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Experimental details

Solvents and reagents

All the reagents were obtained from commercial sources and used as received. Solvents were
dried/purified according to reported procedures.! Synthesis of precursor metal salt
Zn(ClO4)2°6H>0 and TBAP (tetrabutylammonium perchlorate) were prepared following reported

procedures.?

Syntheses

Synthesis of N-(2-((3,5-Di-tert-butyl-2-hydroxyphenyl)amino)phenyl)picolinamide, H3L!
The synthesis of the ligand H;L' was done by following our previous report.® The ligand was
purified by column chromatography (10% ethyl acetate in n-hexane), and an excellent yield of
95% was obtained.

"H NMR (500 MHz; CDCls 6 (ppm) 9.99 (s, IH; -CONH), 8.64 (d, J = 5.5 Hz, 1H; Py), 8.32 (d,
J=10Hgz, 1H), 7.89 (t, /= 9.5 Hz, 1H), 7.51 (t, J = 6.5 Hz, 1H), 7.43 (d, J = 9.5 Hz, 1H), 7.21
(d, J=2.5 Hz, 1H), 7.10 (t, J = 9.5 Hz, 1H), 7.06 (d, J = 2.5 Hz, 1H), 6.90 (t, J = 9.5 Hz, 1H),
6.77 (s, 1H; NH), 6.63 (d, J = 10.5 Hz, 1H), 5.69 (s, 1H; OH), 1.44 (s, 9H; tert-butyl), 1.28 (s,
OH; tert-butyl).

Synthesis of complex [Zn(L!")2] (1)

To a solution of HsL! (0.1 g, 0.24 mmol) in CH3CN (5 mL), EtsN (0.073 g, 0.72 mmol) was
added and stirred for 15 min. Then solid Zn(Cl04)226H>0 (0.096 g, 0.24 mmol), dissolved in
CH3CN (3 mL), was added dropwise to stirring red deprotonated ligand solution dropwise, and
the resulting mixture was refluxed for 6 h. The colour of the solution changed from red to
brownish-red to dark brown. The resulting mixture was cooled, reduced to one-fourth of its
original volume under reduced pressure, and kept in a refrigerator for 1 h. The dark brown
precipitate that separated was collected by filtration, washed with cold CH3CN and CH3OH, and
dried in vacuo. Yield: 0.12 g (~90% with respect to HsL").

Anal. Caled. (%) for Cs2Hs4NeZnO4 (fw = 892.42): C, 69.99; H, 6.10; N, 9.42. Found: C, 69.89;
H, 6.18; N, 9.43. Suitable single crystals for X-ray diffraction studies were obtained by slowly
evaporating the solution mixture (CH>Cl,-CH30H (4:1, v/v)) of 1.
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Note: Attempts were made to synthesize similar diradical phenoxazinylate complexes using d°
metal ions, Mg?" and Ca*". In both cases, the above-mentioned synthetic procedure (Synthesis of
1) was followed with Ca(ClO4)2exH20O or MgCl> as metal salts. However, all our attempts to
isolate a particular species resulted in a mixture of products. We have so far been unsuccessful in
isolating a clean species. Moreover, ESI-MS (+ve-ion mode) analysis of the reaction mixture did
not reveal peaks corresponding to a clean complexation reaction product. Instead, peaks
corresponding to the modified ligand (L'*) and its homo-coupled derivatives are detected.* The
poor complexation reaction may be attributed to the smaller size of the corresponding M (Mg,
Ca) ions. Nevertheless, the interaction between the ligand and the M?" ions facilitates the
preorganization of deprotonated ligand (L')*", aiding in the successive formation of the
phenoxazinylate core through intramolecular oxidative cyclization. Corresponding ESI-MS
reports are in Figs. S14 and S15, respectively.

Demetalation of 1 (Isolation of HL"*HCI1O4)

0.1 g of complex 1 was dissolved in 5 ml of CH2Cl. A few drops of perchloric acid (70%) were
added to this brown complex solution till it turned purple. The resulting mixture was stirred for 1
h at 298 K. The mixture was concentrated under reduced pressure and kept in a refrigerator for
30 min after adding 10 ml of diethyl ether. A deep purple precipitate that separated was collected
by filtration, washed with cold dry CH>Cl, dry diethyl ether, and dry n-pentane and dried in

vacuo. The crude was isolated with an excellent yield of 95% (with respect to complex 1).

