
Table S1: Selected computed transitions of indigo in nm 

	
	B3LYP/6-311+G(2d,p)//B3LYP/6-311G(d,p)
	PBE0/6-311+G(2d,p)//PBE0/6-311G(d,p)

	indigo
	
	PCM
	CPCM
	PCM
	CPCM
	Dominant transitions
and assignments

	
	64-70
	223
	224
	215
	215
	H-4L+1

	
	68-74
	241
	241
	231
	231
	HL+5

	
	67-70
	277
	278
	266
	266
	H-1L+1

	
	68-71
	281
	281
	272
	272
	HL+2

	
	63-69
	311
	311
	299
	299
	H-5L

	
	65-69
	335
	336
	321
	322
	H-3L

	
	68-69
	589
	594
	573
	577
	HL




[bookmark: _GoBack]Table S2: Computed lowest excitations with different basis sets together with the experimental absorption maxima (max) of indigo 

	Indigo (in Chloroform) 
	max (pcm)
	max (cpcm)

	B3LYP/6-31G(d) // B3LYP/6-31G(d)
	571
	575

	B3LYP/6-31G(d,p) // B3LYP/6-31G(d,p)
	570
	574

	B3LYP/6-31+G(d,p) // B3LYP/6-31G(d,p)
	590
	595

	B3LYP/6-31+G(2d,p) // B3LYP/6-31G(d,p)
	596
	600

	B3LYP/6-31++G(d,p) // B3LYP/6-31G(d,p)
	590
	595

	B3LYP/6-31++G(2d,p) // B3LYP/6-31G(d,p)
	596
	600

	B3LYP/6-311+G(2d,p) // B3LYP/6-31G(d,p)
	596
	601

	B3LYP/6-311++G(2d,p) // B3LYP/6-31G(d,p)
	596
	601

	B3LYP/6-31+G(2d,p) // B3LYP/6-311G(d,p)
	589
	594

	B3LYP/6-311++G(2d,p) // B3LYP/6-311G(d,p)
	591
	596

	B3LYP/TZVP // B3LYP/6-311G(d,p)
	582
	587

	Experimental
	604



