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ABSTRACT Many photoactive biomolecules are anions and exhibit * optical transitions but 

with a degree of charge transfer (CT) character determined by the local environment. The 

phenolate moiety is a common structural motif among biochromophores/luminophores, and 

nitrophenolates are good model systems as the nitro substituent allows for CT-like transitions. 
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Here we report gas-phase absorption spectra of o- and p-nitrophenolate·H2O complexes to 

decipher the effect of just one H2O and compare them with ab initio calculations of vertical 

excitation energies. The experimental band maximum is at 3.01 and 3.00 eV for ortho and para 

and is redshifted by 0.13 and 0.10 eV relative to the bare ions. These shifts indicate that the 

transition has become more CT-like due to localization of negative charge on the phenolate 

oxygen, i.e., diminished delocalization of the negative excess charge. Still the transition bears 

less CT than that of m-nitrophenolate·H2O as this complex absorbs further to the red (2.56 eV). 

Our work emphasizes the importance of local perturbations: One water causes a larger shift than 

experienced in bulk for para and almost the full shift for ortho. Predicting microenvironmental 

effects in the boundary between CT and non-CT with high accuracy is nontrivial. However, in 

agreement with experiment our calculations show a competition between the effects of electronic 

delocalization and electrostatic interaction with the solvent molecule. As a result, the excitation 

energy of ortho and para is less sensitive to hydration than that of meta as donor and acceptor 

orbitals are only weakly coupled in meta. 

 

Introduction 

In freshman chemistry courses students are taught that an increase in electron delocalization 

within a molecule results in a lower gap between the highest-occupied molecular orbital 

(HOMO) and the lowest-unoccupied molecular orbital (LUMO); this is directly evident from 

molecular orbital diagrams or the simple electron-in-a-box model with increasing box lengths. 

These models nicely explain why the absorption band redshifts in the series ethylene, 1,3-

butadiene, 1,3,5-hexatriene, etc. However, it is not always this simple: While the absorption by 
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neutral polycyclic aromatic hydrocarbons (PAHs) duly redshifts with molecular size, a similar 

trend is not seen for the protonated linear analogues since those with an even number of aromatic 

rings display pronounced charge-transfer (CT) character (and therefore absorb further to the red 

than their size justifies) as beautifully demonstrated by Jouvet and co-workers.
1
 Likewise, a 

decrease in delocalization due to for example microsolvation may actually lead to a lower 

excitation energy (redshifted absorption band) if the electronic transition changes character and 

becomes CT-like (Figure 1).
2
 Hence a description of HOMO-LUMO gaps based alone on 

electron delocalization is insufficient, and qualitative reasoning is difficult as different effects 

can shift gap energies in opposite directions with unknown relative importance. Another issue to 

consider in the case of protonated species is internal proton transfer to the solvent molecules in 

the ground state when the solvent cluster is large enough.
3,4 

Altogether, it implies that it is in 

general non-trivial to predict the effect of microsolvation or other perturbations on transition 

energies.  

 

<Please inset Figure 1 here> 

 

The effect of a nearby environment is of particular importance for biochromophores located 

within protein pockets where there are a limited number of interactions with water molecules or 

amino acid residues: Examples include the chromophores of the green fluorescent protein (GFP) 

and the photoactive yellow protein (PYP),
5-13

 and the oxyluciferin luminophore located within 

the luciferase enzyme and responsible for light emission from fireflies;
14-16

 the phenolate moiety 

is a common structural motif for all three in their anionic forms.  
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As simple model systems for photoactive biomolecules we have studied o-, m-, and p-

nitrophenolate isolated in vacuo using specialized mass spectroscopy equipment built in 

Aarhus.
17

 The HOMO and the LUMO are delocalized over the whole molecular anion in the 

former and latter cases (Figure 1) while the meta isomer displays CT-like excitation. This 

conclusion was reached from the meta isomer absorbing to the red of ortho (o) and para (p) 

isomers despite a lower electron delocalization (a resonance form where the electron is moved 

from the phenolate oxygen to the nitrogen group is not allowed in the ground state for meta); the 

redshift is 0.77 eV and 0.81 eV compared to ortho and para isomers, respectively. We also 

established that a single water molecule attached to the meta phenolate oxygen blueshifts the 

absorption by 0.22 eV, because upon excitation, the interaction between the water dipole and the 

center of excess charge is weakened as the latter moves from the phenolate towards the nitro 

group, i.e., away from the water.
18

  

Now a compelling problem that remains to be resolved is whether a single water molecule 

attached to either o or p causes a redshift or a blueshift in the absorption. The water localizes the 

negative charge at the phenolate oxygen and thereby diminishes the importance of the Lewis 

resonance structure that assigns the negative charge to the nitro group (Figure 1). Ortho and para 

becomes meta-like so to speak, that is, decoupling is similar to the situation occurring naturally 

in the meta form, and a single water molecule should therefore give a redshift in the absorption, 

by as much as 0.8 eV (difference between bare ortho/para and bare meta). However, the price of 

moving the electron away from the phenolate oxygen and towards the nitro group also has to be 

paid, and based on results for the meta isomer, this electrostatic effect could be as much as 0.2 

eV. Hence we have two opposing effects on the transition energies, and the actual shift from the 

bare ion absorption is expected to be between   –0.8 eV and +0.2 eV.  
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Here we address the effect of a single water molecule based on gas-phase ion spectroscopy of 

complexes between o- and p-nitrophenolate and water and theoretical calculations of excited 

states. 

