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ABSTRACT: The present work investigated the thermochemical properties of urea synthesized in well-ordered nanospaces of
porous hollow silica spheres’ shells from recovered ammonia and carbon dioxide in aqueous solution. Thermochemical behaviors of
the urea synthesized in well-ordered nanospaces of the hollow spheres’ shells prepared with 1-dodeclyamine were analyzed from the
results of thermogravimetric analysis (TGA) and differential thermal analysis (DTA), and endothermic peaks assigned as the phase
transition and decomposition were observed at ca. 440 and 514 K, respectively, which were higher than those of pristine urea (405
and 408 K, respectively), probably because of the nanoconfinement effect. The decomposition behavior was also confirmed by the
result of diffuse reflectance infrared Fourier transform (DRIFT) spectra of the samples treated at various temperatures up to 573 K,
and the decomposition of urea synthesized in the well-ordered nanospaces of the hollow spheres’ shells started at 468 K and
completed up to 533 K.

Bl INTRODUCTION pressure (0.5 MPa argon atmosphere)'” in comparison to the
commercial synthesis processes (>413 K, >13 MPa) from
ammonia and carbon dioxide in gas and liquid phases by

means of the Bazarov reaction, as shown in the following
14—18

Enormous anthropogenic emissions of carbon dioxide by
material consumption, such as fuels, foods, etc., have
reportedly led to drastic climate change, probably because of

. i R equations

its greenhouse gas effect. Various attempts to reduce its

atmospheric concentration have been made through some 2NH,; + CO, = NH,COONH, (1)
technologies such as capture, use, and storage.l_3 Chemical

processes for converting carbon dioxide into valuable NH,COONH, = (NH,),CO + H,0 (2)

compounds have been developed, and the processes to react ) . )
carbon dioxide with reductants such as hydrogen,””* where (NH,),CO is urea and NH,COONH, is ammonium

. 9-12 . carbamate. In the reaction in the liquid phase, urea was also
ammonia, etc., have been proposed as effective processes ° ] - )

. . . . synthesized from ions such as ammonium and carbonate ions,
producing useful formic acid, methanol, urea, etc. Their

reduction processes generally proceed under high temperature

(<773 K) and pressure (<25 MPa) conditions and thus require Received:  August 31, 2023
high energy consumption for effective conversion of carbon Revised:  December 2, 2023
dioxide. Our research group has first demonstrated to produce Accepted:  December 7, 2023

urea in the nanospaces of porous hollow silica spheres from Published: December 20, 2023

ammonia and carbon dioxide recovered in the nanospaces
from aqueous solution at much lower temperature (323 K) and
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from which urea was also synthesized in the well-ordered
nanospaces of hollow silica spheres reported in our previous
study.'>'® The process effectively proceeded only in the well-
ordered nanospaces with sizes of ca. 2—3 nm, probably because
of its confinement effect on the reactivity of the recovered
reactants (Figure 1). Such nanoconfinement effects on
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Figure 1. Scheme of urea synthesis in the nanospaces of the shell of
porous hollow silica spheres.

decreasing the energy consumption of chemical reactions
such as decomposition of chemical compounds have been
reported.'”>* Also, confined compounds in nanospaces have
exhibited intrinsic physical ((ex) phase transition) and
chemical ((ex) decomposition) properties, for example,
intrinsically low freezing points of liquid compounds such as
water, in comparison to the pristine one. ™ For such
nanoconfinement effects, the synthesized urea in well-ordered
nanospaces of the shell of the hollow spheres reported in the
previous study is expected to exhibit intrinsic physical and
chemical properties to apply functional materials, such as
thermal storage materials, controlled-release fertilizers, etc.

Here, we first reported the thermochemical properties of
urea synthesized in the nanospaces of hollow silica spheres
from recovered ammonia and carbon dioxide in aqueous
solution.

