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The observed superthermal evaporation rate of water from porous
hydrogels has been attributed to different reasons, such as the
formation of intermediate water state with reduced latent heat,
and the emission of water clusters cleaved off by photons. However,
it remains unclear how the electromagnetic field interacts with the
liquid—vapor interface and enhances evaporation at the molecular
level. Here, we employed non-equilibrium molecular dynamics simu-
lations to investigate interfacial evaporation from pure water and
polyvinyl alcohol hydrogels. Our results show that the evaporation
rate remains consistent for a given interfacial heat input, regardless
of hydrogel presence, suggesting that forming different water states
alone does not enhance evaporation. When an alternating electric
field is applied, we observed enhanced evaporation due to the
cleavage of water molecules and clusters formed in the interface
region, particularly when water was confined within hydrogels.

Introduction

Water scarcity remains a critical global challenge, requiring cost-
effective and efficient solutions. Traditional water purification
methods, such as distillation and reverse osmosis, are energy-
intensive," while membrane distillation, though capable of using
low-grade waste heat, has low energy efficiency.> Renewable solar
energy offers a sustainable alternative to fossil fuels, addressing
the high energy demands of water purification.> Among these
approaches, interfacial solar evaporation has gained significant
attention for its high evaporation rate. By localizing heat at the
liquid-vapor interface, this technique minimizes heat loss to
bulk water, enhancing overall performance and making it a
promising solution for clean water production.*
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New concepts

The observed superthermal evaporation rate of water from porous hydro-
gels has been attributed to different reasons in the literature, such as the
formation of intermediate water state with reduced latent heat, and the
emission of water clusters cleaved off by photons. However, it remains
unclear how the electromagnetic field interacts with the liquid-vapor
interface and enhances evaporation at the molecular level. Our results
show that the evaporation rate remains consistent for a given interfacial
heat input, regardless of hydrogel presence, suggesting that forming
different water states alone does not enhance evaporation. When an
alternating electric field is applied, we observed enhanced evaporation
due to the cleavage of water molecules and clusters formed in the
interface region, particularly when water was confined within hydrogels.
We show, for the first time, the complex dynamics of water clusters
during the interfacial solar evaporation, which has not been previously
reported in the literature. For example, even with electric fields, large
clusters in the interface region are difficult to evaporate directly, but they
can break into single molecules and small clusters and evaporate.
Materials and conditions can be further modified to achieve even higher
evaporation rates and develop advanced water evaporation systems.

Various interfacial materials have been developed to enhance
interfacial solar evaporation, including plasmonic particles,
metal-organic frameworks, and hydrogels, just to name a few.’
Hydrogels combined with solar absorbers have garnered signifi-
cant attention due to their hydrophilic structure, which facil-
itates water hydration, retention, and continuous water supply at
the evaporation interface. Surprisingly, the water evaporation
rate from polyvinyl alcohol (PVA)-polypyrrole hydrogels is mea-
sured to be even higher than the thermal evaporation limit
assuming all solar radiation is utilized for vaporizing water.®
Subsequent research engineering the hydrophilicity and micro-
structures of hydrogel has achieved even higher evaporation
rates up to ~6.3 times of the thermal evaporation limit.”**

