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1 Crystallographic data for ligand L2 and complexes Nil and Ni2

Table S1. Crystal data and structure refinement for complexes Nil and Ni2.

Entry Ni1l Ni2
Empirical formula C2sH2Br2CI:NNiP C27H24Br2CI:NNiO2P
Formula weight 656.839 714.876
Temperature (K) 300.0 299.0
Wavelength (A) 1.34139 1.34139
Crystal system triclinic monoclinic
Space group P-1 P2i/n
a(A) 9.0465(7) 9.1088(11)
b (A) 10.6576(8) 17.448(2)
c (A) 14.8738(11) 18.5128(19)
a (°) 78.729(3) 90
B () 77.450(3) 93.780(3)
Y (°) 72.622(3) 90
Volume (A?) 1322.70(17) 2935.9(6)
z 2 4
Density (calculated) (Mg/m?3) 1.326 1.385
Absorption coefficient (mm-) 2.854 3.355
F(000) 652.9 1425.9
Crystal size (mm?) 0.05 x 0.03 x 0.02 0.06 x 0.04 x 0.02
Theta range for data collection

4.04 to 50.86 4.4 t050.8

)
Index ranges

Reflections collected
Independent reflections
Completeness to theta
= 53.594°

Absorption correction
Max. and min. transmission
Refinement method

Data / restraints / parameters

Goodness-of-fit on F2

Final R indices [I>2sigma(I)]

R indices (all data)

Extinction coefficient

Largest diff. peak and hole

-10<=h<=10,-12<=k
<=12,-17<=1<=17

66926

4864 [R(int) = 0.1014]

100%

Semi-empirical from

equivalents

0.7508 and 0.6090

Full-matrix least-squares

on F2

4864 /21 / 289
1.058

R1 = 0.0466,
wR2 =0.1157
R1 = 0.0640,
wR2 =0.1277
n/a

1.37 and -1.04

-10<=h<=10, 21 <=k
<=21,-22<=1<=22

136841

5376 [R(int) = 0.1097]

99.9%

Semi-empirical from

equivalents

0.7508 and 0.4890

Full-matrix least-squares

on F2

5376 /0/312
1.058
R1=0.0503,
wR2 =0.1370
R1 = 0.0604,
wR2 =0.1497
n/a

0.86 and -0.99




(e.A)

Table S2. Crystal data and structure refinement for ligand L2.

Entry L2

Empirical formula CasH24N10P1
Formula weight 413.44
Temperature (K) 173.0
Wavelength (A) 1.34139
Crystal system Triclinic
Space group P-1

a (A) 7.3625(3)

b (A) 11.3415(5)

c (A) 13.1442(6)

a () 81.111(2)

B (°) 81.669(2)

Y (©) 83.559(2)
Volume (A3) 1068.40(8)

Z 4

Density (calculated) (Mg/m?3) 1.285
Absorption coefficient (mm-) 0.850

F(000) 436

Crystal size (mm?) 0.08 x 0.06 x 0.06
Theta range for data collection (°) 3.446 to 55.035

Index ranges

Reflections collected
Independent reflections
Completeness to theta = 53.594°
Absorption correction

Max. and min. transmission
Refinement method

Data / restraints / parameters
Goodness-of-fit on F2

Final R indices [I>2sigma(I)]
R indices (all data)
Extinction coefficient

Largest diff. peak and hole (e.A-)

-8<=h<=8, -13<=k<=13,-16<=I<=15
12523

4023 [R(int) = 0.0635]

99.2 %

Semi-empirical fromequivalents
0.7508 and 0.5390

Full-matrix least-squares on F?
4023 /0/273

1.039

R1 =0.0593, wR2 = 0.1599
R1=0.0681, wR2 =0.1710

n/a

0.547 and -0.675




2 Spectra data

2.13'P, "H and ®C NMR spectra of the ligands.
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Figure S1. 3P NMR spectrum of tert-butyl N-(2-bromophenyl)-N-phenylcarbamate in CDCls (*silicone

grease).



