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1. NMR SPECTRA

1.1. Oxazolone 1a

6.649
6.641
6.620
6.612
6.435
6.426
3.883

i J/[ e gy

014

g

0.99/

=Y
<
)

1.01/]

g g

&
e
)

6000

5500

5000

4500

4000

3500

3000

2500

2000

1500

1000

500

r-500

41

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
9.2 90 88 86 84 82 80 78 76 74 72 7.0 68 66 64 62 60 58 56 54 52 50 48 46 44 42 40 38 3.6 34 32 3.0

f1 (ppm)

'H-NMR spectrum (CDCls, 300.13 MHz) of 1a
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'H-NMR spectrum (CDCls, 300.13 MHz) of 1a, zoom aromatic region
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13C{*H} (APT) NMR spectrum (CDCls, 75.47 MHz) of 1a
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1.2. Oxazolone 1b
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'H-NMR spectrum (CD,Cl,, 300.13 MHz) of 1b
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'H{*F} NMR spectrum (CD,Cl,, 300.13 MHz) of 1b
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13C{*H}-(APT) NMR spectrum (CD,Cl,, 75.47 MHz) of 1b
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'H-13C HSQC correlation spectrum of 1b
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1.3. Ortho-palladated complex 2a
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1.4. Mixture of ortho-palladated complexes 2b
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1.5. Orthopalladated complex 4a
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1.6 Orthopalladated complex 4b

2100

6.586
6.578
—5.473
2.118
—1.943

2000
1900
1800
1700

1600
/( 1500
1400
1300
1200
1100
1000
900
800
700
600
500
400
300

| 200

o

r-100

1.2+

2.851
2.891

~-200

4.5 4.0 3.5 3.0 2.5 2.0

L

~
o
o
in
o
o
w
«»

5.0
f1 (ppm)

'H-NMR spectrum (CDCls, 300.13 MHz) of 4b

5000

-101.98
~-102.01
_-111.05
-111.09

4500

4000

3500

3000

2500

2000

1500

1000

500

w J \

~-500

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
-101.0 -102.0 -103.0 -104.0 -105.0 -106.0 -107.0 ‘ 2108.? -109.0 -110.0 -111.0 -112.0 -113.0 -114.0
1 (ppm

YF{*H}-NMR spectrum (CDCls, 282.40 MHz) of 4b



187.49
187.21
—165.53
—161.32
—146.58
134.57
131.79
129.40
129.09
129.01
128.90
~117.18
11696

<

—_—

~112.68

100.96
100.62
100.26

21000

27.76
27.71

20000

<

19000
18000
17000
16000
15000
14000
13000
12000
11000
10000
9000
8000
7000
6000
5000
4000
3000
2000
1000

-1000
-2000
-3000

~-4000

T T T T T T T T
190 180 170 160 150 140 130 120

T
110

T
100 90

f1 (ppm)

13C{*H}-(APT) NMR spectrum (CDCls, 75.47 MHz) of 4b

— 00

— P 0p

S

20

30

40

r50

60

70

r80

90

f1 (ppm)

100

r110

120

130

140

150

160

r170

'H-13C HSQC correlation spectrum of 4b

55

5.0
f2 (ppm)

4.0

3.5

3.0

2.5

2.0



— ®
30
40
50
r60
r70
80
90
— @ 100
4 D 110
E 120
RS =20 L
p— [0) 1
B oo 30
140
— Q
e F150
o) 160
@ 0o
170
b 180
3 o o0 190
T T T T T T T T T T T T T T
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5
2 (ppm)
1 13 H
H-*C HMBC correlation spectrum of 4b
1.7.0rthopalladated complex 5a
nomnN o S NOANYTYTINHOT AMMOWO T — Ln [} ™ 1600
M= W1 m NOONULNIL-HOWOWOST NI WL o ~t
0 Y 1 n SNNNRNYYTYTMMA==00Y Y Y -
© 0 0 ONNNNNNNNNNNNNNOO < o
~ NN N | 1500
1400
1300
/ / ~1200
// ] / / L1100
1000
~900
800
700
600
500
400
=300
=200
V\/\MNLIOO
o -0
&' I & & &% ¥ T &
@ % S o QN o © o
oo — o n N o — ~ ) F-100
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
88 86 84 82 80 78 76 74 72 70 68 66 64 62 60 58 56 54 52 50 48 46 44 42 40 3.8 3.6 3.4

'H-NMR spectrum (CD,Cl,, 300.13 MHz) of 5a

f1 (ppm)

f1 (ppm)



