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Water scarcity is an escalating global challenge driven by population growth and resource depletion.

Conventional fresh water production methods typically require access to liquid water sources, limiting their

applicability in remote or arid regions. Water-from-air technologies offer a potential solution but are often

hindered by high energy demands and/or climatological conditions. This study introduces clathrate-based

desalination of deliquescent salt solutions as a novel approach for atmospheric water harvesting, with

potassium acetate selected as the model salt. Potassium acetate deliquesces at a relative humidity as low

as 23.3%, producing a concentrated saline solution (17.8 wt% at 90% RH). By exploiting the clathrate

creeping phenomenon, where hydrates grow along surfaces, enabling facilitated phase separation, 84%

purification of this brine was achieved. Advanced architectures, further enhancing the crucial clathrate

creeping potentially lead to further improvements of the obtained results. This process demonstrates the

potential of an energy-efficient alternative to existing water-from-air technologies.

Introduction

Predictions reveal that by 2030, the global demand for fresh
water will exceed its supply by 40%, impacting half of the
world's population.1 As groundwater resources become
increasingly depleted and the quality of accessible water
deteriorates, the emphasis shifts toward the production of
additional fresh water.2,3 Conventional approaches such as
wastewater purification and seawater desalination have
undergone substantial improvements over recent decades,
becoming nearly as efficient as is theoretically achievable.3

However, these methods rely on the availability of liquid
water sources, an assumption that does not hold in remote
and/or off-grid areas. Seawater desalination techniques in

general have the additional disadvantage of producing a
brine that is deposited back in the ocean, locally causing
disturbance of the marine environment.4 To address this,
water-from-air technologies utilizing the ubiquitous water
vapor in the atmosphere, are under development. State-of-
the-art methods include active air cooling, which condenses
water vapor directly from the air, and the use of desiccants,
that ad/bsorb water from the atmosphere and require
evaporation followed by condensation to extract the captured
water in liquid form.3,5–7 Among desiccants, deliquescent
salts are of particular interest due to their ability to liquefy
upon exposure to humid air, thereby enabling high water
uptake values.8,9 Fresh water is currently recovered from such
salts through thermal regeneration (i.e. evaporation and
condensation), analogous to what is done for nanoporous
desiccants. However, even with the latest adsorbent material
developments,10,11 this approach remains energetically costly,
primarily due to the high latent heat associated with the
phase transitions of water.3

To reduce the energy demand of this process, Peeters
et al.3 proposed an alternative regeneration method for salt
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Water impact

This work introduces clathrate-based desalination of deliquescent salt solutions as a novel approach to harvest water directly from air. By avoiding the need
for liquid water resources, the process offers potential for fresh water generation in off-grid areas. Utilization of the clathrate creeping phenomenon leads
to strongly improved results, solving the most critical challenge for clathrate-based desalination.
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desiccants, treating the process as desalination of a saline
solution rather than the regeneration of a solid desiccant.
The concept, termed DESARO (DEliquescent SAlt Reverse
Osmosis), uses a semi-permeable membrane to extract fresh
water under applied pressure, mirroring conventional
seawater reverse osmosis. The DESARO principle is
promising with theoretical maximum specific water yields
strongly outperforming those of the conventional water-from-
air techniques. However, practical implementation remains
elusive due to the operational limitations of current
membrane materials. While effective for seawater (operating
at 55–80 bar to overcome osmotic pressures starting around
25 bar and increasing throughout the process), the approach
is not directly transferable to highly concentrated
deliquescent salt solutions.12 A similar process as what is
done for seawater desalination with a comparable yield of
around 50% at a relative humidity of 80%, requires a
pressure of approximately 300 bar while currently existing
membranes are designed to withstand a pressure of only 80
bar.3,13

