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Figure S1. '"H NMR spectrum of 1a in CDCl;
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Figure S2. BC{'H} NMR spectrum of 1a in CDCl;
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Figure S3. IR spectrum of 1a in KBr
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Figure S4. 'H NMR spectrum of 2a in CDCl;
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Figure S7. IR spectrum of 2a in KBr
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Figure S41. BC{'H} NMR spectrum of 4ae in CDCl;
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Figure S42. High Resolution Mass Spectrometry (HRMS) data of 4ae
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Compound Spectra

¥10°

1.5
1.4
1.3
1,2
1.1

e
0.9
0.8
0.7
0.6-1
0.5
0.4
0.3
0.2
0.1

o

Cpd 1: C24 H26 N4 Pd; 0.130: + Scan (rt: 0.096, 0.113, 0.130, 0.147 ... min, 13 scans) CD-0P-2-472-30 min.d

498,1168
Ph
D =
NQ Pd—N_ /
(A)
473.1303 476.1184 482.1365 492,1571 505.1181
(M+H}+ M+ (M+H)+ J (M+NH4)+ u‘ L (M+Najy+
li 1 T N pl 3 " ool | " u kL i l e A " |
T T T T T T T T T T T T T T T T T T T T T I
468 470 472 474 476 478 480 482 484 486 488 490 492 494 496 498 500 502 504 506 508 510
Counts vs, Mass-to-Charge (myz)
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mfz Z Abund Diff (ppm) Height %% Hei%g; l"-ﬁ; Ion Species Formula
c

473.1303 1 418 3.45 16.11 3.01 (M+H)+ C24H26N4Pd
475.1301 1 248 6.41 9.55 32,94 (M+H)+ C24H26N4Pd
476,1184 1 249 =245 100.00 100.00 M+ C24H26N4Pd
477.1257 1 2594 -3.73 100.00 100.00 (M+H)+ C24H26N4Pd
482,1365 1 157 10.77 6.06 9.82 (M4+H)+ C24H26N4Pd
4921571 1 167 6.94 48.66 32.84  (M+NH4)+ C24H26N4Pd
494.1466 1 343 -14.91 100.00 100.00  (M+NH4)+  C24H26N4Pd
499,1196 1 44955 20,50 100.00 100.00 (M+Na)+ C24H26N4Pd
505.1181 1 763 3.61 1.70 1.29 (M+Na)+ C24H26N4Pd
408 1168 168N

Figure S45. High Resolution Mass Spectrometry (HRMS) data of Intermediate A
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Compound Spectra (overlaid)

xip? |Cpd 1: C30 H31 I M4 O Pd; 0.180: + Scan (rt: 0.096-0.298 min, 13 scans) CO-0P-2-472-30 min.d
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mjz Z Abund Diff (ppm) Height % Hei gtal%i Ion Species Formula
C
694.0648 1 135 10.11 32.44 31.42 M+ C30H31IN40Pd
695.0669 1 331 11.21 79.74 73.38 M+ C30H31IN40Pd
6960511 1 415 -10.38 100.00 100.00 M+ C30H31IN40Pd
698.0578 1 225 -0.22 54.34 79.20 M+ C30H31IN40Pd
699.0613 1 134 0.66 3235 26.02 M+ C30H31IN40Pd
7000534 1 157 -8.61 37.95 37.31 M+ C30H31IN40OPd
714.0991 1 718 9.01 98.60 100.00  (M+NH4)+  C30H31IN4OPd
716.0991 1 728 9.37 100.00 79.00 (M+MH4)+  C30H31IN40OPd
718.1003 1 366 8.99 50.22 37.31 (M+NH4)+ C30H31IN40OPd
719.0553 1 129 9.96 100.00 100.00 (M+Na)+ C30H31IN40Pd
719,1026 1 135 8.53 18.48 11,91 (M+NH4)+ C30H31IN4OPd
735.0201 1 266 -2.49 100.00 100.00 (M+K)+ C30H31IN40Pd
737.0221 1 162 0.71 60.64 84.50 (M+K)+ C30H31IN40Pd

Figure S46. High Resolution Mass Spectrometry (HRMS) data of Intermediate B
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Compound Spectra
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Spectrum Peaks
mfz Z Abund Diff (ppm) Height % Hd?g:ﬁ; Ion Species Formula
c

