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Table S1. HOMO-LUMO gap (eV) for the studied species at the TZ2P/PBE and TZ2P/PBE0 
level of theory.

PBE PBE0
1a 3.05 4.786
2a 3.033 4.619
3a 3.089 4.719

1b 1.713 3.227
2b 1.521 2.995
3b 1.254 2.695

Table S2. Energy decomposition analysis for the (Ph3PAu)4
4+-X- interaction in mono- 

and dihalide species, given per halide, at the hybrid TZ2P/PBE0 level of theory. Values 

in kcal⸱mol-1.

 1a  2a  3a  
ΔEPauli 193.2  184.6  200.9  
ΔEelstat -354.6 77.4% -341.3 76.9% -349.4 76.5%
ΔEorb -97.3 21.2% -94.6 21.3% -97.1 21.2%
ΔEdisp -6.5 1.4% -7.9 1.8% -10.4 2.3%
       
ΔEint -265.1  -259.2  -255.9  
       
 1b  2b  3b  
ΔEPauli 211.9  190.1  208.3  
ΔEelstat -425.2 79.2% -395.1 77.0% -401.0 77.8%
ΔEorb -105.9 19.7% -111.3 21.7% -105.0 20.4%
ΔEdisp -5.5 1.0% -6.4 1.2% -9.5 1.8%
       
ΔEint -324.7  -322.7  -307.2  