An alternative desalination strategy that has been
experimentally validated for seawater is clathrate hydrate-
based desalination.13–18 Clathrate hydrates are crystalline
compounds built up from hydrogen bonded water molecules,
forming cages in which guest molecules, also referred to as
hydrate formers (typically low-molecular weight gases), are
contained.19 Three main clathrate structures are known (i.e.
structure I, structure II and structure H) of which the
formation will depend on the size and type of the guest
molecule(s).20,21 Hydrate formation typically occurs under
high gas pressure and low temperature conditions, though
not necessarily below the freezing point of water. Clathrate
formation has been extensively studied due to its problematic
occurrence in natural gas pipelines, disturbing the flow, but
is now recognized for potential applications in gas storage,
separation, and water purification.13,16,18,22–30 Clathrate-
based desalination is enabled by the exclusion of salts from
the crystalline hydrate structure.15,31–35 This enables selective
separation of salt-free clathrate hydrate and concentrated
brine. Melting of the solid clathrate fraction, realized by
temperature increase and/or pressure release, theoretically
yields desalinated fresh water. The influence of the presence
of salts on clathrate formation has been investigated and
although exceptions exist, it is generally concluded that salts
exert an inhibiting effect shifting the hydrate phase
equilibrium to lower temperature and higher pressure.15,36

Kinetics of hydrate formation are also affected negatively
while the process of decomposition is completed faster. The
morphology of the resulting clathrates remains unaltered
and the removal efficiency of an ion is better when the
hydrated ion is small and has a low hydration free energy.14

Proof-of-concept of clathrate based seawater desalination
has been reported in multiple publications.13–18 However,
known limitations include slow formation kinetics,
significant refrigeration energy requirements, and, most
critically, challenges associated with physical separation of

the purified clathrate phase from the remaining concentrated
brine.13,17 These issues have hindered large-scale
implementation of the technique.13,17 A standard process
with a feed of 3.5 wt% salinity (standard value for seawater)
realizes a desalination degree of 31%.17 Improvement
regarding this matter is accomplished by additional rinsing
steps, but these cause deterioration of the yield. Pelletizing of
the clathrate fraction causes purification levels up to 72–80%
depending on the ions but requires pressures from 50 to 150
bar with a higher pressure resulting in better salt removal
efficiency.14,17

This study proposes clathrate hydrate formation as a novel
route to desalinate deliquescent salt solutions, offering a
decentralized, low-footprint, water-from-air technology
particularly suited for off-grid applications (Fig. 1). Potassium
acetate (KAc) is selected as the desiccant salt due to its non-
toxic nature and low deliquescence relative humidity of
22.5%, making it suitable for liquefaction at relatively dry
ambient conditions.37,38 Pressurization of the concentrated
KAc solution, obtained by absorption of atmospheric water
vapor, in presence of a hydrate forming gas, in this study
CH4, and lowering of the temperature initiates clathrate
hydrate formation. Clathrate nucleation and growth are
known to occur primarily at the water-hydrate former
interface. Enhancement of this interfacial area (e.g. through
stirring or gas bubbling) has a direct positive effect on
hydrate formation kinetics.39 Within a reactor, nucleation
typically initiates at the reactor wall, which serves as a
favourable site due to its solid surface providing a triple
phase boundary. This is influenced by the contact angle at
the wall, which may be modified by the presence of
surfactants.18,40,41 After nucleation at the triple phase

Fig. 1 Schematic of the clathrate-based deliquescent salt desalination
process. The salt (e.g. KAc) liquefies upon atmospheric water uptake,
forming a concentrated salt solution. Upon pressurization with a
hydrate-forming gas (e.g. CH4) and cooling, clathrate hydrates form.
Physical separation of the hydrate phase from the residual brine is
followed by clathrate decomposition via depressurization and
temperature increase, yielding fresh water. In an ideal application, both
the remaining brine and hydrate forming gas are recycled, generating
a closed-loop system.
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boundary, a few publications report a capillary growth
process where capillary forces drive water migration from the
bulk phase through interstitial voids of the hydrate mass
toward the interfacial region, enabling continued clathrate
growth.40,42 This process is referred to as “clathrate creeping”
due to the characteristic upward propagation of the hydrate
layer along the reactor wall.42 This paper investigates the
potential of clathrate creeping to facilitate the physical
separation of hydrate and brine, addressing the main
bottleneck in hydrate-based seawater desalination. Finally,
clathrate melting yields desalinated water and liberates the
gas for reuse. In future implementations, both the hydrate
former and brine could be recycled, supporting the
development of a closed-loop system for atmospheric water
harvesting and purification.