The origins of the superthermal evaporation rate, however,
remain unclear. One early hypothesis suggests that hydrogels
enhance evaporation by reducing the latent heat of water.
When confined in hydrogel pores, water might evaporate as
small clusters, requiring fewer hydrogen bonds to break, thus
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lowering vaporization enthalpy.® A later theory attributed this
latent heat reduction to the formation of distinct water states
in hydrogels.” When water molecules are confined in the
hydrogel, the network of hydrogen bonds is modified by the
interaction between water and polymer. Three water states have
been identified for water confined in hydrogels: bound water
(non-freezing, bonded strongly to hydrogel polar functional
groups), intermediate water (linked to both the polymer net-
work and water molecules), and free water (similar to bulk
water, forming strong bonds with other water molecules).
Intermediate water was posited to be a state with a higher
enthalpy than bulk water, requiring less energy for vaporiza-
tion. Another possible mechanism of the reduced latent heat is
the extra osmotic pressure when water is confined inside the
hydrogel. The osmotic pressure in hydrogels is contributed not
only by the ions in the solution, but also from polymer tension
caused by configurational changes and network deformations.
The elevated osmotic pressure drives water into the hydrogel,
leading to swelling and an increase in the enthalpy of confined
water states, thereby reducing the energy required to vaporize
liquid water, i.e., the latent heat. However, theoretical analysis
showed that the latent heat reduction due to this extra osmotic
pressure is far below the required levels to explain the experi-
mentally observed enhanced evaporation rates."”

The concept of lower latent heat of water confined in the
hydrogel is in fact questionable. A recent study by Caratenuto
and Zheng showed that enhanced evaporation rate of water
confined in hydrogel and other porous materials is due to
greater energy input and not due to reduced vaporization
enthalpy of water."® The enlarged liquid-vapor surface area in
these materials primarily due to porosity leads to higher eva-
porative cooling effect and greater temperature difference with
the environment. This results in extra heat absorption from the
environment, and if the energy balance is carefully analyzed, the
latent heat of water remains unchanged. Zhang’s work also
suggested that latent heat should not be directly calculated from
the evaporation rate due to (a) the effects of natural convection
flow field, water filling level, and area of evaporation surface etc.
on the evaporation rate and (b) the complicated energy input
into the system, such as heat absorbed from the environment.™*

Recently, Chen’s group discovered the photomolecular effect
at liquid-vapor interfaces where incident photons can cleave
off water clusters from the liquid phase."”™"” While water itself
is almost transparent to visible light, the liquid-vapor interface
is found to strongly interact with photons. Tailoring the surface
topology in hydrogel leads to the formation of nano-micro
pores and results in many liquid-vapor interfaces.'®'® When
a hydrogel with negligible visible light absorption is partially
wetted, it becomes absorptive in the visible spectra due to these
interfaces. Even for a simple interface between bulk water and
air without hydrogel, shifts in Raman spectra were observed
when the interface was illuminated under light, suggesting the
emission of water clusters from the surface. The evaporation
rate is enhanced beyond the thermal evaporation limit when
illuminated by light, even when the hydrogel contains no
absorbers in the visible spectra.
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Despite these exciting advances, there has been no molecular-
level understanding of how light, water states, and hydrogel
interact and contribute to evaporation exceeding the thermal
limit. In this work, we have performed molecular dynamics (MD)
simulations to unveil the microscopic dynamics of evaporation
from liquid-vapor interface with and without hydrogel, using
purely thermal energy and alternating electric fields mimicking
electromagnetic radiation. Our major findings are: (1) in a “dark
environment” with thermal energy input alone, the evaporation
rate from hydrogel is the same as that from pure water given a
fixed interfacial heat input; (2) the interaction energy of inter-
mediate water is only up to ~12% different from that of pure
water, suggesting water states would not affect vaporization
enthalpy significantly; (3) evaporation rate shows significant
enhancement when an alternating electric field mimicking
electromagnetic radiation is applied for both pure water and
water in hydrogel. The hydrogel can facilitate the formation of
water clusters at the interface, but these clusters are found
difficult to break using heat alone. It was under alternating
electric fields that these clusters can be cleaved off from the
interface and contribute to evaporation, as illustrated in Fig. 1.

