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Table S1. Crystallographic data and select refinement details for 1a, 2b-2CH,Cl,-H,0 and 3b-MeOH-H,O

la 2b-2CH,Cl,-H,O 3b-MeOH-H,O
Empirical formula Cs9H4,CuFgN4OP3 Cg4Hs5C14CuN4O, P, C¢sHs1CuN4O,P,
Formula weight 1093.41 1175.36 1081.60
T (K) 150(2) 150(2) 150(2)
Wavelength (A) 0.71073 0.71073 0.71073
Crystal system monoclinic triclinic triclinic
Space group C2/c Pl Pl
Unit cell dimensions
a(A) 42.967(2) 11.7392(4) 11.303(4)
b(A) 11.6599(6) 16.1442(5) 13.704(4)
c(A) 24.2264(12) 16.9695(6) 21.312(7)
a(®) 90 65.6720(10) 105.655(4)
B 116.906(2) 72.0060(10) 100.773(4)
7(°) 90 82.8840(10) 101.648(4)
v (A3) 10823.5(10) 2787.13(16) 3009.6(16)
VA 8 2 2
Deac Mg-m3) 1.342 1.401 1.194
4 (mmT) 0.557 0.691 0.462
F(000) 4480 1212 1124
Reflections collected 46417 43145 18224
Independent reflections 12558 14575 13256
Reflections with 7> 2o(1) 8260 12763 10210
Data/restraints/parameters 12558/1/671 14575/0/705 13256/0/695
Goodness-of-fit (GOF) on F? 1.023 1.061 1.038
Final R indices [/ > 20(])] 0.0549 0.0386 0.0420
WR; [I>20(D)] 0.1434 0.1112 0.1055
R indices (all data) 0.0901 0.0443 0.0594
WR, (all data) 0.1708 0.1150 0.1141
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Figure S1. IR spectra of nimpH ( X-axis: cm™; Y-axis: transmittance).
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Figure S2. IR spectra of complex 1a. ( X-axis: cm™; Y-axis: transmittance).
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Figure S3. IR spectra of complex 1b. ( X-axis: cm?; Y-
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Figure Ss. IR spectra of complex 2b. ( X-ax
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Figure S7. IR spectra of complex 3b. ( X-axis: cm™; Y-axis: transmittance).
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Figure S8.'H NMR spectrum of nimpH in DMSO-dg.
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Figure S10. 'H NMR spectrum of 1b in DMSO-d.
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Figure Su. 'H NMR spectrum of 2a in DMSO-d.
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Figure S12. 'H NMR spectrum of 2b in DMSO-dg.
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Figure S14. 'H NMR spectrum of 3b in DMSO-dg.
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Figure S15. (a) Changes observed in the emission spectra of complex 1a (2.5 x 105 mol-L™) in DCM upon
adding NaOH solution in MeOH (1.0 x 103 mol-L™) at 298 K, (b) Changes observed in the emission
spectra of complex 1a (2.5 x 1075 mol-L™*) in DCM upon adding TBAF solution in DCM (6.4 x 1073 mol-L™)
at 298 K, (c) Changes observed in the emission spectra of complex 1b (2.5 x 105 mol-L*) in DCM upon
adding TFA solution in DCM (1.0 x 103 mol-L™) at 298 K and (d) changes of the maximum emission

intensity of 1a and 1b upon adding different proportions of NaOH, TBAF and TFA.
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Figure S16. (a) Changes observed in the emission spectra of complex 2a (2.5 x 107 mol-L™*) in DCM upon
adding NaOH solution in MeOH (1.0 x 103 mol-L™) at 298 K, (b) Changes observed in the emission
spectra of complex 2a (2.5 x 105 mol-L™) in DCM upon adding TBAF solution in DCM (6.4 x 1073 mol-L™)
at 298 K, (c) Changes observed in the emission spectra of complex 2b (2.5 x 107 mol-L™) in DCM upon
adding TFA solution in DCM (1.0 x 103 mol-L™) at 298 K and (d) changes of the maximum emission

intensity of 2a and 2b upon adding different proportions of NaOH, TBAF and TFA.
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Figure S17. (a) Changes observed in the emission spectra of the free ligand nimpH (2.5 x 1075 mol-L™) in

DCM upon adding NaOH solution in MeOH (1.0 x 1073 mol-L™) at 298 K, (b) Changes observed in the

emission spectra of the free ligand nimpH (2.5 x 1075 mol-L™) in DCM upon adding TBAF solution in DCM

(2.6 x 103 mol-L) at 298 K. All the emission spectra were obtained upon excitation at 285 nm.
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Figure s18. (a) Changes observed in the emission spectra of complex 2b (5.0 x 10 mol-L*) in DCM upon

adding TBAF solution in DCM (1.25 x 1073 mol-L™) at 298 K; (b) Changes observed in the emission spectra

of complex 2b (2.5 x 107 mol-L™) in DCM upon adding TBAF solution in DCM (3.20 x 10> mol-L™) at 298

K; (c¢) and (d) Luminescent images of 2b radiated with an ultraviolet light at 365 nm before and after

addition of TBAF.
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Figure s19 (a) Changes observed in the emission spectra of complex 3b (5.0 x 10° mol-L™) in DCM upon
adding TBAF solution in DCM (1.25 x 1073 mol-L™) at 298 K; (b) Changes observed in the emission spectra
of complex 3b (2.5 x 105 mol-L™) in DCM upon adding TBAF solution in DCM (3.20 x 10> mol-L™) at 298
K; (c¢) and (d) Luminescent images of 3b radiated with an ultraviolet light at 365 nm before and after

addition of TBAF.
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Figure S21. ESI-MS spectra of complex 1b with collision cell energy at 10 ev.
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Figure S22. ESI-MS spectra of complex 2a with collision cell energy at 10 ev.
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Figure S23. ESI-MS spectra of complex 2b with collision cell energy at 10 ev.
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Figure S26. 3C NMR spectrum of 1a in CD,Cl,.
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