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Figure S1. Measured (black) and simulated (grey) X-ray powder patterns for [Li(thf),]
[(PEtgPh)3CU19828(SnPh)12] (1)
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Figure S2. Negative-ion ESI-TOF mass spectrum from a DMF/THF solution of
[Li(thf)4][Cu1eS28(SNPh)12(PEt,Ph)3] (1). The inset shows a comparison of isotopomere—

resolved peaks from experiment and simulation (For assignment of the peaks see table S2).

Table S2. Assignment of the observed negative ions in the ESI-TOF Mass Spectrum of
[Li(thf)4][CUlgszg(SnPh)lz(PEtzph)g] (l) (as shown in Flg 82)

exp. calc. composition

445452 44542  [Cuie(SNCeHs)12S08]
4619.55  4620.8  [Cui9(SnCgHs)12S2s(PELP)]”
4786.57  4787.0  [Cuie(SNCeHs)12S26(PEtPh),]
219527  2195.6  [Cuis(SnCeHs)12S26]*

O 0O W >
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Figure S3. positive-ion ESI-TOF mass spectrum from a DMF/THF solution of

[Li(thf)4][Cu19S28(SnPh)12(PEt,Ph)s] (1) (upper spectrum). Below are shown a simulation of
identifiable peaks (For assignment of the peaks see table S3).

Table S3. Assignment of the observed positive ions in the ESI-TOF Mass Spectrum of
[Li(thf)4][Cu1eS28(SnPh)12(PEt,Ph)s] (1) (as shown in Fig. S2).

exp. calc. composition
A 39513 395.1  [Cu(P(C:Hs)>CeHs)2]"
217.12 217.1  [Li(HP(C,Hs)CsHs)(C4HsO)]"
C  189.10 189.1  [Li(H2PCgHs)(C4HsO)]*

09)
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Figure S4.Cyclic voltammogram of (NBus)[(PEt,Ph)3Cu19S28(SnPh);2] (2) in DMF.
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Figure S5. Normalized photoluminescence (PL) decay curves measured for solid complex 2 at
temperatures of 17 and 200 K and at different emission wavelengths. PL was excited at 337
nm by using a Nj-laser (~2 ns pulses, 10 Hz pulse repetition rate, ~50 uW power on the
sample). Typically 500-800 decay traces were acquired and averaged at specific temperature

and emission wavelength.