6.2
6.4
6.6
6.8
7.0
7.2
7.4
13
g
L7.6 =
8.0
8.2
8.4
o
8.8
~9.0
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
87 86 85 84 83 82 81 80 79 78 77 76 75 74 73 72 71 70 69 68 6.7 66 65 64 6.3 6.2
f2 (ppm)
1 1 H
H-*H COSY correlation spectrum of 5a
n ™ OTON—MmMD [s2]
o S AN BBm 0 NS
< T MO NNNNN — N © 0 40000
i Al Rl B B B B B i ()} nwn
| I N
35000
30000
25000
20000
15000
i 10000
|
|
I i 5000
! i
‘ il o
I--5000
-10000
-15000
-20000
-25000
-30000
T T T T T T T T T T T T T T T T T T T T T T T T
155 150 145 140 135 130 125 120 115 110 105 100 95 90 85 80 75 70 65 60 55 50 45 40

f1 (ppm)

BC{*H}-(APT) NMR spectrum (CDCls, 75.47 MHz) of 5a



I

(wdd) 1y
(=3 o (=3 (=3 (=3
o o o o o o 1S) = S @ I
< e} e} R 15 & = = = 4 b
h I N | N I | | | | |
1 emo -
°®e
cme
R @
o
o)
)
o
coe
<
v o .% I o

4.0

6.0 5.6 52 4.8 4.4

f2 (ppm)

6.4

78 76 74 72 7.0 68

8.2

8.6

'H-13C HSQC correlation spectrum of 5a

1.8. Orthopalladated complex 6a
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1.9. Orthopalladated complex 7a
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1.10. Orthopalladated complex 8a
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2. IR SPECTRA

2.1. IR spectrum of 2a
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2.2. IR spectrum of 2b
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2.3. IR spectrum of 3a
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2.4. IR spectrum of 3b
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3. ABSORPTION UV-Vis SPECTRA
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3.2. Comparison of the absorption spectra of 1b and 4b
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4. EXCITATION-EMISSION SPECTRA

4.1. Excitation and emission spectra of oxazolone 1a
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4.2. Excitation and emission spectra of complex 4a
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4.4, Excitation and emission spectra of complex 7a
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4.5. Excitation and emission spectra of complex 8a
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4.6. Excitation and emission spectra of oxazolone 1b
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4.7. Excitation and emission spectra of complex 4b
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4.8. Excitation and emission of compound 6a in CH,Cl, 10°M
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4.9. Excitation and emission of compound 6a in CH,Cl, 10°M
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4.10. Absorption spectra of 6a in CH,Cl> 10° M
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4.11. Absorption spectra of 6a in CH,Cl, 10°M
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Table S1: Crystal data of 1a

Empirical formula C20H17NO4
Formula Weight 335.35
Temperature 100(2) K
Wavelength 0.71073 A

Crystal system, space group

monoclinic, P2./c

Unit cell dimensions a= 6.8670(19) A
b= 12.547(3) A PB=97.365(5)°
c= 19.283(5) A

Volume 1647.7(8) A3

z 4

Absorption coefficient 0.095 mm™

F(000) 704

Crystal Size

0.075x 0.110 x 0.180 mm

Absorption correction

Multi-scan

Tmin ) Tmax

0.8418, 0.9585

emin,emax

1.941, 26.881

Reflections collected / unique

17872/ 4765 [R(int) = 0.0870]

Completeness to Omax

97.8% (98.6 % up to 0 =25.24°)

Refinement method

Full-matrix least-squares on F?

Data / restraints / parameters

4765 /0 / 294

Goodness-of-fit on F?

1.092

Final R indices [I1>2sigma(1)]

R1=0.0824; wR2=0.2338 [3180 refl.]

R indices (all data)

R1=0.1384; wR2=0.3049

Largest diff. peak and hole

0.344/-0.298

Twin fraction

0.636/0.364




Table S2: Crystal data for complex 7a

Empirical formula

C30H24N304Pd-ClO4-4(CH:ClI>)

Formula Weight 1036.07
Temperature 100(2) K
Wavelength 0.71073 A
Crystal system, space group triclinic, P1

Unit cell dimensions

a= 11.6874(6) A o= 116.8470(10)°

b= 13.7722(7) A B =101.0960(10)°
c= 14.7559(7) A y=95.0570(10) °

Volume 2037.52(18) As

Z 2

Absorption coefficient 1.099 mm™

F(000) 1040

Crystal Size 0.070 x 0.130 x 0.135 mm

Absorption correction Multi-scan

Tmin ) Tmax

0.8403, 0.9144

emin,emax

1.812, 28.981

Limiting indices

-15<h<15, -18<k<17, -20<I<19

Reflections collected / unique

25302 /9851 [R(int) = 0.0310]

Completeness to Omax

91.1% (99.8 % up to § =25.24°)

Refinement method

Full-matrix least-squares on F?

Data / restraints / parameters

9851 /4 | 497

Goodness-of-fit on F?

1.033

Final R indices [I1>2sigma(1)]

R1=0.0530; wR2=0.1110 [8353 refl.]

R indices (all data)

R1=0.0650; wR2=0.1204

Largest diff. peak and hole

2.491 /-2.487