Anal. Calcd. (%) for C26H29N306Cl (fw = 514.98): C, 69.64; H, 5.68; N, 8.16. Found: C, 69.58;
H, 5.79; N, 8.12. IR (KBr, cm™, selected peak): v(C104) 1089, 626.

S4



Note: The purple colour of the compound solution is very stable in dry solvents (CH3CN, CH2Cl,
etc) or in acetic acid, but the presence of water or an increase in the pH over 7 leads to a change

in solution colour to green.
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Demetallation of 1.

Synthesis of complex [Ni(L'")2] (2)

To a magnetically stirred solution of HL'"*HCIO4 (0.1 g, 0.19 mmol) in CH3CN, Et;N (0.04 g,
0.39 mmol) was added. The purple solution immediately turned green and was allowed to stir for
another 5 min. Solid Ni(OAc)2*4H>O (0.05 g, 0.20 mmol) was added aerobically, and the
resulting mixture was stirred continuously at 295 K for 4 h. The colour of the solution changed
from greenish-brown to yellowish-brown. The resulting mixture was concentrated under reduced
pressure and kept in a refrigerator for 1 h. A deep brown precipitate was separated upon
filtration, washed with cold CH3CN and CH3;OH, and dried in vacuo. The crude was isolated in

an excellent yield of 90%.

Anal. Caled. (%) for Cs2Hs4NeNiO4 (fw = 885.73): C, 70.51; H, 6.15; N, 9.49. Found: C, 70.54;
H, 6.11; N, 9.44. Suitable single crystals for X-ray diffraction studies were obtained by layering

n-hexane over a CH>Cl solution of complex 2.

Physical measurements
Elemental analyses were obtained using a Perkin Elmer CHN Analyzer (2400 series).
Spectroscopic measurements were made using the following instruments: Absorption spectra

were recorded using an Agilent diode array Cary 8454 spectrophotometer (200—1100 nm); IR
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(KBr, 4000400 cm™'), Bruker Vector 22. '"H NMR spectra were recorded on a Bruker 500 (500
MHz) spectrometer. Chemical shifts are reported in ppm referenced to CDCl;. HRMS spectra
were recorded with Waters Xevo G2-XS QToF and Bruker maXis impact. X-Band EPR spectra
were recorded using a Bruker EMX 1444 EPR spectrometer (fitted with a quartz Dewar for 100
K measurements), operating at ~ 9.4 GHz. The EPR spectra were calibrated with
diphenylpicrylhydrazyl, DPPH (g = 2.0037). Spectral acquisitions were made using the Bruker
WINEPR software and simulated using the Bruker SIMFONIA software.

Cyclic voltammetric (CV) experiments were performed at 298 K using CH Instruments,
Electrochemical Analyzer/Workstation Model 600B Series. The cell contained a platinum
(CHI101) working electrode, a platinum wire auxiliary electrode, and a saturated calomel
electrode (SCE) as a reference electrode. The solutions were ~1.0 mM in complex and 0.1 M
in supporting electrolyte TBAP. Under our experimental conditions, the E1» and peak-to-peak
separation (AE,) values for [Fe(5°-CsHs)2] "/ [Fe(3°-CsHs)2] (Fc¢'/ Fe) couple are 0.45 V vs. SCE
and 100 mV in CH>Cl.* All potentials are reported with respect to (Fc*/ Fc) couple. Both redox
processes are chemically reversible (ratio of cathodic and anodic peak current) and
electrochemically reversible!! (based on Fc*/Fc couple under identical experimental conditions),
except the second reduction which is quasireversible in nature.’

Temperature-dependent magnetic measurement on complex 1 was carried out using a
Quantum Design SQUID magnetometer (Valéncia, Spain) at 0.01 T for 7 < 50 K to avoid
saturation effects and 0.1 T for 7> 50 K. Effective magnetic moment is calculated from uesr =
2.828[ ymT]"?, where ym is the corrected molar susceptibility. Diamagnetic corrections were
applied to the susceptibility data.® Solution-state magnetic susceptibilities were obtained by the
NMR method of Evans’ in CH,Cl, with a Bruker 500 spectrometer and used the paramagnetic
shift of the methyl protons of TMS as the measured NMR parameter. Solvent susceptibility data
was taken from the literature value.® The magnetic susceptibility data can be satisfactorily fitted

using a modified version of the Bleaney-Bowers equation (eq 1).%®

Ng*B?
A-p)+—»r (D

ZNQZﬁZ

a kT[3+e_]/ kT]
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Crystallographic data collection