Experimental
Water uptake measurements

Potassium acetate (KAc, Thermo Scientific, 99+%, 150 mg)
was placed in an open polypropylene recipient, and its
equilibrium water uptake (gwater/gsalt) was determined at
relative humidity (RH) values of 14.5, 23.3, 30.0, 40.0, 50.0,
60.0, 70.0, 80.0, and 90.0% at 25 °C. RH values between
30.0% and 90.0% were achieved using a climate chamber
(Weiss Technik, Pharma 600), that was fed with deionized
water. For lower RH values (14.5% and 23.3%), outside the
operating range of the chamber, solutions of lithium chloride
(Sigma-Aldrich, 99%) and potassium acetate (Thermo
Scientific, 99+%), respectively, were employed inside a sealed
desiccator including a RH-sensor (PCE-HT 114, range 0.0–
100.0% (± 0.3%)). Samples were weighed daily on an
analytical balance (Mettler Toledo, XSR204) until equilibrium
was reached, defined as a change in mass <0.001 g between
successive measurements.

NMR characterization of methane clathrate hydrate

Clathrate formation was characterized using in situ 13C NMR
spectroscopy. 13C MAS NMR spectra were acquired on a 400
MHz Bruker Avance Neo spectrometer, with a 5 mm MAS
probe head (Phoenix NMR) and 5 mm WHiMS high-pressure
MAS rotors (Phoenix NMR).43 A KAc solution in equilibrium
with 90% RH and 25 °C was loaded in the rotor, sealed and
pressurized to 70 bar with 50% 13C-labeled methane (Sigma-
Aldrich). The sample temperature was controlled at −15 °C
using a Bruker BCU-II. Direct excitation, high power
decoupling 13C NMR spectra (HPDEC) were acquired under
magic angle spinning at 4 kHz, using pi/2 excitation at 74
kHz, RF strength and 21.7 kHz 1H decoupling using a
swftppm decoupling sequence.44 256 transients were
acquired with a recycle delay of 30 s and acquisition time of
1.024 s. Chemical shifts were externally referenced using the
CH resonance of adamantane at 37.85 ppm as secondary
reference.45 Spectral decomposition of the hydrate
resonances was performed using DMFit.46

Clathrate-based desalination experiments

Desalination tests were performed on KAc solutions obtained
by deliquescence and further water absorption at 90% RH
and 25 °C. Experiments were conducted in two stainless steel
reactors (Fig. 2a and b). The smaller reactor (internal
diameter = 1.0 cm, Fig. 2a) had a 1.90 mL chamber, that was
filled with 1.00 mL solution; the total reactor volume,
including pipes and the pressure gauge, was 8.26 mL. The
larger reactor (internal diameter = 3.5 cm; Fig. 2b) comprised
a 129 mL autoclave, yielding a total system volume of 138 mL
when connected to a pressure gauge, filled with 60.0 mL of
solution. Both reactors were leak-tested at 60 bar prior to
experiments where no measurable pressure loss was observed
over four days. In both cases, the reactor was pressurized
with CH4 to 60 bar at 22 °C, then cooled to −15 °C at a rate
of ± 0.65 °C min−1 using an ethylene glycol refrigerated
circulator (CORIO CD-200F). This set-up was again screened
for leaks using a combustible gas detector (TIF8900),
ensuring tightness during operation. After one hour, upon
reaching the target temperature, CH4 was added to restore
the 60 bar pressure. Pressure drop during the first hour and
at the end of the experiment was recorded via a Swagelok
pressure gauge.

After two days, the reactor was depressurized to
atmospheric pressure and removed from the cooling bath.
The clathrate hydrate phase and residual brine were
manually separated using a spatula, without washing.
Clathrate decomposition occurred spontaneously upon
depressurization and exposure to room temperature. Hydrate
yield was calculated from the measured pressure drop
according to literature, assuming a clathrate hydration
number of 5.75 molwater/molmethane.

47 Replicates for each
experiment were carried out.

Purification analysis

The aqueous phase of the decomposed clathrate hydrate was
evaporated in a ventilated oven at 70 °C, and the residual salt
mass was determined using an analytical balance (Mettler
Toledo, XSR204). The desalination efficiency representing a

Fig. 2 Small and large stainless steel reactors (a) 8.26 mL total volume
and b) 138 mL total volume for clathrate-based desalination
experiments.
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purification percentage was calculated relative to the initial
salt concentration in the feed solution.