Solar
Radiation

Fig. 1 Illustration of evaporation of water confined in the hydrogel in a dark
environment (left) and under solar radiation (right). The zoomed-in section
represents the bound (orange), intermediate (brown), and free (blue and
white) water states formed in the hydrogel. The disruption of water hydrogen
bond network due to hydrogel's structure results in the formation of more
water clusters in the interface region irrespective of the energy source. Solar
radiation assists in cleaving single water molecules and clusters from the
interface region, resulting in an enhanced evaporation rate.
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Material & methods

Atomic structures

The PVA hydrogel structure was modeled with eight crosslinked
chains, each consisting of 18 repeat units. Adjacent polymer
chains were crosslinked with covalent bonds between carbons
connected to the functional groups, which is the structure formed
by the radiation crosslinking process.>*?! An initial amorphous
configuration of crosslinked PVA chains was generated to form a
three-dimensional hydrogel network. Water molecules were intro-
duced with an initial density of ~1 g cm™> and positioned on the
bottom substrate. There was no water initially on the top substrate
and the water molecules evaporating from the bottom substrate
eventually condensed on the top substrate. Air was modeled as N,
molecules for simplicity and initially placed in the vacuum region,
approximating the density of air at 298 K. The bottom and top
substrates were represented as copper with a face-centered cubic
(FCC) lattice structure, using a lattice constant of 3.61 A.?* Each
substrate comprised seven atomic layers: a fixed base layer and six
temperature-controlled layers, with a total thickness exceeding the
cutoff distance.

Simulation details

MD simulations were performed using the open-source soft-
ware package LAMMPS,**** with periodic boundary conditions
applied in all three dimensions. The simulation domain mea-
sured 50 x 170 x 50 A® with an additional 10 A vacuum layer on
both sides in the y-direction (Fig. 2(a)). In MD simulations, it is
recommended to use forcefields compatible with different
materials used in the simulation to avoid inconsistencies such
that same Lennard-Jones (LJ) potential and mixing rules can be
used.”® Therefore, polymer consistent force field (PCFF) was
employed for the PVA hydrogel and water.”*" This forcefield
has been previously validated for hydrogel-water systems.*>">*
Moreover, PCFF water model, which is a flexible water model,
enables the simulation of vibrational, translational, and rota-
tional modes. The PCFF has also been used for modeling water
confined in polymers, showing reasonable predictive power in
evaporation thermodynamics and transport properties.*>™®
The atomic partial charges were assigned by the forcefield.
Additionally, force field parameters compatible with PCFF were
used to model N, molecules and copper substrates.>**° A 10 A
cutoff distance was applied for L] and Coulombic interactions,
while long-range Coulombic interactions were calculated using
the particle-particle particle-mesh (PPPM) method with an
accuracy of 1 x 10~°. A timestep of 0.25 fs was used to account
for the presence of light hydrogen atoms.*® Non-bonded 1] and
Coulombic interactions between atoms that were permanently
bonded (either directly or via one intermediate bond) were
excluded using the special_bonds command with weighting
factors of 0, 0, and 1.>”*® Neighbor lists were built using the bin
style with a 2 A skin distance and updated every timestep as
needed. Initial velocities were assigned to all atoms (excluding
the fixed substrate layers) corresponding to a temperature of
298 K using a Gaussian distribution while ensuring zero linear
and angular momentum. Three independent simulation runs
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were performed to determine the statistical uncertainty. The
results represented as the average of three simulations such as
number of water molecules evaporated can be in decimal form
instead of integers.

The simulations consist of three stages: (1) equilibration
(1.5 ns): all materials (except for the fixed substrate layers) were
equilibrated at 298 K using separate Nose-Hoover thermostats;
(2) preparation (1 ns): the substrates (except for the fixed
substrate layers) were maintained at 298 K using separate
Nose-Hoover thermostats, while the thermal source (hydrogel
or dynamic water layer) was heated to the target temperature.
Water and N, molecules were simulated in the NVE ensemble,
with only their velocities and positions updated; (3) production
(2 ns): conditions were identical to the preparation stage, except
the thermal source was maintained at the desired temperature
using a Nose-Hoover thermostat, and an electric field was
applied in the y-direction to water in the liquid and interface
regions if required. A damping parameter of 25 fs was used for
all Nose-Hoover thermostats.