T
1.0 0.5

1.5

.
.
6.3
1 (ppm)

[ €69 — -

T
6.5
25

‘
f1 (ppm)

=3

=

=]

35

4.0

o
oge6r-— [ §

NH

I
]
~

5.5

il

NH
80
Figure S2. 3P NMR spectrum of L1 in CDCls.
// [

1 (ppm)

Figure S3. '"H NMR spectrum of L1 in CDCls.
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Figure S4. *C NMR spectrum of L1 in CDCls.
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Figure S5. 3P NMR spectrum of L2 in DMSO-de.
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Figure S6. '"H NMR spectrum of L2 in DMSO

Figure S7. ORTEP representation of ligand L2 (50% thermal ellipsoids).



2.1 MALDI-TOF-MS spectrometry of ligands and complexes.
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Figure S8. MALDI-TOF-MS spectrum of L1.
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Figure S9. MALDI-TOF-MS spectrum of L2.
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Figure S10. MALDI-TOF-MS spectrum of Nil.
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Figure S11. MALDI-TOF-MS spectrum of Ni2.



2.3 'H and BC NMR spectra of copolymers
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Figure S12. 3C NMR spectrum of copolymer from Table 2, entry 3.
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Figure S13. 'H NMR spectrum of copolymer from Table 2, entry 1.
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Figure S14. '"H NMR spectrum of copolymer from Table 2, entry 2.
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Figure S15. '"H NMR spectrum of copolymer from Table 2, entry 3.
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Figure S16. '"H NMR spectrum of copolymer from Table 2, entry 4.
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Figure S17. '"H NMR spectrum of copolymer from Table 2, entry 5.
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Figure S18. '"H NMR spectrum of copolymer from Table 2, entry 6.

2.4 GPC data of polymer and copolymer

MW Averages
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Mz: 4780318 Mz+1: 7250507 PD: 2.3628
Distribution Plots
100
1.15— fgs
1.1+ lso
1.06—
- =85
0565 }=80
09— 75
0.85 =70
0.8 }-65
0.75—~
07— (a0
= DES [-35
§ 0.6 l-s0 I
5 os— Les  #
0.5=f Lao
045~
04| M
0.35 -an
03+ 25
025 20
0z 15
0.154
01 e
D.05 s
T T T T TT1T1I7T T T T T TTTT] T T T TTTT1°
100000 166 1e7 1ed
MW Ranges (2

Figure S19. GPC data of the polymer from Table 1, entry 1.
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MW Averages
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Figure S20. GPC data of the polymer from Table 1, entry 2.
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Figure S21. GPC data of the polymer from Table 1, entry 3.
MW Averages
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Figure S22. GPC data of the polymer from Table 1, entry 4.
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MW Averages
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Figure S23. GPC data of the polymer from Table 1, entry 5.

MW Averages
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Figure S24. GPC data of the polymer from Table 1, entry 6.

MW Averages
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Figure S25. GPC data of the polymer from Table 1, entry 7.
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MW Averages
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Figure S26. GPC data of the polymer from Table 1, entry 8.

MW Averages
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Figure S27. GPC data of the polymer from Table 1, entry 9.

MW Averages
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Figure S28. GPC data of the polymer from Table 1, entry 10.
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MW Averages
Mp: 3062331 Mn: 887997 Mv: 2614708 Mw: 2956992
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Figure S29. GPC data of the polymer from Table 1, entry 11.

MW Averages
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Figure S30. GPC data of the polymer from Table 1, entry 12.
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Figure S31. GPC data of the polymer from Table 1, entry 13.
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MW Averages
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Figure S32. GPC data of the polymer from Table 2, entry 1.
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Figure S33. GPC data of the polymer from Table 2, entry 2.
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Figure S34. GPC data of the polymer from Table 2, entry 3.
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MW Averages
Mp: 132154 Mn: 62000 Mv: 137195 Mw: 151893
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Figure S35. GPC data of the polymer from Table 2, entry 4.
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Figure S36. GPC data of the polymer from Table 2, entry 6.
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2.5 DSC data of copolymer
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Figure S37. DSC curves of the polymer from Table 2, entry 1
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Figure S38. DSC data of the polymer from Table 2, entry 2
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Figure S39. DSC data of the polymer from Table 2, entry 3
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Figure S40. DSC data of the polymer from Table 2, entry 5
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Figure S41. DSC data of the polymer from Table 2, entry 6
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