 

 

Experimental section 

It is difficult to measure the absorption spectrum of ions in vacuo due to a too low ion density 

for traditional light transmission experiments. Instead the occurrence of light absorption is 

monitored from ion dissociation (action spectroscopy). The yield of fragment ions as a function 

of the wavelength of absorbed light is taken to represent the absorption spectrum under the 

assumption that photoexcitation leads to complete dissociation for all excitation energies within 

the time window of the experiment, and that the quantum yield for light emission is independent 

of excitation energy. The former is most easily fulfilled for weakly bound complexes as those 

under study in this work. 

The experimental setup (Figure 2) has been explained in detail elsewhere.
19,20

 Briefly, ions 

were produced by electrospray ionization and subsequently trapped in an octopole for up to 25 

ms by pulsing a lens directly after the octopole. Residual gas collisions cooled the ions to 

approximately room temperature. Water vapor was let into the octopole region to a pressure of 

0.01 mbar to 0.1 mbar to form ion-water complexes. All ions were then accelerated to a kinetic 

energy of 50 keV, and those of interest were selected according to their mass-to-charge ratio by 

an electromagnet. These then travelled along a straight section where they interacted with a 

nanosecond-light pulse from a pulsed laser. Photoexcitation led to dissociation that was 

monitored by a hemispherical electrostatic analyzer (kinetic energy per charge selector). The 
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yield of the selected fragment ion was counted by a channeltron detector. The time window for 

fragmentation is a few microseconds.  

 

<Please inset Figure 2 here> 

 

The results shown in this paper are combined measurements from two different wavelength 

regions. The main laser used is an EKSPLA Q-switched nanosecond pulsed laser, where the third 

harmonic of a Nd:YAG fundamental is used to pump an optical parametric oscillator (OPO). The 

output range of the OPO is 420 nm to 2300 nm. To produce light below 420 nm, we constructed 

a sum-frequency generator (Figure 2). This setup utilizes sum-frequency generation between the 

Nd:YAG IR fundamental (1064 nm) and the visible light from the OPO, both originating from 

the same laser. The linear polarization of the visible light is changed by π/2 from passing through 

a half-wave plate to allow type-I phase matching in a barium borate (BBO) crystal. A Pellin-

Broca prism is used for separation of the IR fundamental, the OPO light, and the sum-frequency 

light. Angle tuning of the BBO and the prism is achieved by two stepper-motor-rotation stages 

controlled by a LabView program. The output range of the sum-frequency generation is 301 nm 

to 425 nm. The output powers of the OPO and the sum-frequency setup are shown in Figure 3. 

 

<Please inset Figure 3 here> 

 

The repetition rate of the ion trap and the laser was 40 Hz and 20 Hz, respectively. Hence after 

each laser shot, we monitored the background dissociation due to residual gas collisions or 

unimolecular decay of metastable ions. This ‘laser-off’ signal is proportional to the ion-beam 
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current, but was too low in these experiments to correct for fluctuations in ion current. Instead 

the experiment was repeated a number of times to average out any such fluctuations. The ‘laser-

off’ signal was subtracted from the ‘laser-on’ signal, and the resultant signal was corrected for 

the number of photons in the laser pulse.  

 

Computational details 

If not indicated otherwise, geometries were optimized with the PBE0 functional and aug-cc-

pVDZ basis set using the turbomole software.
21

 Vertical excitation energies (VEEs) were 

obtained with the CC2 coupled-cluster method
22

, its spin-component-scaled version SCS-CC2, 

the 2nd-order algebraic diagrammatic construction method ADC(2)
23

 (turbomole), SORCI
24

, and 

NEVPT2
25

 (orca,
26

). For the latter two methods, a CASSCF(12,10) reference was used, which 

includes the entire -system. The SORCI calculations start with the CASSCF orbitals and a 

MRDDCI2 step (thresholds Tpre=10
-3

, Tsel=10
-6

) to produce approximate 2-state averaged natural 

orbitals for the final MRDDCI3 calculation. All excited-state calculations were performed with 

the aug-cc-pVDZ basis. The models for bulk solution contained seven explicit water molecules, 

forming H-bonds with the solute, and the COSMO solvation model. The ADC(2)+COSMO 

excitation energies were calculated self-consistently using the cc2cosmo script and including off-

diagonal contributions. Binding energies were calculated with CCSD(T) and the aug-cc-pVTZ 

basis, on SCS-MP2/aug-cc-pVDZ geometries and corrected for BSSE (same level of theory) and 

ZPVE (from PBE0/aug-cc-pVTZ). Vertical detachment energies were calculated with CCSD(T), 

like in ref 17. Geometries and further results are provided in the Supporting Information. 