Results and discussion

The equilibrium water uptake of KAc as a function of relative
humidity (RH) at 25 °C is shown in Fig. 3a, expressed as
gwater/gKAc. The uptake kinetics at 90% RH are presented in
Fig. 3b, depicting gwater/gKAc as a function of time. At 90%
RH, the equilibrium water uptake reached 4.53 gwater/gKAc,
corresponding to a KAc solution with a salt concentration of
17.8 wt%. The static water uptake process of KAc in the
climate chamber was relatively slow, with equilibrium
reached only after approximately 240 h (10 days). This slow
uptake rate could potentially be accelerated by enhancing
convective mass transfer. Importantly, such initial uptake
process starting from anhydrous KAc is only required in the
first operational cycle; in subsequent cycles, the remaining
brine from the clathrate desalination step is reused as the
starting solution for the next water uptake (Fig. 1).

The KAc solution in equilibrium with 25 °C and RH 90%
(17.8 wt%) was utilized for clathrate-based desalination
experiments. To illustrate clathrate hydrate formation in this
solution at the conditions used in this study, 13C MAS NMR
measurements were carried out. An experiment at a
temperature of −15 °C and 70 bar CH4 yielded the spectrum
in Fig. 4.

Spectral decomposition of the spectrum reveals four
distinct resonances: dissolved CH4 at −3.86 ppm (light grey),
CH4 enclathrated in small and large cages of SI clathrate at
−4.13 ppm (dark green) and −6.39 ppm (light green)
respectively and free CH4 gas at −10.76 ppm (blue).48 This
confirms successful CH4 enclathration in both cage types of
the structure I clathrate framework. Integration of the fitted
peaks corresponding to CH4 in the different cages reveals a
small-to-large cage ratio of 1.2/3, reasonably close to the
theoretical ratio of 1/3 for structure I clathrates. The slight
deviation may be attributed to inclusion of minor amounts of
acetate in the clathrate structures.

Clathrate-based desalination experiments were conducted
using the small reactor (1.90 mL working volume; 8.26 mL
total volume), which was filled to approximately half its
working volume (1.00 mL solution). This partial filling was
intended to potentially enhance the occurrence of the
creeping effect.42 The reactor, after pressurization and
cooling, was maintained under clathrate-forming pressure
and temperature for 48 h. Based on the observed pressure
drop, the clathrate hydrate yield was estimated to contain
ca. 35% of the water initially present for both replicates of
this experiment. The characteristic “clathrate creeping”
phenomenon was clearly observed, with clathrate hydrate
growth extending along the reactor wall (Fig. 5a). This
facilitated an efficient physical separation (Fig. 5b) of the
clathrate hydrate from the residual brine, which remained
at the bottom of the reactor. Subsequent decomposition of
the clathrate hydrate, followed by evaporation of the
recovered water, yielded an average purification degree of
81.8% (80.9% and 82.7% for the two replicates),
corresponding to a KAc concentration in the recovered
water of 3.1 wt%.

Fig. 3 a) Equilibrium water uptake (gwater/gsalt) of KAc in function of
relative humidity (%) at a temperature of 25 °C. b) Time progress of
water uptake (gwater/gsalt) of KAc at a relative humidity of 90% and a
temperature of 25 °C.

Fig. 4 13C MAS NMR spectrum of CH4 clathrate hydrate recorded at
−15 °C and 70 bar with a MAS rate of 4 kHz. The grey trace shows the
measured spectrum, the black line gives the fit from spectral
decomposition, which identifies four resonances: dissolved CH4 (−3.86
ppm, light grey), CH4 in small SI clathrate cages (−4.13 ppm, dark
green), CH4 in large SI clathrate cages (−6.39 ppm, light green), and
free CH4 gas (−10.76 ppm, blue).48
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Scale-up was attempted using the larger reactor (129 mL
working volume; 138 mL total volume), filled approximately
halfway (60 mL). After 48 h under clathrate-forming
conditions, clathrate hydrate formation was observed;
however, the creeping effect did not occur. Instead, the
clathrate phase floated atop the brine, which significantly
hindered physical separation and increased the risk of
contamination with brine (Fig. S1, SI). The calculated
clathrate yield, based on the pressure drop, was 10% for both
replicates, and analysis of the decomposed clathrate revealed
an average purification level of only 5.85% (3.98% and 7.72%
for the two replicates).

