and hexane by slow evaporation method. The crystal data of
oxalamide 4b was collected on a Rigaku Oxford diffractometer at 248 K. Selected -
collection parameters and other crystallographic results are summarized below. The
program package SHELXTL1 and Olex2 was used for structure solution and ORTEP
diagram carried out by DIAMOND 3.2.

Table S3 Crystal data and structure refinement for 4b.

Identification code 4b

Empirical formula C17H16N203
Formula weight 296.32
Temperature/K 248(50)

Crystal system monoclinic

Space group P2i/c

alA 13.8803(10)

b/A 13.7121(9)

c/A 8.2130(5)

a/° 90

B/° 104.208(7)

v/° 90

Volume/A3 1515.35(18)

Z 4

pcalcg/CI’n3 1.299

w/mm? 0.090

F (000) 624.0

Crystal size/mm?® 0.01 x 0.01 x 0.001
Radiation MoKa (A =0.71073)
20 range for data collection/°6.67 to 60.264
Index ranges -18<h<16,-17<k<19,-11<1<10
Reflections collected 14346

Independent reflections 3667 [Rint = 0.0384, Rsigma = 0.0361]
Data/restraints/parameters ~ 3667/0/199

Goodness-of-fit on F2 1.045

Final R indexes [[>=2c (I)] Ri1=0.0433, wR2=0.1122

Final R indexes [all data] R1=0.0697, wR2 = 0.1252

Largest diff. peak/hole / e A< 0.14/-0.14
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Fig S69. ORTEP diagram of oxidized troponyl glycine derivative 4b [ellipsoid contour
probability: 50%].
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Compound 4f. Single crystal of oxidized troponyl glycine derivative 4f was obtained in
solvent mixture ethylacetate and hexane by slow evaporation method. The crystal data of
oxalamide 4f was collected on a Rigaku Oxford diffractometer at 205 K. Selected -
collection parameters and other crystallographic results are summarized below. The
program package SHELXTL1 and Olex2 was used for structure solution and ORTEP
diagram carried out by DIAMOND 3.2.

Table S4 Crystal data and structure refinement for 4f.

Identification code 4f

Empirical formula C2.18H2.18N0.3600.91
Formula weight 48.04
Temperature/K 205(6)

Crystal system triclinic

Space group P-1

alA 8.1779(9)

b/A 9.0116(6)

c/A 10.0761(8)

o/° 113.570(7)

/e 95.895(8)

v/° 112.019(9)
Volume/A3 602.44(10)

Z 11

pealcg/cm?® 1.457

w/mm?t 0.115

F (000) 276.0

Crystal size/mm? 0.01 x 0.01 x 0.001
Radiation Mo Ka (A =10.71073)
20 range for data collection/°6.812 to 60.938
Index ranges -10<h<10,-11<k<11,-13<1<13
Reflections collected 10853

Independent reflections 2925 [Rint = 0.0514, Rsigma = 0.0472]
Data/restraints/parameters ~ 2925/0/173

Goodness-of-fit on F2 1.033

Final R indexes [[>=2c (I)] R1=0.0499, wR2 =0.1214

Final R indexes [all data] R1=0.0764, wR2 = 0.1371

Largest diff. peak/hole / e A< 0.22/-0.31
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Fig S70. ORTEP diagram of oxidized troponyl glycine derivative 4f [ellipsoid contour
probability: 50%].
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Compound 4g. Single crystal of oxidized troponyl glycine derivative 4g was obtained in
solvent mixture ethylacetate and hexane by slow evaporation method. The crystal data of
oxalamide 4g was collected on a Rigaku Oxford diffractometer at 193 K. Selected -
collection parameters and other crystallographic results are summarized below. The
program package SHELXTL1 and Olex2 was used for structure solution and ORTEP
diagram carried out by DIAMOND 3.2.

Table S5 Crystal data and structure refinement for 4g.

Identification code 49

Empirical formula C26H28N40O10
Formula weight 556.52
Temperature/K 193(14)

Crystal system orthorhombic
Space group P212121

alA 7.0174(2)

b/A 19.6228(4)

c/A 19.9031(5)

a/° 90

B/° 90

v/° 90

Volume/A3 2740.68(12)

Z 4

peaicg/cm?® 1.349

pw/mm?t 0.889

F (000) 1168.0

Crystal size/mm? 0.01 x 0.01 x 0.001
Radiation CuKo (A=1.54184)
20 range for data collection/°8.886 to 151.168
Index ranges -8<h<4,-24<k<24,-25<1<24
Reflections collected 12621

Independent reflections 5077 [Rint = 0.0389, Rsigma = 0.0477]
Data/restraints/parameters ~ 5077/0/365

Goodness-of-fit on F2 1.040

Final R indexes [[>=2c (I)] R1=0.0434, wR2=0.1179

Final R indexes [all data] R1=0.0497, wR2 = 0.1230

Largest diff. peak/hole / e A20.15/-0.16

Flack parameter 0.21(16)
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Fig S71. ORTEP diagram of oxidized troponyl glycine derivative 4g [ellipsoid contour
probability: 50%].

S77



Compound 2-Pd(I1) complex. Single crystal of troponyl glycine derivative- Pd complex
(2- Pd) was obtained in solvent mixture ethylacetate and hexane by slow evaporation
method. The crystal data of palladacycle (2- Pd) was collected on a Rigaku Oxford
diffractometer at 270 K. Selected collection parameters and other crystallographic results
are summarized below. The program package SHELXTL1 and Olex2 was used for
structure solution and ORTEP diagram carried out by DIAMOND 3.2.

Table S6 Crystal data and structure refinement for 2- Pd.

Identification code 2-Pd

Empirical formula C11H12NOsPdos
Formula weight 259.42
Temperature/K 270(3)

Crystal system monoclinic

Space group P21/n

alA 13.4678(9)

b/A 5.0155(3)

c/A 17.0923(10)

a/° 90

B/° 111.300(7)

v/° 90

Volume/A3 1075.68(12)

Z 4

pealcg/cm® 1.602

w/mm 7.319

F (000) 528.0

Crystal size/mm? 0.01 x 0.01 x 0.001
Radiation CuKo (A=1.54184)
20 range for data collection/°7.214 to 151.446
Index ranges -16 <h<16,-6<k<6,-21 <1<21
Reflections collected 8238

Independent reflections 2126 [Rint = 0.1131, Rsigma = 0.0713]
Data/restraints/parameters ~ 2126/0/143

Goodness-of-fit on F2 1.084

Final R indexes [[>=2c (I)] R1=0.0756, wR2 = 0.2096

Final R indexes [all data] R1=0.0915, wR2 = 0.2286

Largest diff. peak/hole / e A= 1.53/-1.50
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Fig S72. ORTEP diagram of troponyl glycine — Pd complex (2- Pd) [ellipsoid contour
probability: 50%].
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