 

Results and discussion 



8  

Photodissociation of the o·H2O and p·H2O complexes results in only one dominant fragment 

for each complex corresponding to loss of water (fragment ion m/z = 138, see SI). The fragment 

ion yield increased linearly with laser power (see SI), which indicates that dissociation is due to 

one-photon absorption, and therefore that the binding energy of the complex is less than the 

photon energy (>2.5eV). For p·H2O, we calculated binding energies of 0.41 eV (H-bond to 

phenolate) and 0.32 eV (H-bond to nitro group) (Figure 4). At room temperature, we therefore 

expect the first isomer to strongly prevail in the ion beam (assuming that the limiting barrier for 

moving the water from one end to the other is low enough to allow for equilibrium to establish). 

Interestingly, the binding energy is lower than that previmetously calculated for the meta isomer 

(0.64 eV)
8
, which indicates that some of the negative charge in para is still on the nitro group 

(the donor and acceptor orbitals are not fully decoupled). This is in agreement with absorption 

spectra to be discussed later. For o·H2O the water binds to both groups but forms the stronger 

bond to the phenolate (Figure 4). Assuming that there is no barrier for the reverse reaction, the 

excess energy after photoexcitation is more than 2 eV (photon energy minus dissociation 

energy), and it is therefore reasonable to assume that the dissociation of the photoexcited ions 

occurs within the time window of the experiment (a few µs).  

 

<Please inset Figure 4 here> 

 

Action spectra of the complexes are shown in Figure 5. These were obtained as ‘laser on’ 

signal minus ‘laser off’ signal followed by a linear correction for the number of photons at each 

wavelength. The band maximum is at 3.01 eV (412 nm) for o·H2O (Figure 5a) and at 3.00 eV 

(413 nm) for p·H2O (Figure 5b). 
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<Please inset Figure 5 here> 

   

It is evident that the water complexes absorb further to the red than the bare chromophores. 

The redshift for the para isomer [0.13 eV (17 nm)] is greater than that for the ortho isomer [0.10 

eV (13 nm)]. The fact that a redshift is seen can be explained by the lesser degree of coupling 

between the donor and acceptor orbitals in the complexes. Judged by the calculated ground-state 

geometries (Figure 4), it is clear that the overall perturbing effect of the water molecule for the 

ortho isomer must be less than that for the para case as both the donor and acceptor groups are in 

close proximity to the water; this is in accordance with the measured redshifts.  

For o·H2O and p·H2O, we calculated vertical detachment energies of 3.75 eV and 3.83 eV, 

respectively, which is ca. 0.5 eV higher than those reported for the bare anions
7
. Importantly, 

these detachment energies are well above the absorption band maxima by more than 0.7 eV, and 

electron detachment is therefore not expected to be an important channel close to the band 

maxima.  

In aqueous solution, the absorption band maxima of o and p are at 3.00 eV (415 nm, Figure 5a) 

and 3.11 eV (399 nm, Figure 5b), respectively. Interestingly, for p the shift by one single water 

molecule is larger than that after full hydration. Indeed the absorption by the bare ion and p(aq) is 

very similar; full hydration only redshifts the band by 0.03 eV (4 nm). This can easily be 

rationalized: In the fully hydrated ion, there are water molecules both at the phenolate oxygen 

and the nitro group, and the donor and acceptor orbitals are therefore coupled, like they are in the 

bare ion. Interestingly, for the ortho isomer, the shift corresponding to bulk solution can be 

ascribed mainly to the effect from binding a single water molecule.  
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Furthermore, fully hydrated o absorbs to the red of p(aq). A polarization effect can account for 

this: In general, an excited state is more polarizable than a ground state, and movement of 

electron density towards the water dipoles would bring down the excited state energy of o(aq) (the 

dipoles at the phenolate oxygen and the nitrogen group point in similar direction). A movement 

of electron density in the para isomer would be beneficial for some water molecules but not for 

others; the water dipole moments are pointing in different directions at the phenolate oxygen end 

and the nitro group end.  

In order to see if theory can account for the observed hydration effects, we performed a series 

of quantum chemical calculations at various levels of theory. Based on the minimum-energy 

geometries, representing the anions and their microhydrated complexes at the 0-K limit (Figure 

4), we calculated VEEs with the CC2, ADC(2), SORCI, and NEVPT2 methods (summarized in 

Table 1). The first three methods provide excitation energies that maximally differ by 0.25 eV 

compared to experimental values while the deviation is as much as 0.5 eV for NEVPT2. All 

methods consistently predict a small blueshift of both complexes compared to the solute in 

vacuo. Nevertheless, this shift is much smaller than that earlier reported for meta: 0.05 eV for 

ortho, 0.24 eV for meta, and 0.06 eV for para (CC2 method). Hence theory is in accordance with 

a decoupling of donor and acceptor orbitals in ortho and para isomers upon water attachment 

accounting for a smaller shift than seen for the meta isomer. The relative importance between 

decoupling (giving a redshift) and loss of complex binding energy upon photoexcitation 

(electrostatic effect giving a blueshift) is, however, not correctly predicted.  