Single crystals of suitable dimensions for 1, PhZ+0.75CH>Cl,, and 2 were used for data
collection. Diffraction intensities were collected with a Bruker SMART APEX-II CCD
diffractometer with graphite-monochromated Mo-K, (4 = 0.71073 A) radiation at 100(2) K at
100(2) K. The data were corrected for absorption. The ‘Bruker SAINT V8.38A” was used for
data reduction. Data were also corrected for Lorentz and polarisation effects; multi-scan
absorption corrections (SADABS-2016/2) were applied. The structures were solved with
SHELXT and refined with the SHELXL-2018/3 package,’ incorporated into the Olex2 1.5-
alpha crystallographic collective package.’ The position of hydrogen atoms was calculated by
assuming ideal geometries and included in the last refinement cycle. All non-hydrogen atoms
were refined with anisotropic thermal parameters by full-matrix least-squares minimization
procedures on 2. The OMIT command was used in all three data sets to remove the insufficient
quality data at low-angle. In the case of PhZ+0.75CH>Cl> the collected data set is of very poor
quality. Complete solving is not possible with the current data, but the best possible structure is
given here. Non-merohedral twinning is detected, and a corresponding HLKS file has been
generated using the PLATON function. BASF 0.29802 factor has been introduced in the
refinement cycle. To check the ADPs (anisotropic displacement parameters), the SIMU 0.02 0.02
1.7 restraint was applied to all non-H atoms, ISOR and SADI restraints were applied on several
tert-butyl carbon atoms to model. The crystal's unit cell depicts eight PhZ units (eight [HoL!"]*
and eight SbFs~ ions) and six CH2Cl> solvent molecules. Thus, the reported Z value of the crystal
is 8 and Z’ is 4. Unassigned high residual density (+3.010 eA) Q-peak is present.
Unfortunately, we could not grow single crystals of PhZ that were any better than the one used
for the present study, as they were the best we could have. The details of data collection and

structure refinement are in Table S1.

Computational methodologies

All DFT calculations were performed using Gaussian 09 program.'? Optimizations were carried
out employing X-ray coordinates with a B3LYP functional.!! Triple-{ quality basis-set (TZVP)!2
was used for Zn, N, and O, while SVP basis-set!* was used for C and H. For the spin-polarized
broken-symmetry (BS) solution, the broken-symmetry formalism was introduced by

Noodleman.!'¥ For two-centre electron system, the high spin states (Ms= 1) were calculated. Then
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these high spin wave functions were used as initial guesses, along with the additional keyword
“Guess=Mix” for the geometry optimization of BS (M= 0) surface for final atomic coordinates.
For the two-centre electron system, the magnetic-exchange coupling was modelled with the well-
known Heisenberg—Dirac—van Vleck Hamiltonian:

Hupvv =-2J1281'S:  (2)

Based on the above Hamiltonian (eq 2), three well-known approaches are reported in the
literature!? to calculate the magnetic-exchange coupling value 2J. The approach proposed by
Noodleman is eq (3).!%!°

J=—(Ens — Eps)/Smax 3)

where Ens and Egs are the energies of the high-spin (HS; Ms = S1 + §2) and BS determinants (Ms
= |81 —82))

The second one proposed by Bencini et al. (eq 4)'°
J=— (EHS - EBS) / [Smax(Smax + 1)] (4)

Third-one is proposed by Yamaguchi et al. (eq 5)!”
J=—(Ens — Eps)/(<S*>ns — <S?>ps) (5)

Yamaguchi approach explicitly uses the expectation values of the square of the spin (<S>>),
provided by the output of the unrestricted DFT calculations. It has nicely been explained by
Neese!” stating that Yamaguchi approach is valid for a whole range of coupling strengths (from
weak- to strong-exchange interaction), and it reduces to the Noodleman equation in the weak-
coupling limit. Here, the J value has been calculated with the help of Yamaguchi’s expression.