Water molecules were defined as evaporated if the oxygen
atom was located within the specified region (100 A < Yo, <
170 A). The number of water molecules evaporated during the
production run was calculated by subtracting the number of
evaporated molecules observed during the equilibration and
preparation stages. The LJ interaction parameter ¢ between
water oxygen and bottom substrate was reduced to minimize
the impact of bottom substrate on water. Moreover, the number
of water molecules in the simulation domain was varied in
simulations under thermal energy input only and with the
presence of hydrogel to confirm no size dependence (see details
in ESIY).

Density profile and radial distribution function

To determine the density profile, 3 A-wide chunks were defined
along the y-direction (defined in Fig. 2(a)). The mass density of
water within each chunk was calculated directly in LAMMPS,
with values averaged every 100 ps using data sampled at 10 fs
intervals. The reported density for each chunk represents the
average of all outputted density values during the simulation
production run.

The number of water molecules in each state was deter-
mined using the water density profile and the radial distribu-
tion function (RDF) between hydrogel oxygen atoms (central
atoms) and water oxygen atoms (distribution atoms). Details of
the water state calculations are provided in the ESI.{ The RDF
was computed up to the cutoff distance, divided into 1000 bins,
and averaged every 100 ps using data collected at 10 fs intervals.
The averaged RDF values from the production run were then
used for further post-processing.

Results & discussion
Water evaporation under thermal energy

We first investigate the effect of hydrogel on water evaporation
rates under thermal energy input alone, representing a ‘“‘dark

This journal is © The Royal Society of Chemistry 2025
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Fig. 2 Water evaporation due to thermal energy input only. (a) MD snapshot showing the simulation domain with dimensions, containing substrates,
water, PVA hydrogel and air represented as N, molecules. Visualization is performed in perspective display mode using the Visual Molecular Dynamics
(VMD) package.** (b) Water density profile along y-direction for both cases, i.e., with and without hydrogel. This plot shows the results for only one
simulation run. (c) The number of evaporated water molecules, Ny g, for both with and without hydrogel cases (left panel). The heat input to the thermal
source, i.e., hydrogel or dynamic water layer by the thermostat (right panel). Negative values mean the energy added to the system, i.e., the thermal
source. (d) Average interaction energy of water molecules in bound, intermediate and free water states for three different cases with different numbers of
water molecules in the simulation domain. (e) Tracking of evaporated water molecules to define them as bound, intermediate, or free water state before
evaporating for three different cases with different numbers of water molecules in the simulation domain. The results in (c)—(e) represent average values
of three independent simulations. The shaded areas in (c) and error bars in (d)-(e) represent error calculated via sample standard deviation.

environment”. Our simulation setup (Fig. 2(a)) included solid as bi-atomic nitrogen gas (for simplicity). The top substrate also
substrates as boundaries, with water molecules (initial density acts as the condensing surface. We have conducted MD simula-
~1 g cm~?) placed on the bottom substrate and air represented ~ tions of thermal water evaporation both with and without
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hydrogel. For the case with hydrogel, PVA hydrogel was equili-
brated atop the water, absorbing water at the interface due to
strong water-polymer interactions. Thermal energy was applied
only to the hydrogel (maintaining the temperature at 400 K),
analogous to solar-heated hydrogels with absorbers in experi-
ments. For the pure water case, a dynamic water layer near the
interface was heated and maintained at 380 K, with the rest of
the system heated indirectly. The total number of water mole-
cules was consistent across simulations.