Krylov and co-workers
12

 earlier reported on the effect of attachment of a single water molecule 

to the isolated chromophore anions of GFP and PYP proteins. They used as model systems 

deprotonated 4-hydroxybenzylidene-2,3-dimethylimidazolinone (HBDI) and deprotonated para-
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coumaric acid (pCA) to represent the chromophores in GFP and PYP, respectively. SOS-

CIS(D)/cc-pVTZ-calculated VEEs for the HBDI anion and EOM-EE-CCSD/6-31+G(d,p) ones 

for the pCA anion revealed a small blueshift of 0.03 eV and 0.06 eV, respectively, due to the 

water (in both cases phenolate form of chromophore). These shifts are similar to what we 

calculate for o and p. 

We also modelled the fully hydrated solute (see Computational Details). Full hydration yields 

a redshift relative to the bare ion, which varies with the quantum chemistry method, but in all 

cases is larger for p than for o (Table 1). As seen experimentally, theory predicts the absorption 

by o(aq) to be to the red of p(aq).   

In order to investigate how the microhydration affects the CT character and energetics of the 

excitation, we consider the individual components of the solvent shift, i.e., (1) the change of the 

solute geometry, (2) the electrostatic interaction energy between the solvent and the polarized 

solute (V
ES

), and (3) the electronic reorganization energy invested to polarize the solute (E
ERO

).  

The geometry of the solute changes upon binding a water molecule due to the localization of the 

excess charge on the H-bond accepting group (Table 2). When the water in p·H2O binds to the 

phenolate oxygen, the C-O and C-N bonds are stretched by 0.012 and 0.009 Å, respectively, 

which indicates that the first of the two resonance structures shown in Figure 1 gains weight. The 

excitation calculated for the bare solute with this displaced geometry shows a slightly increased 

charge transfer, as measured by the difference in dipole moment (last column in Table 2), but the 

expected redshift amounts to merely 0.01 eV. The opposite applies when the water binds to the 

nitro group. The difference in dipole moments is reduced and we obtain a blueshift of 0.03 eV.  

In order to calculate the exact contributions of (2) and (3), we replace the water molecule by a 

set of point charges, as used in the TIP3P water model. This neglects the potential effect of 
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charge transfer between solute and solvent, but allows us to calculate V
ES

 exactly, based on the 

relaxed CC2 ground- and excited-state densities. If the water binds to the phenolate group, V
ES

 

contributes a blueshift of 0.07 eV, whereas E
ERO

 is nearly the same for ground and excited state, 

contributing only -0.01 eV to the solvent shift. With the water binding to the nitro group, we 

obtain -0.03 and -0.01 eV for V
ES

 and E
ERO

, respectively. An alternative decomposition that 

considers the polarization energy (Supporting Information, Table S2) yields the same trend. In 

summary, our calculations confirm a decoupling of donor and acceptor states in the p·H2O 

complex, but the predicted effect on the absorption energy is rather small and overcompensated 

by the electrostatic interaction. The same trends were obtained with CC2 using PBE0 geometries 

(Table S1, Supporting Information). 

 

Conclusions 

In conclusion, we have shown that a single water molecule attached to o- and p-nitrophenolate 

perturbs the electronic structure to produce a redshift in the electronic transition of 0.10 eV and 

0.13 eV, respectively. This redshift is explained by a more CT-like transition in the chromophore 

when a water molecule is attached. Theory does not predict the right direction of the shift but 

does show that the electrostatic interaction between a water molecule and the ion competes with 

decoupling of acceptor and donor states, which is reflected in both bond lengths and enhanced 

CT. This is in contrast to the meta isomer where the addition of a water molecule hardly changes 

the coupling, and the electrostatic effect therefore dominates giving a large blueshift (both 

according to experiment and theory).  

Our results have provided important insights into the effects of single water molecules or 

amino-acid residues (serine or threonine OH groups) on the absorption by biochromophores 
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containing the phenolate moiety. Next step would be to follow the stepwise effect of attachment 

of water molecules to p. The first few water molecules likely bind to the negative charge end 

decoupling donor and acceptor groups and thereby causing gradual redshifts. As water starts to 

bind at the nitro group, the absorption moves back towards the blue as the coupling between the 

donor and acceptor groups are reestablished. Future experiments are planned to test this 

hypothesis but are difficult due to low ion beam currents. 

  

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 



14  

FIGURES   

 

 

Figure 1. Left: The HOMO and LUMO for p-nitrophenolate are linear combinations of orbitals 

located on a phenolate group (denoted donor) and and a nitro group (acceptor) due to strong 

coupling (two important resonance forms). The electronic transition is * where the  and * 

states are fully delocalized. Right: A single water molecule may decouple the two groups such 

that the HOMO becomes more donor-like and the LUMO more acceptor-like, simply because the 

contribution of the resonance form with the electron on the NO2 group, remotely located from 

the water, becomes insignificant. The * transition is now CT-like as electron density moves 

from one end of the molecule to the other. 
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Figure 2. Top: Mass spectrometer setup (see text for details). Middle: The ion source. Water 

vapor is let into the octopole to produce ion-molecule complexes. Bottom: Illustration of the 

home-built sum-frequency generator, where IR and visible light are mixed in a BBO crystal to 

produce UV light. The delay line for the 1064-nm IR beam is for matching in time the visible 

beam from the OPO. A Pellin-Broca prism is used to separate the two pump beams from the 

generated beam. 
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Figure 3. Laser power as a function of output wavelength. (a) Output from sum-frequency 

generation multiplied by a factor of five. (b) Output from the EKSPLA OPO (visible region). 

