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Table S1  Calculated magnetic and structural data for dimeric copper(II) species of AH and CDAH6

	Species
	r (Å)
	
g||
	g(
	A|| (10-4cm-1)
	A( (10-4cm-1)
	Ref.

	[Cu2(AH)2H-2 ]
	5.0
	2.20
	2.05
	160
	30
	89

	[Cu2(CDAH6)2)H-2] *
	5.1
	2.250
	2.034
	162
	26
	This work


* the angles defining the orientation of the g-tensor and the internuclear axis are ( = 32°; (= 28°

Table S2  Circular Dichroism spectral parameters for copper(II) complexes with CDAH3 in water and in the presence of 10% of methanol (in the experiments with 1-ad)

	Ph
	CDAH3

(/nm (((/M-1 cm-1)
	+1-ad (1:1)


	+ 1-ad (1:5)
	+1-ad (1:10)

	5.5
	219 (15.50)

268 (1.47)

312 (-0.50)

500 (-0.14)

625 (-0.54)

 
	220 (24.50)

277 (2.00)

325 (0.63)

620 (-1.7)

762 (0.34) 


	221 (29.30) 

279 (2.30)

325 (1.00)

620 (-2.08)

762 (0.44)


	221 (29.70) 

278 (2.38)

325 (1.00)

620 (-2.08)

762 (0.44)

	6.5
	219 (12.40)

272 (2.02)

325 (-0.66)

503 (-0.27)

622 (-0.47)


	220 (18.50)

276 (1.97)

325 (-0.66)

620 (-1.55)

760 (0.34)


	221 (19.48)

277 (1.90)

321 (1.06)

620 (-2.01)

760 (0.46)

 
	221 (24.40)

280 (2.05)

321 (1.30)

620 (-2.27)

760 (0.50)

 

	7
	219 (6.20)

243 (-0.77)

274 (1.96)

328 (-0.21)

490 (-0.12)

624 (-0.33)

766 (0.029)

 
	221 (8.20)

277 (1.77)

320 (0.40)

620 (-1.09)

760 (0.22)


	221 (11.40)

280 (1.74)

330 (0.63)

620 (-1.32)

760 (0.32)

 
	222 (11.80)

280 (1.76)

330 (0.63)

620 (-1.32)

760 (0.32)

 

	8.1
	222 (2.60)

242 (-1.00)

276 (2.20)

324 (-0.49)

483 (-0.09)

550 (0.10)

630 (-0.22)

760 (0.08)

 
	221 (2.50)

242 (-1.40)

278 (1.97)

326 (-0.28)

485 (-0.07)

540 (0.04)

622 (-0.35)

760 (0.12) 


	223 (3.20)

242 (-1.20)

278 (1.70)

332 (-0.05)

485 (-0.08)

620 (-0.53)

760 (0.20) 

  
	224 (4.80)

244 (-0.57)

280 (1.40)

331 (-0.09)

485 (-0.07)

620 (-0.56)

760 (0.20) 

 

	8.7
	240 (-1.60)

277 (1.90)

325 (-0.50)

480 (-0.06)

550 (0.15)

630 (-0.19)

760 (0.10)

  
	240 (-1.55)

278 (1.90)

326 (-0.42)

480 (-0.06)

545 (0.10)

625 (-0.23)

755 (0.15) 


	215 (-1.27) 

241 (-1.60)

280 (1.35)

329 (-0.25)

480 (-0.06)

540 (0.06)

620 (-0.28)

755 (0.20)

 
	215 (-1.57) 

241 (-1.60)

280 (1.35)

329 (-0.19)

480 (-0.06)

540 (0.05)

620 (-0.35)

755 (0.21)

 


Table S3 Concentrations of copper(II) complex species existing in the experimental condition of Fridovich assay at the analytical concentration corresponding to I50 (L/M = 1000, Phosphate buffer 5 x 10-3 mol dm-3 , pH 7.4)

	L
	[Cu2+]0 x108
mol dm-3
	[CuL]+ x108
mol dm-3M
	[CuLH-2]- x108 

mol dm-3
	[CuL2] x108
mol dm-3
	[CuLH-1] x108
mol dm-3

	CDAH3
	43.0
	-
	34.0
	0.4
	8.2

	CDAH6
	24.0
	0.5
	-
	-
	23.5

	AH
	80.0
	5.0
	-
	-
	75.0


Table S4 Concentrations of copper(II) complex species existing in the experimental condition of Pulse Radiolysis •OH assay (M/L = 1, pH 7). 

	L
	[Cu2+]o x105 

mol dm-3
	[CuL]+ x 105 

mol dm-3
	[CuLH-2]- x 105 

mol dm-3
	[CuLH-1] x 105 

mol dm-3
	[Cu2L2H-2] x 105 

mol dm-3

	CDAH3
	10.0
	0.1
	6.2
	3.7
	-

	CDAH6
	10.0
	0.2
	-
	6.0
	3.8


Table S5  Concentrations of copper(II) complex species existing in the experimental condition of photohaemolysis assay (L/M = 2, Phosphate buffer 1 x 10-2 mol dm-3 , pH 7.4)

	L
	[Cu2+]o
x 108
mol dm-3
	[Cu(HPO4)]

x 108
mol dm-3
	[Cu2+] and [Cu(OH)]+
x 108
mol dm-3
	[CuLH-2]

x 108
mol dm-3
	[CuL]

x 108
mol dm-3
	[CuLH-1]

x 108
mol dm-3

	CDAH3
	13.0
	-
	-
	10.4
	-
	2.6

	
	23.0
	-
	-
	18.4
	-
	4.6

	
	33.0
	-
	-
	26.4
	-
	6.6

	
	43.0
	-
	-
	34.4
	-
	8.3

	
	53.0
	-
	-
	42.0
	-
	11.0

	
	
	
	
	
	
	

	CDAH6
	33.0
	6.6
	0.4
	-
	0.3
	25.7

	
	43.0
	6.9
	0.7
	-
	0.6
	34.8

	
	49.0
	7.4
	0.7
	-
	0.7
	40.2

	
	53.0
	7.4
	0.9
	-
	0.7
	44.0

	
	
	
	
	
	
	

	AH
	18.0
	9.7
	0.8
	-
	0.5
	7.0

	
	27.0
	12.4
	1.1
	-
	0.8
	12.7

	
	37.0
	14.8
	1.3
	-
	1.3
	19.6

	
	44.0
	16.3
	1.5
	-
	1.6
	24.6

	
	51.0
	17.3
	1.1
	-
	2.0
	30.6


Figure Captions

Figure S1. Decay of pulse radiolitically produced superoxide ions, followed at 250 nm in the presence of (A) 5.5x10-6 mol dm-3 Cu(NO3)2 + 5.5 x10-6 mol dm-3 CDAH3 and (B) 1.1 x10-6 mol dm-3 Cu(NO3)2 + 1.1 x10-6 mol dm-3 CDAH6.

Figure S2. Difference transient absorption spectra between (() Cu-CDAH3 and (-CD, (() Cu-CDAH6 and (-CD, taken 6 (s after the pulse in N2O-saturated solutions. [Complexes] = [(-CD ] = 10-4 mol dm-3; dose ~ 16 Gy.

Figure S3. Dose dependent protective activity of SOD, CD derivatives, AH and copper(II) complexes in the experimental conditions of the Ketoprofen induced photohemolysis.
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Figure S1
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Figure S2
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