668.1828 1 333 -14.49 21.57 29.59 M+ C3BH36N40Pd
670.1852 1 1545 -11.94 100.00 100.00 M+ C38H36N40Pd
672.2009 1 855 11.91 55.31 77.16 M+ C38H36N40Pd
693.1928 1 2269 14.09 100.00 100.00 (M+Na)+ C3BH36M40Pd
697.1775 1 1114 -9.54 49,11 37.41 (M+Na)+ C38H36N40Pd
688.3322 42712

Figure S47. High Resolution Mass Spectrometry (HRMS) data of Intermediate D
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Table S1. Crystal data and structure refinement for 2b

Identification code
Empirical formula
Formula weight
Temperature/K
Crystal system
Space group

a/A

b/A

c/A

o/°

pr°

V/°

Volume/A3

V4

pcalcg/ Cl’l’l3

wmm-!

F(000)

Crystal size/mm?
Radiation

2b
Co4Ho¢N4PdI,
730.69
145(2)
monoclinic
P21/n
9.5780(3)
16.2412(6)
33.3733(12)
90
96.3530(10)
90

5159.6(3)

8

1.881

3.131

2800.0
0.2x0.17 x0.14

MoKa (A = 0.71073)

20 range for data collection/°4.456 to 51.448
-11<h<10,-19<k<19,-40<1<40

Index ranges
Reflections collected
Independent reflections

Data/restraints/parameters

Goodness-of-fit on F?

Final R indexes [[>=2c (1)]

Final R indexes [all data]

52632

9808 [Rin; = 0.0509, Rgigma = 0.0365]

9808/0/567
1.206

R;=10.0430, wR, = 0.0883
R; =10.0498, wR, = 0.0906
Largest diff. peak/hole / e A3 1.57/-0.87

Table S2. Bond lengths for 2b

Atom Atom Length/A

Cl C2 13838
Cl N4  13797)
Cl  Pdl  1.970(5)
C2  C3  1.466(8)
2 N2 1.358(7)
C3 C4  1.401(8)
C3  C8  1.39009)
C4 C5  1386(9)
C5 C6  1.382(9)
C6 C7  138809)
C7 €8 137709

Atom Atom
Cc27 C28
C27 C32
c28 C29
C29 C30
C30 C31
C31 C32
C33 C34
C33 N6
C35 C36
C35 C40
C35 N8

49

Length/A
1.383(8)
1.397(8)
1.391(9)
1.374(9)
1.382(9)
1.379(9)
1.497(10)
1.478(3)
1.398(9)
1.384(9)
1.451(8)



C9

C9

Cll1
Cl11
Cll1
C12
Cl12
C13
Cl14
Cl4
CI5
Cl6
C20
C20
C21
C22
C23
C24
C25
C25
C25
C26
C26

C10
N2

Cl12
Cl6
N4

C13
C17
Cl4
CI15
CI8
Cl6
C19
C21
N1

C22
C23
C24
N1

C26
N8

Pd2
C27
N6

1.506(12)
1.478(8)
1.397(8)
1.389(9)
1.452(8)
1.382(9)
1.495(9)
1.401(10)
1.373(10)
1.505(9)
1.404(9)
1.499(9)
1.375(9)
1.331(8)
1.397(10)
1.374(10)
1.378(9)
1.338(8)
1.394(8)
1.382(7)
1.980(6)
1.477(8)
1.359(7)

C36
C36
C37
C38
C38
C39
C40
C44
C44
C45
C46
C47
C48
N1

N2

N3

N5

N6

N7

Pd1
Pd1
Pd2
Pd2

C37
C41
C38
C39
C42
C40
C43
C45
N5
C46
C47
C48
N5
Pd1
N3
N4
Pd2
N7
N8
I1
12
I3
14
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1.387(10)
1.516(10)
1.410(11)
1.378(10)
1.523(10)
1.387(9)
1.510(9)
1.390(9)
1.321(8)
1.361(10)
1.382(10)
1.376(9)
1.347(8)
2.116(5)
1.322(7)
1.328(7)
2.107(5)
1.319(7)
1.331(7)
2.6208(6)
2.5973(6)
2.5801(6)
2.6281(6