The pulse energy is the power divided by the laser repetition rate (20 s
-1

). 
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Figure 4. Calculated (PBE0/aug-cc-pVDZ) structures of o·H2O, p·H2O@PheO
-
, and 

p·H2O@NO2. 
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Figure 5. Action spectra of (a) o·H2O and (b) p·H2O. To help guide the eyes, a five point 

average curve (grey) is superimposed on the data. The blue curves are the absorbance spectra 

obtained in alkaline aqueous solution (pH 10) (the pKa of both o-nitrophenol and p-nitrophenol is 

7.2). The thick red vertical lines in the bottom of the spectra marks the CC2-calculated band 

maxima, the full lines are for the water complexes, and the broken lines are for the bare 

chromophores. The band maxima for the bare chromophores are marked by the broken vertical 

lines that span the whole height of the figures. 
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Table 1. Summary of experimental band maxima and calculated vertical excitation energies (in 

eV). 

 Experimental 

λmax 

CC2 ADC(2) SORCI NEVPT2 

o 3.11 3.15 3.02 3.00 3.24 

o·H2O 3.01 3.20 3.06 3.05 3.29 

o(aq) 3.00  2.76 2.96 3.16 

P 3.16 3.27 3.10 3.11 3.38 

p·H2O 3.00 3.33 3.16 3.23 3.50 

p(aq) 3.11  2.77 2.98 3.25 

 

Table 2. Calculated bond lengths (Å) and SCS-CC2/aug-cc-pVDZ vertical excitation energies 

(eV). Difference in dipole moments between excited and ground states, |µ10| (D), are given in 

parentheses. Geometries were optimized with SCS-MP2/aug-cc-pVDZ. Right column: bare 

solute with the same geometry as in the complex. 

 C-O C-N Complex H2O 

removed 

o 1.265 1.451 3.09 

(3.9) 

 

o·H2O 1.271 1.452 3.13 

(4.1) 

3.09 

(3.9) 

p 1.268 1.425 3.18 

(4.8) 

 

p·H2O@Phe 1.280 1.434 3.24 

(6.1) 

3.17 

(5.2) 

p·H2O@NO2 1.264 1.411 3.13 

(3.0) 

3.21 

(4.0) 
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Here we address whether a single water molecule causes the absorption by o- and p-

nitrophenolate to redshift or blueshift. 

 



Supporting Information 

Effect of a Single Water Molecule on the Electronic 

Absorption by o- and p-Nitrophenolate: A Shift to the 

Red or to the Blue? 

Jørgen Houmøller,
a
 Marius Wanko,

b
 Angel Rubio,

b,c,
* and Steen Brøndsted Nielsen

a,
* 

a
 Department of Physics and Astronomy, Aarhus University, DK-8000 Aarhus C, Denmark. 

b
 Nano-Bio 

Spectroscopy Group and ETSF,  Dpto. Fisica de Materiales, Universidad del País Vasco, CFM CSIC-

UPV/EHU-MPC & DIPC, 20018 San Sebastián, Spain. 
c
 Max Planck Institute for the Structure and 

Dynamics of Matter and Center for Free-Electron Laser Science, Luruper Chaussee 149, 22761 

Hamburg, Germany. 

 

 

 



 

Photodissociation mass spectra of (a) o·H2O and (b) p·H2O, obtained at 415 nm and 375 nm, 

respectively, reveal that the loss of the water molecule is the dominant fragmentation channel resulting 

in the bare ion at m/z = 138. 

 



 

Yield of bare ion from (a) o·H2O and (b) p·H2O versus relative laser power (1 is maximum). The 

photofragment ion yield as a function of laser power can be described by a power-law behavior with 

powers of 1.01±0.08 and 0.99±0.17 for the o·H2O and p·H2O complexes, respectively which indicates 

that fragmentation is a one-photon process. Both plots were obtained at a laser wavelength of 415 nm. 

 

 

 

 

 

 

 

 

 

 

 



 

 

Table S1. Calculated bond lengths (Å) and CC2/aug-cc-pVDZ vertical excitation energies (in eV). Geometries 

were optimized with PBE0/aug-cc-pVDZ. Difference dipole moments |µ10| (D) are given in parentheses. Right column: 

bare solute with the same geometry as in the complex. 

 C-O C-N complex H2O removed 

o 1.246 1.428 3.15 (2.8)  

o·H2O 1.252 1.428 3.20 (3.1) 3.16 (2.7) 

p 1.253 1.407 3.27 (4.7)  

p·H2O@Phe 1.265 1.414 3.33 (5.9) 3.26 (5.1) 

p·H2O@NO2 1.250 1.395 3.23 (3.3) 3.30 (4.1) 

 

Table S2. Decomposition of the solvent shift (eV) of p·H2O using SCS-CC2/aug-cc-pVDZ for the solute and a TIP3P 

point charge model for the water molecule. 

