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1. Spectrophotometric data
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Figure 1. Spectrophotometric titration of ligaridwith Al** ([1] = 2.0*10° M, MeOH/H,0 : 10/90;

0.10Mm TRIS; 0.02m HCI buffer; pH = 8.95); topCD spectra; bottonJV-vis absorption spectra.
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Figure 2. Spectrophotometric titration of ligaridwith G&* ([1] = 2.0*10° M, MeOH/HO : 10/90;
0.10Mm TRIS; 0.02m HCI buffer; pH = 8.95); topCD spectra; bottonJV-vis absorption spectra.
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Figure 3. Spectrophotometric titration of ligaridwith In** ([1] = 2.0*10° M, MeOH/HO : 10/90;
0.10Mm TRIS; 0.02m HCI buffer; pH = 8.95); topCD spectra; bottonJV-vis absorption spectra.
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Figure 4. Spectrophotometric titration of ligaridwith F€* ([1] = 2.0*10° M, MeOH/H,0 : 10/90;
0.10Mm TRIS; 0.02m HCI buffer; pH = 8.95); topCD spectra; bottonJV-vis absorption spectra.
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Figure 5. Spectrophotometric titration of ligaridwith Ge(OCH), ([1] = 2.0¥10° M, MeOH/H,0 :
10/90; 0.1Qv TRIS;0.02m HCI buffer; pH = 8.95); topCD spectra; bottomJV-vis absorption

spectra.
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Figure 6. Spectrophotometric titration of ligaridwith Ti(iOPr), ([1] = 2.0*10° M, MeOH/H,O :
10/90, 0.10v TRIS/ 0.02Mm HCI buffer, pH = 8.95); topCD spectra; bottonJV-vis absorption
spectra.
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2. Determination of virtual binding constants

Titration experiments for the determination of #ssociation constants were performed with
the instrument assembly according to Figure 7. Kepthe concentration of ligant ([L] =
2.0*10° M) constant, the metal to ligand molar ratio< [M]/[L] ) was increased from zero to
several equivalents in 50 discrete steps. Aftehesddition, molecular spectra were taken
after adequate mixing and equilibration time. Fritvi measured UV-vis absorptioA(({, X))
and ellipticity @(1,X)) data set, molar extinctiore({,X)) and molar circular dichroism
(4e(1,X)) values were calculated according ltambert-Beerlaw. Equations (1) and (2)
expressing explicitly the spectral changes as atiom of metal to ligand ratio were used to
evaluate the virtual association constants (foradiqular wavelength) by nonlinear square
fitting to the obtained datds*(X) and4&*(X), respectively. Numeric analysis was performed
with Microcal Origin software program by usihg@wenberg-Marquarditeration method.

YA (X)=€l (X)=

obs

=g +%{% +[L],, @+ x)—\/(%+ L], @+ x)j2 [ x}

tot

YA (X) =Agh, (X)=

=g +M{i+[L]m(1+ X)—\/(%+[L]m L+ x)j2 —4L], x} o

2], |K
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Figure 7.1.) ,Jasco J-815" spectropolarimeter; 2.) ,Jasc@AM3" automatic titration unit; 3.)
detector; 4.) titrant solution intake; 5.) titraaiution inject; 6.) sample solution disposal;sainple
solution withdrawal; 8.) stirring magnet; 9.) flescence quartz cuvette (I = 1 cm); 10.) cell cap wi

nozzles; 11.) magnetic valve (changeover the saimifgi#outlet ports.); 12.) HamiltoMlicroliter™
syringe (V = 250Qul); a.) titrant solution; b.) waste solution; dtjant solution.
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3. Nuclear magnetic resonance data
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Figure 8.'H- and™*C-NMR spectra of methyl protected ligagdin CDCE.
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Figure 9.'H- and™*C-NMR spectra of benzyl protected ligadilin CDCl.
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Figure 10.'H- and™*C-NMR spectra of ligand in MeOH-d4.

S12