TD-DFT calculations employed the B3LYP functional and the polarizable continuum model,
CPCM (CH2Cl; as solvent).!® In the TD-DFT calculations, 40 states have been included. TD-
DFT-derived electronic spectra were plotted using GaussSum.!® Corresponding orbitals were

made using the Chemcraft?® Visualization program.
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Fig. S1 Positive-lon ESI-MS spectrum of [Zn(L'")] (1): {[Zn(L"),] + H"}; m /z = 891.3572
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Fig. S2 Representative molecular-orbitals present in TD-DFT transitions of [Zn{(L!*)""},] (1)

(Ms=0).

S12



3.0

Area under the ey 14 ]
1.5 = B [Zn'(L™),] solid at 300 K
- curve =1.13 x 10 _ )
FWHM = 263 mm [Zn'(L™),] solid at 100 K
¥ 5
= - 15 2
5 00
£ <
€ =
Q -
E 0.0
1.5 -] Area under the
curve = 0.91 x 106
J FWHM = 269.7
= -1.5
-3.0 : : :
3300 3400 3500
Field/ G

Fig. S3 X-band EPR spectrum (v = 9.460 GHz, receiver gain = 1 x 10?, modulation frequency =
100 KHz, modulation amplitude = 10.00 G) for 1 as solid. The upper trace is at 300 K, and the
lower trace is at 100 K. The corresponding g.v value is 1.995.

S13



100 K

120 K

150 K

180 K

Intensity

s

200K

250K

295 K

2800 3000 3200 3400 3600 380(C
Field / G

Fig. S4 Variable-temperature (100 — 295 K) X-band (v = 9.372 GHz, receiver gain = 1 x 10°,
modulation frequency = 100 KHz, modulation amplitude = 10.00 G) EPR spectra of
[Zn"{(L'*)"},] (1) in CH2Cl-toluene glass (1:1 v/v). Blue marker represents g value of 1.998.
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Fig. S8 X-band EPR spectra (v = 9.410 GHz, receiver gain = 1 x 10?, modulation frequency =
100 KHz, modulation amplitude = 10.00 G) for HL'*sHCIO4 at 100 K. Upper trace:
HL!'*¢HCIO4 as solid (giso = 2.005). Lower trace: HL'*<HCIO4 in CH3CN-toluene glass (3:1

v/V); gav = 2.003.

Fig. S9 Perspective view of PhZ+0.75CH,Cl, (Phz = [HoL'*](SbFs)) with 20% thermal ellipsoid
probability. The asymmetric unit contains 4 PhZ and 3 CH>Cl> molecules. Only one PhZ unit is
shown, and the solvent molecules are omitted for clarity.
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Fig. S10 Positive-Ion ESI-MS spectrum of [Ni(L'")] (2): {[Ni(L'")2] + H"}; m /z = 885.3636.
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Fig. S11 Cyclic voltammogram of a 1.0 mM solution of 2 in CH2Cl, (0.1 M TBAP; scan rate,

100 mVs™!; Pt working electrode) at 298 K.
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Fig. S12 Positive-ion ESI-MS analysis of H;L! + EtsN + Ni(OAc)2*4H,0 reaction mixture:

(INI(LYD] = e} 3 m /2 = 472.1529/472.1522 (caled/found).
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Fig. S13 Positive-ion ESI-MS analysis of HL!**HCIO4 + EtsN + Zn(OAc)2*2H,0 reaction

mixture:

([Zn(L")2] + H'}" s m /2 = 891.3571/891.3542 (caled/found)

and {[Zn(L'")2] + Na"}"; m /z=913.3396/913.3365 (calcd/found).
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Fig. S14 Positive-ion ESI-MS analysis of H3L! + EtzN + Ca(ClO4)2°xH,0 reaction mixture:

{(HoLY +H'YY; m /2 =416.2333/416.2354 (caled/found).
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Fig. S15 Positive-ion ESI-MS analysis of H3L! + EtsN + MgCl, reaction mixture:
{(LY-LY)+H"}"; m /z=827.4279/827.4291 (calcd/found).”

#Radical dimerization is probably via oxidative homo-coupling.*
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Table S1 Data collection and structure refinement parameters for 1, PhZ+0.75CH>Cl; and 2.

