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1. NMR spectra
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Figure S1 *H NMR spectrum of [Co(L")Br](CoBrs) in THF-ds (free ligand (16 %, @), pentane (Il masked

by a THF resonance)
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Figure S2: *H NMR spectrum of [NiLBr3] in CD,Cl,
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Figure S3: 'H NMR spectrum of [NiL2Br](Br) in CD,Cl, (free ligand (10%,@), THF(A , 67% ), pentane (IB).
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Figure S4: 'H NMR spectrum of [FeLBr,] in CD,Cl, THF (A, 10% ), pentane (Il 4%)
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Figure S5: H NMR spectrum of [FelBr,] in THF-ds
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Figure S6: 3P NMR{*H} spectrum in THF-ds of the crude mixture of the reduction of [FeLBr;] by KCs (2
equiv.)
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Figure S7: H NMR spectrum in THF-ds spectrum of the crude mixture of the reduction of [FeLBr;] by
KCs (2 equiv.).
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Figure S8: 3P NMR spectrum of [NiLs] in THF-dsg



__J’Uuﬂu

o
-

188
3 m
Lim
‘;"
Im
1%
12
ém
17
14
: 1}
L
oA
5]

0944

T T T T

T

a1

—aa

8.0 75 70 65 6.0 55 3.0 4.5 4.0 33 in .5 2,0 13 1.0 0.5
f1 (ppm)

“man
mare
L2 e
_\'.- nEs .
J—N 0w

P

sa
am
Sl
e
AD
s
>0
[
(M
—mian
9
oW w2 e
LT

T

60 150

T T T

140 1% 120 1o 100 920 60 50 40 30 0 10

w0
i (ppm)

Figure S10: *C{*H, 3P} NMR spectrum of [NiLs] in THF-dsg



2. X-Ray data

Table S1: Crystallography data

Compound [Co(L")Br](CoBrs) [Co L,Br] [NiLBr,]
Molecular formula Ca1HaoBraCl,Co,N,P, C1sH20Bro.sCoosNP C30Ha0BraN2NizP;
Molecular weight 1010.99 314.71 927.64
Space group P-1 Fddd P-1

T (K) 150.0 150.0 150
V(A?) 1888.6(5) 11910.1(17) 1655.34(14)
a(A) 11.6902(18) 21.7708(17) 10.6093(5)
b(A) 13.315(2) 22.4926(19) 10.7482(5)
c(A) 14.484(2) 24.322(2) 15.4756(8)
(%) 109.871(4) 90 108.104(3)
B(°) 100.733(4) 90 98.410(3)
v(®) 109.062(4) 90 91.115(3)
z 2 32 2
d(g-cm?) 1.778 1.404 1.861
F(000) 996.0 5216.0 920.0
Ormax 25.677 28.279 28.451
Rflns measd 33540 54844 87583
Unique data 7180 3697 8344
Rint 0.0874 0.1139 0.0953
wWR2 0.1399 0.0643 0.0645
R1 0.0580 0.0322 0.0341
GoF 1.030 1.011 1.051
CCDC number 2284773 2284774

2284775




Table S2: Crystallography data

Compound [Ni LBr](Br) [FeLBr;] [NilLs]
Molecular formula Ca1HazBraCloNNiP, CisHz0BraFeNP CasHeoN3NisP3
Molecular weight 794.03 460.96 912.00
Space group P2:/n P2i/c P63
T(K) 150 150 149.9
V(A3) 3442.2(13) 1761.8(2) 2384.3(7)
a(A) 11.482(2) 10.4908(8) 15.101(2)
b(A) 20.260(5) 12.7615(9) 15.101(2)
c(A) 15.511(3) 13.1600(12) 12.0727(17)
(%) 90 90 90
B() 107.439(5) 90.251(5) 90
v(®) 90 90 120

VA 4 4 2
d(g-cm™) 1.532 1.738 1.270
F(000) 1616.0 912.0 960.0
Ormax 25.681 26.372 25.68
Rfins measd 61917 24863 24516
Unique data 6529 3598 2997
Rint 0.1693 0.0983 0.1513
wR2 0.0853 0.0909 0.0995
R1 0.0473 0.0443 0.0489
GoF 1.008 1.016 0.901
CCDC number 2284776 2284777 2284778
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Figure S11: Ortep plot of the second molecule of [NiLBr,] with thermal ellipsoids (drawn at the
50% probability level). The cation, the H atoms and one CH,Cl, molecule were omitted for
clarity. Selected bond lengths [A] and angles [°]: Co1-N1 1.940(4); Co1-N2 1.933(7); Co1-P1
2.244(2); Col-P2 2.270(2); Col-Brl 2.532(2); C1-C10 1.479(9); P1-Co1-N1 83.4(2); P1-Co1-N2
85.0(2); P1-Co1-P2 108.49(9); N1-Co1-N2 80.8(3); N1-Co1-Brl 88.2(2); P1-Co1-Brl 98.21(7);
N2-Col1-Brl 97.2(2); P2-Co1-Brl 98.95(7).