 E(vac) VES(vac) Epol total E 

p·H2O@Phe 3.17  0.06 0.01 3.23 

p·H2O@NO2 3.21 -0.06 0.01 3.16 

 

Upon solvation, the energy is affected by (1) distortion of the solute geometry (see main article), (2) the 

electrostatic interaction energy between the solvent and the polarized solute electron density (V
ES

), and 

(3) the electronic reorganization energy invested to polarize the solute (E
ERO

).  V
ES

 can be further 

divided into the interaction energy of the solute with the unpolarized solute (V
ES(vac)

) and the change of 

the interaction energy due to solute polarization (V
ES(pol)

). The sum of V
ES(pol)

 and E
ERO

 is the energy 

gained by polarizing the solute (E
pol

). This leads to two alternative compositions of the solute excitation 

energy, the one used in the main article 

E=E(vac)+VES+EERO
 

and the one used in Table S2: 

E=E(vac)+VES(vac)+Epol
  



Optimized geometries 

 

14 

ortho-nitrophenolate, PBE0/aug-cc-pVDZ 

C    -0.0266105    0.4537054    1.4445053  

C    -0.0328937    1.8292947    1.5351467  

C    -0.0187766    2.5831825    0.3350500  

C     0.0010574    1.9625212   -0.8864319  

C     0.0093603    0.5133655   -1.0679158  

C    -0.0068713   -0.2137841    0.2040101  

H    -0.0372040   -0.1670095    2.3389446  

H    -0.0487614    2.3219550    2.5079978  

N    -0.0033604   -1.6405482    0.2573190  

O    -0.0126404   -2.1956325    1.3721039  

O     0.0082462   -2.2882240   -0.7844716  

H    -0.0237434    3.6766698    0.3852891  

H     0.0120580    2.5404757   -1.8130657  

O     0.0289463    0.0241701   -2.2135924  

 

14 

ortho-nitrophenolate, SCS-MP2/aug-cc-pVDZ 

C    -0.0847372    0.4764476    1.4557968  

C    -0.1102916    1.8715238    1.5206445  

C    -0.0427415    2.6040720    0.2993184  

C     0.0471277    1.9488439   -0.9241487  

C     0.0776924    0.4897139   -1.0772236  



C    -0.0242870   -0.2001539    0.2132196  

H    -0.1311941   -0.1289645    2.3658355  

H    -0.1862722    2.3830616    2.4857895  

N    -0.0261653   -1.6497270    0.2751929  

O     0.4183034   -2.2056125    1.3091803  

O    -0.4792619   -2.2941554   -0.6867630  

H    -0.0627635    3.7023479    0.3205196  

H     0.1087044    2.5203659   -1.8586201  

O     0.2153852   -0.0513123   -2.2121464  

 

14 

para-nitrophenolate, PBE0/aug-cc-pVDZ 

C    -0.0670904   -1.2197800    0.0000000  

C    -1.4391590   -1.2234005    0.0000000  

C    -2.2240370   -0.0000002    0.0000000  

C    -1.4391592    1.2234003    0.0000000  

C    -0.0670906    1.2197799    0.0000000  

C     0.6460056    0.0000000    0.0000000  

H     0.5017214   -2.1492663    0.0000000  

H    -1.9929440   -2.1645776    0.0000000  

H    -1.9929446    2.1645771    0.0000000  

H     0.5017210    2.1492664    0.0000000  

O    -3.4770935   -0.0000005    0.0000000  

N     2.0530378    0.0000002    0.0000000  

O     2.6586183   -1.0839508    0.0000000  

O     2.6586182    1.0839512    0.0000000  



 

14 

para-nitrophenolate, SCS-MP2/aug-cc-pVDZ 

C    -1.2294566    0.0000000   -0.0641844  

C    -1.2300715    0.0000000   -1.4540786  

C     0.0000000    0.0000000   -2.2461734  

C     1.2300715    0.0000000   -1.4540786  

C     1.2294566    0.0000000   -0.0641844  

C     0.0000000    0.0000000    0.6514813  

H    -2.1675579    0.0000000    0.4977697  

H    -2.1783141    0.0000000   -2.0048111  

H     2.1783141    0.0000000   -2.0048111  

H     2.1675579    0.0000000    0.4977697  

O     0.0000000    0.0000000   -3.5146254  

N     0.0000000    0.0000000    2.0762336  

O    -1.0973437    0.0000000    2.6893730  

O     1.0973437    0.0000000    2.6893730  

 