Fig. 2(b) shows the density profile plots for with and without
hydrogel cases during the production run. The liquid-vapor
interface region thickness was determined using the following
density limits, p, + 0.01p¢ < p(y) < 0.95p¢, where py, pg, and p(y)
represent the densities of vapor, liquid, and the local density at a
distance y away from the bottom surface, respectively.’’ The
thickness of the liquid-vapor interface region in the without
hydrogel case is 9 A which is close to the thickness reported
previously.”>** In the presence of hydrogel, the thickness of the
liquid-vapor interfacial region doubled due to the disruption
effects by the hydrogel on water structure. When equal thermal
energy was input, evaporation rates (number of water molecules
evaporated per unit time) were similar for both cases (Fig. 2(c)).

Some experimental studies attribute evaporation enhance-
ment to the weaker bonding of “intermediate water”.”' To
investigate this, we simulated three cases with varying numbers
of water molecules (case-A: 1280; case-B: 1792; case-C: 2560) with
an identical hydrogel. Water states analysis (see details in ESIt)
reveal that bound and intermediate water molecule counts
remain consistent across cases, while free/bulk water (hereafter
as free water) molecules increase with the increasing amount of
water molecules. We further analyzed the average interaction
energy of water molecules in different states with their surround-
ing hydrogel chains, substrates, and other water molecules. The
interaction energy is calculated as the average potential energy
between a water molecule and its neighbors. Fig. 2(d) shows that
bound water molecules have the highest interaction energy due
to their strong bonding with hydrophilic polymers, making them
the hardest to evaporate. Interestingly, the interaction energies
of intermediate water and free water are almost the same with
interaction energy of the intermediate water being slightly lower.
We have tracked the trajectory of evaporated water molecules
and identified their water states before evaporation (Fig. 2(e))
(see details in ESIt), and found that the bound water is the most
difficult to evaporate. Only for the case A with smallest number
of water molecules, the evaporation of intermediate water can
surpass the free water evaporation. However, the free water
makes the dominant contribution to the evaporation in cases
B and C potentially due to the dynamics of the process and small
energy difference between intermediate and free water states.
Our MD simulation of “dark evaporation” suggest that meditat-
ing water states in hydrogel cannot explain the experimental
observation of enhanced dark evaporation rate.”**

Impact of electric field on water evaporation

Recent experiments discovered an unexpected interaction
between light, i.e., electromagnetic waves, with the liquid-vapor
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interfaces of water.'>*®

The incident photons can cleave off
water clusters from the liquid phase, resulting in an “emission”
of vapor flux surpassing the thermal limit. This phenomenon is
coined as the photomolecular effect, analogous of the photo-
electric effect where electrons are emitted from metal surfaces
under photon incidence.

As a polar liquid, water mainly interacts with the electric
field oscillations of light. To provide insights into how water
molecules interact with electromagnetic waves, we applied an
alternating electric field on water in the y-direction (shown in
Fig. 2(a)) alongside thermal energy input. The thermal energy
provided by either the hydrogel or a dynamic water layer
(interfacial heat input) was expected to maintain evaporation
rates similar to dark experiments, while the electric field
introduced additional effects to alter the rate. As illustrated in
Fig. 3(a), the alternating electric field induces vibration, trans-
lation, and rotation in water molecules and clusters, facilitating
their evaporation into the vapor phase. The vibrational modes
in water will occur due to flexible bonds and angle in PCFF
water model. As shown in Fig. 3(b), applying an alternating
electric field increases the evaporation rate from both pure
water and hydrogel, but the enhancement in evaporation rate is
significantly higher for the case with hydrogels.

Fig. 3(c) shows the amount of heat input by the thermostat
along with the applied alternating field to keep the reservoir at the
fixed temperature. As the strength of the alternating electric field
increases, the thermal energy input added to water decreases, as
the electric field adds energy to the system (Fig. 3(c)). In contrast,
under a DC electric field even with varying strengths, the thermal
energy input remains steady, aligning with the unchanged eva-
poration rates observed (see details in ESIY).

