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Figure S1. '"H NMR(200 MHz, 25 °C) spectrum of [Cu(p-Cl)(u-C4H3N-2,5-(CH,Me,pz),—
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Figure S2. IR spectrum of [Cu(p-Cl)(u-C4H3N-2,5-(CH,Me,pz),—N, N, N) ], 1a recorded as

KBr disc.
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Figure S3. '"H NMR (200 MHz, 25 °C) specturm of [Cu(u-Br)(u-C4H;N-2,5-(CH,Mespz),—
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Figure S4. IR spectrum of [Cu(p-Br)(u-C4H;3N-2,5-(CHyMeypz),—N,N,N)],, 1b recorded as

KBr disc.
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Figure S5. '"H NMR (200 MHz, 25 °C) spectrum of [Cu(u-1)(u-C4H3N-2,5-(CH,Meypz),—
N,N,N)]», 1¢ in CDCls.
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Figure S6. IR spectrum of [Cu(p-I)(u-C4H3N-2,5-(CHyMe,pz),—N,N,N)],, 1¢ recorded as KBr.

disc.
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Figure S7. IR spectrum of [Cuy(p-1)2(u-C4H,N-2,5-(CH,Me,pz),—N, N, N),], 2 recorded as KBr
disc. The band around 3500 cm™! is due to the presence of water in KBr used.
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Figure S8. IR spectrum of [Cuy(p-1),(u-C4H,N-2,5-(CH,Me,pz),—N, N, N),], 2 recorded as a Nujol mull.
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Figure S9. IR spectrum of [Cu{u-C4H,N-2,5-(CH,Me,pz),—N,N,N} ], 3 recorded as KBr disc.
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The band around 3400 cm! is due to the presence of water in KBr used.
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Figure S10. IR spectrum of [Cu{p-C4H,N-2,5-(CH,Meypz),—N,N,N}], 3 recorded as a Nujol mull.
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Figure S11. 'H NMR (400 MHz, 25 °C) spectrum of [Ag(u-C4H;N-2,5-(CH;Me;pz),—N, N, N)(
CF;S03)],, 4a in CDCl;.
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Figure S12. 'F NMR (376.3 MHz, 25 °C) spectrum of [Ag(u-C4H3N-2,5-(CH,Meopz),—

NN,N)(CF;S05)],, 4a in CDCL.
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Figure S13. IR spectrum of [Ag(u-C4H3N-2,5-(CH,Meypz),—N, N, N)(CF5S05)],, 4a recorded
as KBr disc.
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Figure S14. '"H NMR (200 MHz, 25 °C) spectrum of [Ag(u-C4H3N-2,5-(CH,Meypz),—

N,N,N)(BF.)],, 4b in CD;CN.
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Figure S15. 3C NMR (102.6 MHz, 25 °C) spectrum of [Ag(u-C4H;3N-2,5-(CH,Mespz),—

N,N,N)(BF4)]._4b in CD;CN.
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Figure S16. '°F NMR (376.3 MHz, 25 °C) spectrum of [Ag(u-C4H;N-2,5-(CH,Me,pz),—
NN, N)(BF,)],, 4b in CD:CN.
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Figure S17. IR spectrum of [Ag(u-C4H3N-2,5-(CH,Meypz),—N, N, N)(BF )], 4b recorded as
KBr disc.
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Figure S18. 'H NMR (200 MHz, 25 °C) spectrum of [Ag {(u-C4H,oN-2,5-(CH,Me,pz),)—
NMN}]3, 5in CD3CN
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Figure S19. 13C NMR (153.9 MHz, 25 °C) spectrum of [Ag{(u-C4H,N-2,5-(CHyMe,pz),)—

N,N,N }]s, 5 in CD;CN.
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Figure S20. IR spectrum of [Ag{(u-C4H,N-2,5-(CH,;Me,pz),)—N,N,N} s, 5 recorded as KBr disc. The
band around 3400 cm! is due to the presence of water in KBr used.
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Figure S21. IR spectrum of [Ag{(u-C4H,N-2,5-(CH;Meypz),)—N,N,N} |5, 5 recorded as a Nujol mull.
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X-ray structures

Figure S22. ORTEP diagram of complex 1c with 50% probability ellipsoids; most H atoms are omitted for
clarity. Selected bond lengths (A) and angles (°): N13—Cu11 2.051(11), N14—Cu12 2.027(10), Cu11-110
2.7063(17), Cu12—110 2.7205(17); Cu12—110—Cull 85.29(6), N13’—~Cu11-N13 109.5(6), I10'—Cu12—110
94.39(7), N13—Cu11-110 102.0(3). Symmetry transformations used to generate equivalent atoms: (i)
1-y,1-x, 3/2—z; (i) -y, —x, 3/2-z.
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Figure S23. UV-vis spectrum of the tetranuclear copper(I) complex [Cuy(p-I),(n-C4H,N-2,5-
(CH;Me;pz),-N,N,N),] 2 with concentration of 10> M solution in CH3;CN. 0.0003 g of this
complex dissolved in 25 mL of CH3CN and then UV recorded within 1 hr. The color of the
solution appeared almost colorless.
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Figure S24. UV-vis spectrum of the NNN pincer ligand, 2,5-Bis(3,5-
dimethylpyrazolylmethyl)pyrrole LH, with concentration of 10 M solution in CH;CN.
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