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Figure ESI1. UV-Vis absorption spectrum of complexes 1-3 and precursors [{Au(CCls),}Tl], and
NBu4[Au(CsCls),] in tetrahydrofuran.
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Figure ESI2. UV-Vis absorption spectrum of complexes 4-6 and precursors [{Au(CgFs),}Tl],, and
NBu,s[Au(CsFs),] in tetrahydrofuran.
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Figure ESI3. Excitation and emission spectra for complex 1 in solid state.
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Figure ESI4. Excitation and emission spectra for complex 2 in solid state.
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Figure ESI5. Excitation and emission spectra for complex 5 in solid state.
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Figure ESI6. Excitation and emission spectra for complex 6 in solid state.
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Figure ESI7. Excitation and emission spectra for NBu,s[Au(CsCls),] in solid state at 77 K.
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Figure ESI8. Excitation and emission spectra for NBu,[Au(CgFs),] in solid state at 77 K.
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Figure ESI9. Excitation and emission spectra for complex 1 in glassy butyronitrile solution
(2x10* M) at 77 K.
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Figure ESI10. Excitation and emission spectra for complex 2 in glassy butyronitrile solution
(2x10™* M) at 77 K.
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Figure ESI11. Excitation and emission spectra for complex 3 in glassy butyronitrile solution
(2x10 M) at 77 K.
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Figure ESI12. Excitation and emission spectra for complex 4 in glassy butyronitrile solution
(2x10™* M) at 77 K.
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Figure ESI13. Excitation and emission spectra for complex 5 in glassy butyronitrile solution
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Figure ESI14. Excitation and emission spectra for complex 6 in glassy butyronitrile solution

(2x10™ M) at 77 K.
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Figure ESI15. Excitation and emission spectra for [{Au(C¢Cls),}Tl], in glassy butyronitrile
solution (2x10*M) at 77 K.
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Figure ESI16. Excitation and emission spectra for [{Au(CgFs),}Tl],, in glassy butyronitrile solution
(2x10™* M) at 77 K.



