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Fig. S1'H NMR spectra of 4-(salicylideneimino)benzonitritésal’-4-CN) in (a) MeOHd., (b)
ACN-ds, (c) DMSO4s, and (d) DCMeé,.
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Fig. S2'H NMR spectra of 4-(5chlorosalicylideneimino)benzonitrile (H§éI4-CN) in (a)
MeOH-dy, (b) ACN-ds, (c) DMSO4dg, and (d) DCMel.
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Fig. S3'H NMR spectra of 4-(Sbromorosalicylideneimino)benzonitrile (H8a#-CN) in (a)
MeOH-d4, (b) ACN-ds3, (¢) DMSO4ds, and (d) DCMé,.
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Fig. S4'H NMR spectra of 4-(5methoxysalicylideneimino)benzonitrile (HS¥F-4-CN) in (a)
MeOH-dy, (b) ACN-ds, (c) DMSO4dg, and (d) DCMel.
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Fig. S5'H NMR spectra of [HNE{[Zn(sal'-4-CN)CL] (1) in (a) MeOHél, (b) ACN-ds, (c)

DMSO-ds, and (d) DCMe.
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Fig. S6'H NMR spectra of [HNE{[Zn(sal"-4-CN)CL] (2) in (a) MeOHél,, (b) ACN-ds, (c)
DMSO-ds, and (d) DCMeé,.
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Fig. S7*H NMR spectra of [HNE{[Zn(saf'-4-CN)CH] (3) in (a) MeOHéd., (b) ACN-ds, (c)
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DMSO-ds, and (d) DCMel.
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Fig. S9 Concentration independence tfi NMR spectra of [NE{[Zn(sal-4-CN)ChL] (5) in
DMSO-ds at room temperature.
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Hsal™e-4-CN in various solvents (1Q0M) at room temperature.
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Fig. S11 Fluorescence spectra of (a) HsdlCN, (b) Hsaf-4-CN, (c) Hsdl™-4-CN, and (d)
HsaP™e-4-CN in various solvents (1QM) at room temperature.
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Fig. S12Solid-state fluorescence spectra of Bs&lCN (R = H, Cl, Br, and OMe) ligands at room
temperature.
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Fig. S13Solid-state fluorescence spectra of compourdsat room temperature.

21



Electronic Supplementary Material (ESI) for Dalton Transactions
This journal is © The Royal Society of Chemistry 2013

Table S1Selected bond lengths (&) and angles (°) and dihadgled (°) between the salicylideneimine phenyl ring and

the benzonitrile phenyl ring for zinc—salicylideméne compound§-5

Compound 4

1 2 3 Molecule | Molecule 1l 5
Zn1/2-01/3 1.9598(11) 1.9551(12) 1.9555(15) 1.956(4) 1.950(4) 1.9345(16)
Znl/2-N1/4 2.0471(13) 2.0473(13) 2.0393(17) 2.031(5) 2.054(5) 2.0360(19)
Znl/2-Cl1/3 2.2452(4) 2.2287(5) 2.2293(8) 2.241(2) 2.244(2) 2.2646(6)
Znl1/2-Cl2/4 2.2300(4) 2.2313(6) 2.2233(8) 2.232(2) 2.233(2) 2.2418(7)
01/3-Zn1/2-N1/4 94.00(5) 95.50(5) 95.50(5) 95.7(2) 93.6(2) 95742(
01/3-Zn1/2-Cl1/3 114.73(4) 110.15(4) 108.52(5) 112.43(17) 115.91(17111.87(5)
01/3-Zn1/2-Cl2/4 111.68(3) 108.50(4) 109.91(5) 107.42(14 106.15(15112.47(5)
N1/4-Zn1/2-Cl1/3 106.93(4) 118.18(4) 106.55(5) 106.63(17) 105.46(17102.96(6)
N1/4-Zn1/2-Cl2/4  115.45(4) 106.83(4) 118.21(6) 118.00(18) 121.81(18119.33(5)
Cl1/3-zZnl1/2-Cl2/4 112.728(16) 115.60(2) 115.92(3) 115.15(8) 112.95(8 113.28(3)
0 26.5 1.9 2.2 36.5 6.3 22.5

Table S2 Dissociation ratio Rp) of 1 in DMSO-s with different concentrations at room

temperatur®
Concentration (M) Dissociation RatiBy)
4.0 x 10° 52.2
8.0 x 10° 43.8
1.2 x 10° 40.5
1.6 x 10° 36.7
2.0 x 10° 32.4
4.0 x 10° 29.1
6.0 x 10° 25.4
8.0 x 10° 21.9
1.0 x 10" 18.0

®Rp = lch=n(HL){ Ich=n(HL) + lch=n([ZN(L)CI] )} x 100, wherelcy=n(HL) = relative integrated
area of the azomethine protonHEN) signal of free ligand form an@dy=n([Zn(L)Cl;]") = relative
integrated area of the azomethine protoH£®) signal of complex form.
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