17 

ortho-nitrophenolate.1H2O, PBE0/aug-cc-pVDZ 

C     2.5485893   -1.1674448   -0.1849315  

C     1.7321713   -2.3136582   -0.0288498  

C     0.3743933   -2.1964878    0.1170394  

C    -0.3343427   -0.9267224    0.1251531  

C     0.5513590    0.2207857   -0.0369834  

C     1.9450201    0.0705885   -0.1864836  



H     3.6288548   -1.2589302   -0.3003545  

H     2.1907102   -3.3069815   -0.0242236  

O    -1.5792857   -0.9194194    0.2607995  

H    -0.2582320   -3.0776086    0.2374401  

O    -3.8612160    0.6305875    0.4184214  

H    -3.0432353    0.0910109    0.3598341  

H    -3.4962328    1.5168829    0.3492784  

N     0.0619805    1.5626050   -0.0549362  

O     0.8693527    2.4899780   -0.2203421  

O    -1.1387177    1.7725294    0.0938865  

H     2.5296970    0.9811831   -0.3028238  

 

17 

ortho-nitrophenolate.1H2O, SCS-MP2/aug-cc-pVDZ 

C     2.5669729   -1.1553982   -0.1403647  

C     1.7668665   -2.3283779   -0.0248802  

C     0.3815849   -2.2415250    0.0656221  

C    -0.3609276   -0.9829458    0.0500167  

C     0.5125245    0.1773466   -0.0999497  

C     1.9250015    0.0836766   -0.1627953  

H     3.6572111   -1.2183586   -0.2164504  

H     2.2456914   -3.3163361   -0.0068196  

O    -1.6239161   -0.9757567    0.1939987  

H    -0.2293284   -3.1463883    0.1655274  

O    -3.7249159    0.8025423    0.7178612  

H    -2.9963660    0.1679551    0.5339382  



H    -3.3426645    1.6186443    0.3698582  

N    -0.0381934    1.5189097   -0.1667405  

O     0.6649856    2.4758055    0.2285576  

O    -1.1802485    1.6771599   -0.6353308  

H     2.4965879    1.0119447   -0.2501247  

 

17 

para-nitrophenolate.1H2O, PBE0/aug-cc-pVDZ 

C    -1.0851761   -0.8525977    0.0000000  

C    -0.8258161    0.4969605    0.0000000  

C     0.5215592    1.0177363    0.0000000  

C     1.5721046    0.0272242    0.0000000  

C     1.3071369   -1.3209791    0.0000000  

C    -0.0247455   -1.7815996    0.0000000  

H    -2.1058031   -1.2328339    0.0000000  

H    -1.6438570    1.2191673    0.0000000  

H     2.6001905    0.3929170    0.0000000  

H     2.1092019   -2.0578262    0.0000000  

O     0.7766354    2.2571069    0.0000000  

N    -0.2949576   -3.1697530    0.0000000  

O    -1.4720066   -3.5527185    0.0000000  

O     0.6534738   -3.9662058    0.0000000  

O    -1.1004866    4.1619489    0.0000000  

H    -0.5463561    4.9453453    0.0000000  

H    -0.4410976    3.4161073    0.0000000  

 



17 

para-nitrophenolate.1H2O, SCS-MP2/aug-cc-pVDZ 

C    -1.0833465   -0.8471166    0.0000000  

C    -0.8033627    0.5169380    0.0000000  

C     0.5565759    1.0313235    0.0000000  

C     1.6011185    0.0213523    0.0000000  

C     1.3224028   -1.3428558    0.0000000  

C    -0.0235320   -1.7908214    0.0000000  

H    -2.1154414   -1.2073201    0.0000000  

H    -1.6223228    1.2452204    0.0000000  

H     2.6393063    0.3723466    0.0000000  

H     2.1287679   -2.0809746    0.0000000  

O     0.8231411    2.2837344    0.0000000  

N    -0.3115447   -3.1955526    0.0000000  

O    -1.5068201   -3.5708361    0.0000000  

O     0.6400525   -4.0110011    0.0000000  

O    -1.1543842    4.1618730    0.0000000  

H    -0.6252454    4.9679851    0.0000000  

H    -0.4653653    3.4457050    0.0000000  

 

17 

para-nitrophenolate.1H2O@NO2, PBE0/aug-cc-pVDZ 

C    -1.0495156    0.9936919    0.0000000  

C    -0.7468349    2.3289104    0.0000000  

C     0.6239326    2.8187010    0.0000000  

C     1.6447661    1.7811550    0.0000000  



C     1.3361719    0.4472005    0.0000000  

C    -0.0158476    0.0259423    0.0000000  

H    -2.0815458    0.6451022    0.0000000  

H    -1.5380222    3.0809302    0.0000000  

H     2.6846605    2.1126957    0.0000000  

H     2.1130894   -0.3161529    0.0000000  

O     0.9027296    4.0370175    0.0000000  

N    -0.3298388   -1.3332111    0.0000000  

O    -1.5207814   -1.6919512    0.0000000  

O     0.5974476   -2.1732551    0.0000000  

O    -0.8109575   -4.6650792    0.0000000  

H    -0.1751113   -3.9262862    0.0000000  

H    -1.6343427   -4.1654110    0.0000000  

 

