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Four movies are available via the internet at the ACS web page http://pubs.acs.org :
Moviel refers to simulation D4

Movie2 refers to simulation W2.

Movie3 refers to optimization Opt5

Movie4 refers to optimization Opt6.

Calculations with Gaussian basis sets.

Calculations with Gaussian basis sets were performed on a series of molecular models containing Ox*
or Py, described in the following. The adopted levels of theory/basis sets are specified accordingly for
each system. In all the geometry optimizations no atomic positions were kept fixed; in some cases,
explicitly stated below, symmetry constraints were imposed (e.g. C,, for isolated oxonine).

All calculations reported below were performed with the Gaussian g09 package.(1)

Optimized Oxonine Structure in the vacuum

Oxonine geometry was optimized at the MP2/cc-pvtz level of theory, a C,, symmetry was considered.
Excitation energies were calculated for the two lowest states at different level of theory and basis set
adopting the MP2/cc-pvtz optimized geometry. Data reported in Table S1 refer to the first (homo-lumo)
excitation. Wavelength in nm, excitation transition dipole in AU.

Table S1. Basis set and level of theory dependence of the first electronic excitation wavelength A (in nm), oscillator strength
f, and excitation dipole p components (in AU) calculated for Oxonine cation. In the case of CIS(D) and CASMP2
approaches, only excitation energies are available.

aug-cc-pvdz f Ly Ly jT. A
EOM-CCSD 1.005 0.0 0.0 3.667 449.6
CIS 1.359 0.0 0.0 4.018 360.9
CIS(D) - - - - 479.5

6-311++G(d,p) f Lx Hy L, A
EOM-CCSD 1.015 0.0 0.0 3.689 450.6
CASMP2(6,8) - - - - 458.2
CIS 1.370 0.0 0.0 4.022 358.7
CIS(D) - - - - 479.3

3-21++G(d,p) ¥ f ™ 1y i, A
EOM-CCSD 1.031 0.0 0.0 3.706 446.0
CIS 1.392 0.0 0.0 4.035 355.2
CIS(D) - - - - 470.8

a) The 3-21++G(d,p) basis set has been built from the split-valence 3-21G basis set augmented with diffuse and
polarization functions taken from the 6-31++g(d,p) basis set.
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Figure S1. Optimized structure of oxonine. Atom color code: H, white; C, gray; N, blue; O, red. The
yellow arrow indicates the orientation of the Electronic Transition Dipole Moment corresponding to the
first electronic excitation (homo-lumo).

MP2/cc-pvtz optimized atomic coordinates for cationic Oxonine (A)
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0.00000000
0.00000000
-4.71167255
4.71167255
-3.54293016
-2.33154213
-1.16229394
-1.13588893
-2.37799761
-3.54055621
1.13588893
1.16229394
2.33154213
3.54293016
3.54055621
2.37799761
2.29756064
-2.29756064
-2.36094136
-4.48416710
4.48416710
2.36094136
-5.57990485
-4.75168719
475168719
5.57990485

0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000
0.00000000

1.15526326
-1.63480461
1.15262007
1.15262007
0.50241183
1.19292986
0.47634880
-0.94359976
-1.62210213
-0.92226592
-0.94359976
0.47634880
1.19292986
0.50241183
-0.92226592
-1.62210213
2.26916094
2.26916094
-2.69846762
-1.44136296
-1.44136296
-2.69846762
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Hexa-hydrated Oxonine
The structure of hexa-hydrated oxonine was optimized at the MP2/D95** level of theory adopting a C;
symmetry.

Optimized coordinates of Ox"(H,O)s.
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The excitation wavelength A at the CIS(D)/3-21++g(d,p) level corresponds to 499.0 nm.

Figure S2. Optimized structure of Ox(H,0O)s. Atom color code: H, white; C, gray; N, blue; O, red. The
yellow arrow indicates the orientation of the Electronic Transition Dipole Moment corresponding to the
first electronic excitation (homo-lumo).



Ox(H,0)sCl
The structure of cationic oxonine in contact with one Cl anion and 5 water molecules has been
optimized at the PBEO/D95** level of theory (the basis set for chlorine was 6-31+g(d).

Optimized atomic coordinates
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The calculated excitation wavelength A is 510.1 nm at CIS(D)/3-21++g(d,p) level (6-31+g(d) for Cl).
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Figure S3. Optimized structure of Ox(H,O)s CI. Atom color code: H, white; C, gray; N, blue; O, red;
Cl, green. The yellow arrow indicates the orientation of the Electronic Transition Dipole Moment
corresponding to the first electronic excitation (homo-lumo).