Empirical formula

C26.75H30.5Cl1.5FsN3O2Sb

Cs2HsaNsOQazn (1) (PhZ+0.75CH,Cl) CoatsaNeOaNi (2)
Formula weight 892.38 714.96 885.72
Crystal colour, habit | dark brown, block dark violet, plate dark brown, block
Temperature (K) 100(2) 100(2) 100(2)
Wavelength (A) 0.71073 0.71073 0.71073
Crystal system Monoclinic Triclinic Monoclinic
Space group C2/c 1 (no. 15) P-1 (no. 2) C2/c (no. 15)
Crystal size (mm?) 0.3x0.2x0.2 0.2x0.1x0.05 0.2x0.2x0.1
a(A) 26.7335(16) 16.147(3) 26.392(3)
b (A) 17.2618(16) 20.413(3) 17.272(3)
c(A) 23.2287(19) 20.582(4) 23.289(3)
a(®) 90 65.842(3) 90
() 120.956(4) 89.812(5) 120.049(7)
y (%) 90 81.287(4) 90
V(A3 9192.5(13) 6105.4(18) 9189(2)
Z 8 8 8
Deate (g em ) 1290 1556 1.280
4 (mm) 0.587 1.100 0.474
£(000) 3760.0 2868.0 3744.0
no. reflections 56195 21549 63664
collected
no. unique reflection 8104 (Rini=0.0687, 21549 (Rins= MERG 0, 9399 (Rin:=0.0713,
Ro =0.0432) Ro =0.0877) Roc =0.0458)
no. reflections used 6292 15999 7230
[/ >20(])]
R1“, wRy’ R1=0.0381¢ R1=0.0857¢ R1=0.0383¢
[/>20(])] wR>=0.0812° wRy=0.2164" WR2=0.0834"
Ri“, wR R1=0.0606“ R1=0.1138 R1=0.0620°
(All data) wR>=0.0952° wR>=0.2374° wR> = 0.0980°
Goodness-of-fit on 1.069 1.050 1.055
2

SRy = 3||Fo| — |Fell/SIFs|. PR = {X[w (|Fol? — |F)?V S[w(FoP)?]1 V2.
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Table S2 Selected bond distances (A) and bond angles (°) for complex 1

9/35  10/36

11/37

8/34 Q3

2/4
O\\ 7/33 T
4/30 38
53LC—N N
312977 X632 25 3/6

228K ___N 1/4

1/27
Bond length of 1 in A at 100 K
Zn-N1/N4 2.188(2)/ Zn-N2/N5 2.086(2)/ Zn—-N3/N6 2.172(2)/
2.185(2) 2.068(2) 2.209(2)
N1-C1/ 1.331(3)/ C7-N2/ 1.384(3)/ C12-N3/ 1.360(3)/
N4—C27 1.334(3) C33-N5 1.384(3) C38-N6 1.356(3)
c1-c2/ 1.381(4)/ c7-C12/ 1.443(3)/ C13-N3/ 1.379(3)/
C27-C28 1.384(3) C33-C38 1.442(3) C39-N6 1.381(3)
c2-C3/ 1.377(4)/ c7-cs/ 1.398(3)/ C13-C14/ 1.399(3)/
C28-C29 1.381(4) C33-C34 1.396(3) C39-C40 1.400(3)
c3-ca/ 1.381(4)/ c8-C9/ 1.396(4)/ C14-C15/ 1.388(3)/
€29-C30 1.379(4) C34-C35 1.389(4) C40-C41 1.382(3)
c4-Cs/ 1.383(4)/ c9-C10/ 1.383(4)/ C15-C16/ 1.403(4)/
C30-C31 1.384(3) €35-C36 1.388(4) C41-C42 1.406(3)
C5-Cé6/ 1.511(4)/ Cc10-C11/ 1.374(4)/ C16-C17/ 1.392(4)/
C31-C32 1.510(3) C36-C37 1.377(4) C42-C43 1.396(4)
C5-N1/ 1.343(3)/ C11-01/ 1.373(3)/ C17-C18/ 1.393(4)/
C31-N4 1.345(3) C37-03 1.377(3) C43-C44 1.402(3)
C6-N2/ 1.352(3)/ C11-Cc12/ 1.406(3)/ C18-C13/ 1.407(3)/
C32-N5 1.354(3) C37-C38 1.409(3) C44-C39 1.405(3)
c18-01/ 1.378(3)/
C44-03 1.376(3)
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Bond angle of 1 in (°) at 100 K

N1-Zn—-N2
N1-Zn—N3
N1-Zn—-N4
N1-Zn—N5
N1-Zn—-N6
N2-Zn—N3
N2-Zn—-N4

76.55(8)
153.07(8)
98.21(7)
94.19(8)
92.40(7)
77.40(8)
97.88(8)

N2-Zn—N5
N2-Zn—-N6
N3-Zn—-N4
N3-Zn—N5
N3-Zn—-N6
N4-Zn—N5
N4-Zn—N6
N5-Zn—-N6

168.79(8)
109.28(8)
92.00(7)
112.43(8)
89.77(7)
76.95(8)
152.48(7)
77.02(7)
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Table S3. TD-DFT-calculated electronic transitions of [Zn"{(L'*)""},] (1) (Ms = 0).

