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S1. Speciesdistribution curvesfor the different protonated forms.
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S2. Speciesdistribution curvesfor thedifferent Cu (I1) complexes.
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S3. UV/Vis absorption spectra in methanol for the different Cu (11) complexes for the ligands at different

pH values
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. ESI-M S spectrafor the different Cu (11) complexes at several pH values
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S5. Species distribution curves for the compound AlaA3 (1d, n=1) and for Cu (I1) complexes. UV/Vis
absor ption spectra and ESI-M S spectra for the Cu (11) complexes at several pH values.

Table 1. Logarithms of the cumulative and stepwise basiciinstants of AlaA3 determined in 0.1 M NacCl at
298.1+ 0.1 K.

Reaction'? I! AlaA3
H+L=—HL 8.40(6)"
2H+L = H,L 15.56(7)

H+HL = H,L 7.16(7)
[a] Charges omitted for clarity. [b] All values parentheses have the standard deviations in theitgsficant figure. [c]
Determined in an aqueous solution 0.1 M NaCl usiigmmol of ligand.

Table 2. Logarithms of the formation constants for thé‘Qomplexes of the ligand AlaA3 determined in 0.1 M
NaCl at 298.1 + 0.1 K.

Reaction®' I! AlaA3
Cu+L = CuL ---
Cu+L+H=— CuHL 13.74(5\"
Cu+L=CuH,L+H  237(3)
Cu+L=—CuH,L+2H -3.69(4)

Cu+L = CuH;+ 3H ---

CuL + H= CuHL e
CuL — CuH4L +H ---
CuH,L = CuH,L+H  -6.06(4)
CuH,L = CuH3L +H
[a] Charges omitted for clarity. [b] All values parentheses have the standard deviations in theifgsficant figure. [c]
Determined in an aqueous solution 0.1M NacCl usidign@mol of ligand and 0.1 mmol of the cupper (H)ts
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UV/VIS ABSORPTION SPECTRA FOR THE Cu (1) COMPLEXES SEVERAL pH VALUES.

CuAlaA3

0,20

0,15

Absorbancia

0,05+

400 500 600 700 800
A (nm)

ESI-MS SPECTRA FOR THE Cu (Il) COMPLEXES AT SEVERAH VALUES.

217 CuAlaA3 pH=1.79
[L+H]"

100+

£ MIZ

s = = e et #... e H IIIIII A
| | | | | | |
200 225 250 275 300 325 350 375 400 425 450 475 500 525 5330 575 60O




Electronic Supplementary Material (ESI) for Dalton Transactions
This journal is © The Royal Society of Chemistry 2012

100 217 [L+H]" CuAlaA3 pH=3.68

[CuL+CI]*

314

360 2g4

/52
397

0- L B |""|'"'|""|""|""|"'f m/z
200 225 250 275 300 325 350 375 400 425 450 475 500 525 550 &T75 600
14 [cuL+CIf* CuAlaA3 pH=4.87
1004
ﬁ_
LL ----- ™ ‘-‘.u-_kl_il_.ul- L T IIILIIIJIHIIIIIIIIIIIIIIJ_IIIIIIIIIIIIIIlIIIILm]fZ

200 225 250 275 300 325 350 375 400 425 430 475 500 525 550 575 w00



Electronic Supplementary Material (ESI) for Dalton Transactions
This journal is © The Royal Society of Chemistry 2012

1004
[(CuLH.p)+ Na+]"
300
EE:—
[CuLH.,]"
302
207 278
215
-

381

360

382

200 230 300 380

100+
[(CULH.)+ Na+]"
300
ﬁ—
302
[CuLH.1]"
207 278

400

381

381.]

352

400

430

450

200

500

5320

550

600

600

650

650

CuAlaA3 pH=5.81

700

CuAlaA3 pH=6.45

700

730

750

miz
a800

miz
800



Electronic Supplementary Material (ESI) for Dalton Transactions
This journal is © The Royal Society of Chemistry 2012

100- 381

[(CuLH.p)+ Na+]"
300
s 3
382
233
39353
D_

200 250 300 380 400 450

500

2580

600

620 B48

650

CuAlaA3 pH=9.37