These results suggest that the geometrical configuration
of the system plays a decisive role in determining whether
clathrate creeping occurs. Clathrate creeping typically occurs
at the interface between gas, liquid and reactor wall. This
interface can be quantified by the circumference (C) of this
boundary in each reactor. Table 1 summarizes the
geometrical considerations for the small and large reactor,
including C, the liquid–gas interfacial area (Sliquid–gas), the
liquid volume (V), and the reactor aspect ratio (height/
diameter; (h/d)).

The ratios C/Sliquid–gas, C/V and h/d differ substantially
between the two setups, with the smaller reactor providing
significantly higher values. The observation of clathrate
creeping in the small reactor, but not in the large one could
be related to the differences in geometrical configurations for
both setups. To test this hypothesis, PVC tubes (Rehau) were
inserted in the large reactor, creating a larger circumference
of the triple-phase boundary without affecting the other
parameters. The desired creeping behaviour was successfully

observed inside the PVC inserts where clathrate growth
extended above the bulk liquid level. The “creeping clathrate”
was easily distinguished from the bulk clathrate by its
whitish appearance, evidencing it's polycrystalline nature.
Bulk clathrate in contrast appeared more transparent (Fig. 6).
An experiment with three PVC tubes (inner diameter = 0.9
cm) yielded a water recovery of 17% for both replicates of the
experiment, a clear improvement compared to experiments
without inserts. The recovered creeping clathrate hydrate
achieved an average purification degree of 84% with values
for all three tubes in both replicate experiments ranging from
74.1% to 94.8%, versus a purification degree of 10–20% in
the clathrate formed in the KAc solution. Following melting,
the creeping clathrate and the bulk clathrate yielded aqueous
solutions containing 2.85 wt% and 15.2 wt% KAc respectively.
This dramatically different salt content, combined with the
polycrystalline nature of the clathrate forming above the
water level hints at a potential mechanism enabling the lower
salt content of the creeping clathrate. Once a polycrystalline
column of clathrate is established above the water level,
capillary rise of water between the crystals enables water
transport to the surface of the already formed clathrate. Since
capillary rise has been shown to enable water deionisation,49

the lower salt content of the creeping clathrate should no
longer be surprising.

The above discussion emphasizes geometry, particularly
the availability of sufficient triple-phase boundary, as a key
driver of creeping. However, the contact angle between the
solution and the reactor wall also plays a significant role. A
contact angle below 90° is generally considered necessary for
creeping to occur, with smaller values further promoting
nucleation and wall growth.40 Importantly, it has been
reported that the contact angle of water on hydrophilic

Fig. 5 Clathrate-based desalination experiment with a 17.8 wt%
solution KAc at 60 bar CH4 and −15 °C. a) Inside of the reactor with
clathrate creeping phenomenon visible at reactor wall. b) Clathrate
hydrate separated from brine, facilitated by the creeping phenomenon.

Table 1 Reactor configurations (C: interface of the gas, liquid and
reactor wall; Sliquid–gas: liquid–gas surface area; V: overall volume of the
reactor; h = height of the reactor and d: inner diameter of the reactor)

Reactor configuration C/Sliquid–gas (m
−1) C/V (m−2) h/d (−)

Small reactor 400 31 415 5.80
Large reactor 114 1833.0 3.83
Large reactor with inserts 238 3822.2

Fig. 6 Clathrate creeping in hollow PVC insert in clathrate-based
desalination experiment of KAc solution (17.8 wt%). The arrow
indicates the level of salt solution inside the reactor.
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surfaces increases when salts are dissolved, which may
further hinder creeping in concentrated brines.50 Both the
small and large reactors were constructed from stainless
steel, but differences in surface roughness likely account for
variations in contact angle, which at low temperatures can
range between 78° and 94°.51,52 Such non-identical finishing
may therefore contribute to the divergent behaviour
observed. PVC inserts, with typically lower contact angles of
around 74°,53 consistently promoted creeping, further
supporting the importance of wettability in this
phenomenon.