Excitation A f Transition Character
energy(eV) (nm)
1.73 715 0.0658 o-H-1[~99%L]— CT (amidato part of right ligand
a-L[~99%L](33%) — phenoxainyl ring of right
ligand )
S-H-1[~99%L]—
B-L[~99%L](65%) CT (amidato part of left ligand —
phenoxainyl ring of left ligand)
2.60 476  0.0858 -H[~99%L]— CT (phenoxazinyl ring of left
a-L+1[~99%L](10%) ligand— pyridine of left ligand)
B-H[~99%L]— CT (phenoxazinyl ring of right
B-L+1[~99%L](63%) ligand— pyridine of right ligand)
2.80 441 0.0772  oH-7 [~99%L]— n — n* (phenoxazinyl ring of
o —L[~99%L](25%) right ligand)
o—H[~99%L]— n — 7n* (phenoxazinyl ring of
a—L+5[~99%L](18%) left ligand)
L-H-7 [~99%L]— n — n* (phenoxazinyl ring of
B-L[~99%L](25%) left ligand)
B-H[~99%L]— n — 7n* (phenoxazinyl ring of
S-L+5[~99%L](18%)  right ligand)
3.22 385 0.2681 o-H-7 [~99%L]— n — 1* (phenoxazinyl ring of

o —L[~99%L](19%)

o-H[~99%L]—
o —L+5[~99%L](20%)

B-H-7 [<99%L]—
B-L[~99%L](20%)

right ligand)

n — w* (phenoxazinyl ring of
left ligand)

n — w* (phenoxazinyl ring of
left ligand)
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B-H[~99%L]—
B-L+5[~99%L1](19%)

n — w* (phenoxazinyl ring of
right ligand)

Note: No appreciable intensity in the NIR region (1000-2000 nm) can be found from the TD-DFT calculation.

Table S4. DFT-optimized cartesian coordinates of [Zn"{(L!*),] (Ms = 0)

Zn 9.353241000 10.077743000 13.843853000
0 11.804148000 10.861761000 18.166631000
0 8.265318000 14.732969000 12.277354000
0 11.883897000 9.505913000 10.512728000
0 6.201358000 8.191050000 15.926914000
N 8.190772000 9.303763000 15.411009000
N 10.571604000 10.584738000 15.654236000
N 7.513198000 9.267582000 12.799024000
N 8.775313000 12.185331000 13.352549000
N 10.414872000 10.442079000 12.070815000
N 10.529283000 8.166656000 13.518612000
C 7.958308000 13.080575000 14.005612000
C 6.643838000 8.722932000 13.662718000
C 9.995174000 10.075995000 16.774173000
C 5.433585000 8.162641000 13.236100000
H 4.766803000 7.732771000 13.983766000
C 8.726535000 9.380942000 16.679235000
C 9.332149000 12.569970000 12.174642000
C 14.202999000 12.583758000 16.031170000
H 15.149268000 13.107385000 16.118714000
C 7.695642000 14.373432000 13.473967000
C 13.632382000 12.064938000 17.204620000
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C 5.005468000 11.938767000 17.036037000

H 4.202303000 12.148564000 16.311302000
H 4.534382000 11.630102000 17.983656000
H 5.581373000 11.079379000 16.662929000
C 5.652544000 17.524611000 14.471679000
H 4.668314000 17.047204000 14.597126000
H 5.481666000 18.516398000 14.025218000
H 6.088441000 17.684771000 15.470002000

Table S5. Computed energy?! values for [Zn{(L'*)"},] (1)

—FEns —Lps AE = —Egs
7n O, N, C, H| Functional (a.u.) (a.u.) — (—Ens) | Jealc (in cm-1)°
My=1 M;=0
TZVP SVP B3LYP | 4421.8290358| 4421.8290850| —0.031 =7.7(-27.1)