Electronic transition dipole moment orientation calculated on a hydrated oxonine structure extracted
from an optimized structure of a ZL/Ox" adduct. Excitation wavelength calculated at the Cis(D)/3-
214++G(d,p) level, transition dipole calculated at the Cis/3-21++G(d,p) level of theory.

A=496.0 nm

px=-0.056 au
1y=-0.095 au
p=4.087 au

Figure S4. Structure of Ox(H,0), extracted from a Zeolite L/Ox™ hydrated adduct. Atom color codes:
H, white; C, gray; N, blue; O, red. The yellow arrow indicates the orientation of the Electronic
Transition Dipole Moment corresponding to the first electronic excitation (homo-lumo).



Figure S5. Oxonine deformation as described by the lowest energy (70 cm™) vibrational eigenvector.
The harmonic vibrational modes of gas phase oxonine were calculated at the HF/cc-pvtz level from the
optimized geometry at MP2/cc-pvtz level (C,y symmetry) . Atom color code: H, white; C, gray; N,
blue; O, red.



Oxonine-H,0O and Pyronine-H,O complexes.

Figure S6. Left panel: ball-and-stick representation of the Oxonine cation complex with one water
molecule hydrogen bonded to the nitrogen of the central ring (C; symmetry). Right panel: ball-and-
stick representation of the Pyronine cation complex with one water molecule hydrogen bonded to the
CH of the central ring (C,, symmetry). Atom color code: H, white; C, gray; N, blue; O, red.

Optimized (MP2/cc-pvtz) coordinates for the Ox™-H,O complex (in A).
8 1.537974 0.009790 0.000000
7 -1.258447 0.049267 0.000000
7 1.523321 -0.026393 4.732995
7 1.523321 -0.026393 -4.732995
6 0.873755 -0.009074 3.558985
6 1.574139 -0.005491 2.344313
6 0.856572 0.010651 1.168789
6 -0.569467 0.030505 1.144739
6 -1.260054 0.024514 2.387629
6 -0.558139 0.003791 3.555579
6 -0.569467 0.030505 -1.144739
6 0.856572 0.010651 -1.168789
6 1.574139 -0.005491 -2.344313
6 0.873755 -0.009074 -3.558985
6 -0.558139 0.003791 -3.555579
6 -1.260054 0.024514 -2.387629
1 2.654982 -0.018389 -2.314518
1 2.654982 -0.018389 2.314518



-2.341765 0.023087 2.365922
-1.080863 -0.006196 4.502825
-1.080863 -0.006196 -4.502825
-2.341765 0.023087 -2.365922
1.018505 -0.035847 5.601758
2.527294 -0.041969 4.775208
2.527294 -0.041969 -4.775208
1.018505 -0.035847 -5.601758
-4.192273 -0.159874 0.000000
-3.241916 0.015615 0.000000
-4.599044 0.709581 0.000000

— m 00 = k= e e e = e

Optimized (MP2/cc-pvtz) coordinates for the Py"-H,O complex (in A).

8 0.000000 0.000000 -1.516145
7 0.000000 4.722715 -1.659138
7 0.000000 -4.722715 -1.659138
6 0.000000 0.000000 1.267843
6 0.000000 3.571756 -0.957725
6 0.000000 2.331491 -1.605144
6 0.000000 1.177275 -0.845770
6 0.000000 1.204869 0.571605
6 0.000000 2.474180 1.208848
6 0.000000 3.620984 0.468099
6 0.000000 -1.204869 0.571605
6 0.000000 -1.177275 -0.845770
6 0.000000 -2.331491 -1.605144
6 0.000000 -3.571756 -0.957725
6 0.000000 -3.620984 0.468099
6 0.000000 -2.474180 1.208848
1 0.000000 -2.259668 -2.683930
1 0.000000 2.259668 -2.683930
1 0.000000 2.508836 2.290226
1 0.000000 4.585546 0.957895
1 0.000000 -4.585546 0.957895
1 0.000000 -2.508836 2.290226
1 0.000000 5.610765 -1.191768
1 0.000000 4.720921 -2.662928
1 0.000000 -4.720921 -2.662928
1 0.000000 -5.610765 -1.191768
1 0.000000 0.000000 2.353769
8 0.000000 0.000000 4.471326
1 -0.756760 0.000000 5.063852
1 0.756760 0.000000 5.063852

The MP2/cc-pvtz binding energies for the two complexes are 8.45 kcal mol™ and 5.67 kcal mol™ for
Py*-H,0 and Ox*-H,O respectively. Binding energies amount to 6.65 kcal mol™and 3.39 kcl mol™ for
Py"-H,0 and Ox"-H,O respectively when considering the basis set superposition error correction.(2)
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