17 

para-nitrophenolate.1H2O@NO2, SCS-MP2/aug-cc-pVDZ 

C    -1.0553431    1.0057994    0.0000000  

C    -0.7482788    2.3577744    0.0000000  

C     0.6308414    2.8542254    0.0000000  

C     1.6586162    1.8092604    0.0000000  

C     1.3499690    0.4575960    0.0000000  

C    -0.0118878    0.0334635    0.0000000  

H    -2.0938440    0.6638429    0.0000000  

H    -1.5479920    3.1074568    0.0000000  

H     2.7041492    2.1384917    0.0000000  

H     2.1375984   -0.3005571    0.0000000  



O     0.9116335    4.0871138    0.0000000  

N    -0.3272083   -1.3415437    0.0000000  

O    -1.5341852   -1.7069132    0.0000000  

O     0.6117868   -2.1917768    0.0000000  

O    -0.8269753   -4.7383055    0.0000000  

H    -0.1994287   -3.9902071    0.0000000  

H    -1.6594513   -4.2457208    0.0000000  

 

35 

ortho-nitrophenolate.7(H2O), PBE0+COSMO/aug-cc-pVDZ 

C    -1.3673061   -4.6761244   -1.6855853  

C    -1.9503045   -4.0235872   -2.7917264  

C    -1.8631894   -2.6554156   -2.9374536  

C    -1.1993307   -1.8175373   -1.9892634  

C    -0.6296248   -2.5176744   -0.8708795  

C    -0.7050660   -3.9196341   -0.7445142  

H    -1.4430399   -5.7566838   -1.5718073  

H    -2.4781591   -4.6090427   -3.5467014  

O    -1.1129764   -0.5476082   -2.1992528  

H    -2.3086250   -2.1648705   -3.8034862  

O     0.7362250    2.7872079   -0.8590378  

H     1.2237436    2.2993275   -0.1629930  

H    -0.1894567    2.4856758   -0.7618894  

N     0.0682714   -1.8277272    0.1632907  

O     0.8303008   -2.4574612    0.8970353  

O    -0.1139185   -0.6143237    0.3083315  



H    -0.2455394   -4.3833337    0.1260960  

O     1.2771199    0.7730086   -2.7202962  

H     0.4888929    0.2207201   -2.5362001  

H     1.1179464    1.5726785   -2.1742618  

O     3.4793461    0.0709731   -1.3054726  

H     2.6977537    0.1978574   -1.8954575  

H     3.6787907   -0.8708741   -1.3336623  

O    -1.7818556    1.5795973   -0.7202488  

H    -2.5231935    1.9440302   -1.2154281  

H    -1.5499893    0.7259330   -1.1664024  

O     2.1196492    1.0670530    0.8916762  

H     2.7063643    0.6880202    0.2020975  

H     1.3869933    0.4289284    0.9268396  

O    -2.1965468    0.5398154   -4.4491433  

H    -1.8207840    1.4250294   -4.4922892  

H    -1.7974565    0.1322713   -3.6457660  

O    -2.1159508    1.0231836    1.9812746  

H    -2.0392212    1.2376757    1.0295194  

H    -1.4766474    0.3120960    2.1002968  

 

35 

para-nitrophenolate.7(H2O), PBE0+COSMO/aug-cc-pVDZ 

C    -0.2913635   -1.0860157    1.5765809  

C     1.0049166   -1.1520362    1.1266611  

C     1.4956579   -0.2445214    0.1328731  

C     0.5819444    0.7357534   -0.3729045  



C    -0.7149142    0.8037073    0.0749550  

C    -1.1621446   -0.1074524    1.0539582  

H    -0.6559062   -1.7807299    2.3307750  

H     1.6852316   -1.9056333    1.5233957  

H     0.9402063    1.4364468   -1.1274813  

H    -1.4007294    1.5535899   -0.3144776  

O     2.7099061   -0.3068664   -0.2898537  

N    -2.4845661   -0.0388754    1.5148359  

O    -2.8659194   -0.8243536    2.3994863  

O    -3.2569488    0.8065458    1.0287703  

O     4.1517145    2.0386695   -0.3434770  

H     4.7596392    1.9691181    0.4000614  

H     3.6320459    1.2074931   -0.3177116  

O    -5.7128768   -1.4044844    2.0111173  

H    -4.7632502   -1.4356869    2.2120688  

H    -5.9544983   -0.5126686    2.3188815  

O     4.3719964   -2.2120764    0.7173338  

H     3.7793332   -1.5183342    0.3453558  

H     5.2122317   -2.0900424    0.2636967  

O     3.0761914   -0.5887167   -3.0056530  

H     2.9326730   -0.4302019   -2.0489054  

H     2.9493962    0.2711055   -3.4199738  

O    -5.4652736    1.3020391    2.7424773  

H    -5.9649389    2.1131464    2.5985111  

H    -4.7473696    1.3109226    2.0830348  

O    -3.8476826    0.6084374    4.9546209  



H    -4.4857437    0.9440351    4.2988265  

H    -3.3109293   -0.0056947    4.4380620  

O    -5.4103995   -0.8369925   -0.7186268  

H    -4.7310134   -0.1547879   -0.6676474  

H    -5.5641111   -1.0784832    0.2175309  