“la.u. = 627.50 kcal/mol; 1 kcal/mol = 349.74 cm '. ®(AE) values in kcal/mol are in parentheses. “Jexp value is in
parentheses. “Je. values were calculated using Yamaguchi’s approach!” [J = — (Eus — Eps)/(<8>ns — <S%>ps)]
(equation 5).
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Table S6. Selected bond distances (A) and bond angles (°) for PhZ+0.75CH2Cl>

Bond length in A at 100 K

N1-C1

c1-C2

C2-C3

C3-C4

C4-C5

C5-C6

C5-N1

C6—N2

1.322(16)

1.402(16)

1.424(18)

1.391(19)

1.406(16)

1.477(16)

1.346(14)

1.394(12)

C7-N2

C7-C12

C7-C8

c8-C9

C9-C10

C10-C11

C11-01

C11-C12

1.381(13)

1.439(14)

1.374(15)

1.384(16)

1.374(15)

1.420(15)

1.336(12)

1.413(14)

C12-N3

C13-N3

C13-Ci4

C14-C15

C15-C16

C16-C17

C17-C18

C18-C13

C18-01

1.329(13)

1.355(13)

1.388(15)

1.372(15)

1.428(16)

1.358(17)

1.362(14)

1.469(14)

1.331(12)
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Table S7 Selected bond distances (A) and bond angles (°) for complex [Ni'(L'*)2"7] (2).

9/35

8/34
2/4

7/33
N\
4/30 53.C—N
3/29 | X632 25
228N _-N 114

127

Bond length of 2 in A at 100 K

Ni—-N1/N4 2.117(2)/ Ni—N2/N5 2.029(2)/ Ni—-N3/N6 2.142(2)/
2.120(2) 2.036(2) 2.115(2)
N1-C1/ 1.334(3)/ C7-N2/ 1.384(3)/ C12-N3/ 1.369(3)/
N4-C27 1.340(3) C33-N5 1.385(3) C38-N6 1.369(3)
c1-c2/ 1.383(3)/ Cc7-C12/ 1.436(3)/ C13-N3/ 1.383(3)/
C27-C28 1.376(3) C33-C38 1.437(3) C39-N6 1.380(3)
c2-C3/ 1.382(3)/ c7-C8/ 1.400(3)/ C13-C14/ 1.405(3)/
C28-C29 1.389(3) C33-C34 1.400(3) C39-C40 1.404(3)
C3-c4/ 1.382(3)/ c8—C9/ 1.383(3)/ C14-C15/ 1.385(3)/
C29-C30 1.386(3) C34-C35 1.393(3) C40-C41 1.380(3)
ca-C5/ 1.386(3)/ C9-C10/ 1.395(3)/ C15-C16/ 1.405(3)/
C30-C31 1.387(3) C35-C36 1.388(3) c41-c42 1.403(3)
C5-C6/ 1.507(3)/ c10-c11/ 1.380(3)/ C16-C17/ 1.400(3)/
C31-C32 1.512(3) C36-C37 1.381(3) C42-C43 1.394(3)
C5-N1/ 1.356(3)/ C11-01/ 1.374(3)/ Cc17-C18/ 1.397(3)/
C31-N4 1.350(3) C37-03 1.371(3) C43-C44 1.396(3)
C6-N2/ 1.350(3)/ c11-c12/ 1.406(3)/ C18-C13/ 1.404(3)/
C32-N5 1.350(3) C37-C38 1.405(3) C44-C39 1.410(3)
c18-01/ 1.387(2)/
C44-03 1.379(3)
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Bond angle of 2 in (°) at 100 K

N1-Ni—N2 78.36(7) N2—Ni-N5 168.64(7)
N1-Ni-N3 156.12(7) N2—Ni-N6 110.35(7)
N1-Ni-N4 95.82(7) N3-Ni-N4 91.73(7)
N1-Ni-N5 95.34(7) N3—Ni-N5 108.38(7)
N1-Ni-N6 92.14(7) N3-Ni-N6 89.82(7)
N2—Ni—-N3 78.65(7) N4—Ni—N5 78.18(7)
N2-Ni—-N4 92.94(7) N4—Ni-N6 156.48(7)
N5-Ni-N6 79.08(7)

Scheme S1 Plausible mechanism for the formation of {L'*}"~ in complex 1 (metal coordination

is omitted for clarity)
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