The cutoff electric field strength (E.,), representing the field
strength at which thermal energy input approaches zero, marks
the state where evaporation is driven entirely by the electric
field. Despite the hydrogel being maintained at a higher
temperature, Ecy 5 is 0.025 V A™" lower for the hydrogel case
than for pure water (E.u,w), underscoring the greater impact of
the electric field on hydrogel-confined water. Crucially, even at
E.ut, the corresponding evaporation rate is significantly higher
for water confined in the hydrogel compared to the pure water
case. Specifically, the evaporation rate achieved with the elec-
tric field alone is approximately 2.30 times greater for the
hydrogel case and ~ 1.44 times greater for pure water compared
to evaporation driven purely by thermal energy. This dramatic
increase in the number of evaporated water molecules high-
lights the substantial role of alternating electric fields in
enhancing water evaporation.

Fig. 3(d) represents the impact of alternating electric field
frequency on the evaporation rate of water. No evaporation rate
enhancement is observed at zero frequency which represents
DC electric field. As the frequency of electric field increases, the
evaporation rate increases significantly. This indicates that at
much higher frequencies, similar phenomena can be observed
for lower values of electric field strength. Moreover, this
enhancement is much higher in the presence of hydrogel
compared to when no hydrogel is present.

This journal is © The Royal Society of Chemistry 2025
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Impact of electric field on water evaporation. (a) Schematic representing the solar radiation as alternating electric field applied to water in the

liquid and interface regions. The sinusoidal electric field provides energy and assists in the stretching of water clusters in the liquid—vapor interface region
allowing them to evaporate and resulting in evaporation rate enhancement. The same principle is also applicable to single water molecules in the
interface region. (b) The number of evaporated water molecules during production run with and without hydrogel at different alternating electric field
strengths. The frequency of the AC electric field is 500 GHz. (c) Total heat added/removed to/from the thermal source (hydrogel or dynamic water layer)
by the thermostat at different AC electric field strengths. (d) Impact of electric field frequency at £ = 0.07 V A~ on water evaporation rate with and
without hydrogel. The zero frequency indicates the DC electric field with £ = 0.07 V A™1. The results in (b)—(d) represent average values of three

independent simulations while the error bars are calculated via sample standard deviation.

Clusters dynamics

While enhanced evaporation rates are observed in both cases
with and without hydrogel, the much greater enhancement in
evaporation in the presence of hydrogel suggest that the gel-
water interaction plays a critical role in water dynamics. At the
molecular scales, the polymeric chains of hydrogels can per-
turbate the hydrogen bond network among water molecules,
which might facilitate the formation of water clusters that are
susceptible to cleavage under alternating electric fields.

To investigate this, we analyzed the size distribution of water
clusters in the liquid-vapor interface and vapor regions (details in
ESIt). The clusters are defined as sets of water molecules inter-
connected by hydrogen bonds (Fig. 4(a)). The Stillinger criteria is
used to determine the formation of hydrogen bonds between water
molecules.”>™® The distribution in the interface region (Fig. 4(b))
shows that the presence of the hydrogel increases both the number
and size of water clusters. It is clear that the presence of hydrogel

This journal is © The Royal Society of Chemistry 2025

facilitates the formation of large clusters, due to the disruptive
effects on the hydrogen bond network among water molecules.
Several water molecules in pure water interfacial region form
extended hydrogen bond network. Water molecules that were part
of this extended hydrogen bond network were defined as bulk
water and not considered as clusters. Same phenomenon was
observed in the presence of hydrogel as well but there were
relatively more isolated clusters which were not part of the extended
bulk water hydrogen bond network in this case.

Despite the increased number of clusters in the interfacial region
with the presence of hydrogel, fewer clusters can be observed in the
vapor region (Fig. 4(c)). This can be attributed to that the bound
water molecules often participate in cluster formation and they
contribute to a higher interaction energy with the surrounding than
intermediate or free water. However, the number of evaporated
clusters increases significantly when an alternating electric field is
applied with a higher increase observed in the presence of hydrogel.
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