Following creeping clathrate desalination, subsequent
reverse osmosis or a combination of an additional clathrate-
based desalination step (purification 90%) followed by
reverse osmosis, which has been found to be an optimal
system,54 could yield fresh water that complies with drinking
water standards. It should be emphasized that in real-world
applications, a more comprehensive assessment of the
harvested water quality is required. In addition to salinity
reduction, standard water analysis methods such as total
dissolved solids (TDS) measurements, ion chromatography,
and microbiological testing should be employed to ensure
compliance with safety and regulatory standards.

From an energy perspective, the process would greatly
benefit from lower pressure requirements. To this end,
difluoromethane (R-32) was evaluated as an alternative
hydrate former, enabling hydrate formation at a pressure of
only 8 bar while maintaining the same temperature profile
as in previous experiments. A rapid pressure drop was
observed, suggesting accelerated hydrate formation kinetics.
However, bulk clathrate formation instead of clathrate
creeping was observed and little to no purification was
realized. This outcome is likely due to the high formation
rate producing structural defects within the hydrate lattice,
thereby impairing the exclusion of salts from the clathrate
phase.

These findings indicate that slow clathrate formation
kinetics are crucial to achieving high purification, as they
favor the development of well-ordered hydrate structures and
enable the clathrate creeping phenomenon. Creeping appears
to be the primary driver of efficient salt exclusion, as it allows
the clathrate phase to grow away from the bulk brine,
enabling clean physical separation. The results with PVC
inserts further demonstrate that targeted reactor design and
the inclusion of structured surfaces or hollow tubes can
significantly enhance creeping, leading to higher water yields.
Optimizing geometry, surface properties, and positioning of
inserts is therefore a promising route to improve process
efficiency. Such design improvements are expected not only
to increase yields but also to enable operation under milder
pressure and temperature conditions, thereby reducing the
overall energy demand.

To evaluate the energy perspective of the current process,
a rough estimation of energy consumption was carried out,
including CH4 pressurization to 60 bar, cooling of the KAc
solution, and the enthalpy of hydrate formation.55 Combined

with a subsequent reverse osmosis step for final purification
to drinking water standards, the process yields a specific
water production of 1–10 L kWh−1. This already surpasses
conventional desiccant-based water-from-air technologies
(0.1–1 L kWh−1) and is comparable to active air cooling
systems (1–10 L kWh−1) reported by Peeters et al.3 While
higher specific yields have been theoretically predicted for
emerging water-from-air concepts (e.g. DESARO), these
remain unrealized experimentally. Importantly, further
optimization of creeping and reactor architecture could shift
the operating window to milder hydration conditions, further
lowering energy consumption and making clathrate-based
desalination a competitive alternative in the field of water-
from-air technologies.

Conclusions

Creeping clathrate deliquescent salt desalination is a
promising water-from-air production technique, especially for
remote locations, deprived from liquid water resources. The
clathrate creeping phenomenon was found to be the
principle mechanism behind effective salt exclusion due to
facilitated physical separation of clathrate and brine,
generally reported to be the main difficulty in clathrate-based
seawater desalination. Slow clathrate hydrate formation
kinetics proved to be essential for achieving high water
quality. Gradual growth promotes the formation of well-
ordered clathrate hydrate structures, successfully excluding
salt. Creeping experiments with PVC hollow tube inserts
realized a water yield of 17% and a purification level of 84%
from a brine with 17.8 wt% KAc. By optimizing reactor
geometry and the arrangement of internal structures, it is
likely that water yields can be increased substantially. Such
improvements could also enable operation under much
milder pressure and temperature conditions, thereby
significantly improving the energy efficiency of the process,
needed to compete with existing water-from-air techniques.
In this way, a carefully engineered system that combines
controlled hydrate growth kinetics with optimized reactor
design offers strong potential for scalable and energy-
efficient clathrate-based desalination.
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Data for this article are available at Harvard Dataverse at
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- The raw NMR data of the spectrum in Fig. 4.
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