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Table SI.1: Optimized force-field parameters according to equations (SI.1) - (SL.6).

Energy term | Unit Parameter Value Parameter Value
UpOl A_g aoC 0.080 agC (W&t/hg) 0.050
A3 aoN 0.139 agy (wat/lig)  0.050
A3 agy (lig/wat)  0.500 agp (lig/lig)  0.500
A3 aor (wat/lig)  0.500
Urep A-T Boc 5.694 Bye (wat/lig)  6.699
A1 Bon 5.113 Bun 6.773
A1 Bpy (lig/wat) 7.000 Bpy (lig/lig)  6.000
At Beo 4.140 Byn 4.500
-1 Ben 4.025 Boy (wat/lig) 5.900
kcal/mol  Apc 2200000.0 Apgc (wat/lig) 2200000.0
kcal/mol Aoy 2183089.5 Apy 68223.1
kcal/mol Apy (lig/wat) 75000.0 Ay (lig/lig)  75000.0
kcal/mol  Acc 500000.0  Any 100000.0
kcal/mol  Acy 1000000.0 Aoy 60000.0
Usre, kecal/mol d. 1.310
A I, 1.604
A? Y 2.598
rad? Yoy 0.115
3 0.031 Yot 0.300
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Figure SI.1: UV/vis spectra of CyMes-BTP as a function of pH.
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Figure SI.2: Normalized UV /vis spectra as a function of water/methanol mixtures.

Table SI.2: Molecular structures of the different ligand conformations with corresponding relative
energies [kcal mol~!] on the B3LYP/COSMO level using the def2-TZVP basis sets and standard
COSMO radii.
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cis/cis trans/cis trans/trans
‘Pr-BTP 0.0 +0.93 +2.21
CyMey 0.0 +1.89 +1.29




3500

mmmm CAMBS3LYP (cis/cis) ] 14
mmmm CAMBB3LYP (trans/cis) )
3000 r
1 1.2
. 2500 r 1
g 2000 %’
o 108 ©
€ ! @
- 1500 1 06 8
™ 510 7 O
1000 1 04
500 1 0.2
0 L 1 m‘ L L 0
200 250 300 350 400

Wavelength / nm

Figure SI.3: Comparison of the cis/cis and trans/cis CAM-B3LYP /def2-TZVP gas-phase spectra
of “Pr-BTP.