Table S3. Bond angles for 2b

Atom Atom Atom Angle/’ Atom Atom Atom Angle/’

C2 Cl Pd1 126.1(4) C40 C35 C36  123.1(6)
N4 Cl C2 103.2(5) C40 C35 N8 120.0(5)
N4 Cl Pdl 130.7(4) C35 C36 C41  123.0(6)
Cl C2 C3 128.7(5) C37 C36 C35 117.3(6)
N2 C2 Cl 106.1(5) C37 C36 C41 119.7(6)
N2 C2 C3 125.2(5) C36 C37 C38 121.5(6)
C4 C3 C2 119.2(5) C37 C38 C42  120.2(7)
C8 C3 C2 121.7(5) C39 (C38 C37 118.0(6)
C8 C3 Cc4 119.0(6) C39 (C38 C42 121.7(7)
C5 C4 C3 119.6(6) C38 C39 C40 122.7(7)
Co Cs C4 120.9(6) C35 C40 C39 117.1(6)
Cs Cé C7 119.6(6) C35 C40 C43  122.7(6)
C8 C7 Co 120.0(6) C39 C40 C43  120.1(6)
C7 C8 C3 121.0(6) N5 C44  C45  123.0(6)
N2 C9 C10  112.1(6) C46 C45 C44 119.1(7)
Cl12 Cl1 N4 118.7(5) C45 C46 C47  118.8(6)
Cl6 Cl1 Cl12  123.2(6) C48 C47 C46  118.7(6)
Cl6 Cl1 N4 118.1(5) N5 C48  C47  122.9(6)
Cl1  C12  C17 121.2(6) C20 NI C24  118.5(5)
C13 Cl12 CI1  117.1(6) C20 NI Pdl1 122.1(4)
C13 Cl12 Cl17 121.7(6) C24 NI Pd1 119.4(4)
Cl12 C13 Cl14 122.2(6) C2 N2 C9 128.6(5)
C13 Cl14 CI18 120.3(7) N3 N2 C2 113.5(5)
Cl5s Cl14 CI3  118.2(6) N3 N2 C9 117.9(5)
Cls Cl14 CI18 121.5(7) N2 N3 N4 103.1(4)
Cl4 C15 Cl6 122.5(6) C1 N4 Cll  128.5(5)
Cll  Cle CI5 116.6(6) N3 N4 Cl 114.1(5)
Clt  Cl6e Cl19 122.7(6) N3 N4 Cll  117.4(5)
CI5s Cl6 C19 120.7(6) C44 N5 C48  117.4(5)
N1 C20 C21  123.2(6) C44 N5 Pd2  126.2(4)
C20 C21 C22 118.3(6) C48 N5 Pd2  116.44)
C23  C22 C21 118.4(6) C26 N6 C33  128.9(5)
C22 C23 C24 119.7(7) N7 N6 C26 113.2(5)
N1 C24 C23  122.0(6) N7 N6 C33 117.4(5)
C26 C25 Pd2  126.8(4) N6 N7 N8 103.8(5)
N8 C25 C26  102.9(5) C25 N8 C35  129.2(5)
N8 C25 Pd2  130.2(4) N7 N8 C25 113.8(5)
C25 C26 C27 130.5(5) N7 N8 C35 116.4(5)
N6 C26 C25 106.3(5) Cl Pdl NI 176.0(2)
N6 C26 C27 122.9(5) C1 Pdl 11 87.90(17)
C28 C27 C26 121.9(5) Cl Pdl 12 88.99(17)
C28 C27 (C32 118.5(6) N1 Pdl 11 92.12(14)
C32 C27 C26 119.5(5) N1 Pdl 12 90.49(14)
C27 C28 C29  120.6(6) 12 Pdl 11 172.31(2)
C30 C29 C28 120.2(6) C25 Pd2 N5 172.8(2)
C29 C30 C31 119.6(6) C25 Pd2 I3 89.24(16)
C32 C31 C30 120.5(6) C25 Pd2 4 90.91(16)
C31  C32 C27 120.4(6) N5 Pd2 I3 90.93(14)
N6 C33  C34 110.7(6) N5 Pd2 14 88.96(14)
C36 C35 N8 116.7(6) I3 Pd2 14 179.62(3)
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