B METHODS

Material Synthesis. Hollow silica spheres as host materials
were prepared with a sol—gel-based method same as the
previous work."> A surfactant (cetyltrimethylammonium bro-
mide (CTAB, 0.3 g, Kanto Chem. Co., 99.6%)), an oil droplet
(dodecane (0.1371 g, Kanto Chem. Co.), 1-dodecanol (0.1761
g, Kanto Chem. Co.), or 1-dodecylamine (0.1492 g, Kanto
Chem. Co.)), and sodium hydroxide (0.090 g, Kanto Chem.
Co., >95.0%) were mixed in 150.0 mL of deionized water.
After stirring the solution at 333 K for 30 min, tetraethox-
ysilane (TEOS, 2.25 ml, Kanto Chem. Co., >99.9%) was
added dropwise into the solution, and then, the solution was
stirred at 333 K for 2 h. After repeatedly centrifuging and
washing in ethanol three times, the obtained powder products
were calcined at 673 K for 3 h to obtain the hollow spheres.
After degassing from the hollow spheres at 433 K for 7 h under
vacuum conditions, the sample was immersed for 4 h in an
aqueous solution including aqueous ammonia solution (12.5
mL, Kanto Chem. Co., 28—30%), copper acetate (0.2541 g,
Kanto Chem. Co., 95.0%), and 12.5 mL of deionized water
preliminarily bubbled with CO, gas (300 mL min™") for 40
min, followed by drying at 373 K for 30 min under vacuum
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conditions. For comparison, commercial silica (Wakogel C-
200, FUJIFILM Wako Pure Chemical Co.) was used to obtain
a reference material via the same procedure described above.
The solid sample was put into the closed reactor and was
treated under a 0.5 MPa argon atmosphere at 323 K for 5 and
16 h.

Characterization. Thermochemical behaviors of the
samples were examined on a Shimadzu DTG-60 thermogravi-
metric-differential thermal analyzer, with a heating rate of 2 K
min~' in a nitrogen atmosphere (flow rate: 20 mL min™") up
to 573 K. Diffuse reflectance infrared Fourier transform
(DRIFT) spectra of the samples were recorded using a Fourier
transform infrared spectrophotometer (IRsprit, Shimadzu Co.
Ltd.) scanned from 5000 to 400 cm™" with a resolution of 4
cm™

Bl RESULTS AND DISCUSSION

Thermochemical properties of the urea synthesized in the
nanospaces of hollow silica spheres prepared with 1-dodecyl-
amine for 16 h under a 0.5 MPa argon atmosphere were
estimated by the results of thermogravimetric analysis (TGA)
up to 573 K, as shown in Figure 2. In Figure 2b,c, data of the
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Figure 2. Thermogravimetric analyses of urea-encapsulated porous
hollow silica spheres prepared with (a) 1-dodecylamine, (b) 1-
dodecane, (c) 1-dodecanol, and (d) urea-encapsulated commercial
silica. Synthesis conditions of encapsulated urea: (a) 16 h and (b—d)
S h at 323 K under a 0.5 MPa argon atmosphere.

samples prepared with dodecane and 1-dodecanol for 5 h
under a 0.5 MPa argon atmosphere are shown for comparison.
In the TGA curve of the sample prepared with 1-dodecanol,
initial drastic weight loss was observed in the temperature
range up to 323 K, probably assigned as ammonium ions and
carbonates on the surface of hollow silica spheres. In
comparison to urea-encapsulated commercial silica in Figure
2d, which exhibited monotonical weight loss, two other gradual
weight losses of the sample were observed in the temperature
range of 323—373 K, probably assigned as unreacted
ammonium ions and carbonates confined in the nanospaces
of the hollow spheres’ shell, and in the range of 373—55S K,
probably assigned as the phase transition and/or decom-
position of urea. Otherwise, in the TGA curve of the sample
prepared with dodecane, the initial weight loss was observed in
the temperature range up to ca. 343 K, probably assigned as
unreacted ammonium ions and carbonates confined in the
nanospaces of the hollow spheres’ shells; the degree and rate of
the weight loss were significantly low in comparison to the
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sample prepared with 1-dodecanol. The TGA curve also
included two other weight losses that were also observed in the
temperature ranges of 343—460 and 460—537 K, probably
assigned as the phase transition and/or decomposition of urea,
respectively. In the TGA curve of the sample prepared with 1-
dodecylamine in Figure 2a, relatively low weight losses in the
temperature ranges of 303—323, 323—433, and 433—540 K,
probably assigned as unreacted ammonium ions and
carbonates confined in the nanospaces of the hollow spheres’
shell, phase transition, and decomposition of urea, respectively,
were observed.

These results indicate that components included in the
hollow silica spheres prepared with 1-dodecylamine were stable
at relatively high temperatures in comparison with those in the
two other samples. Figure 3 displays differential thermal

5
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Figure 3. Differential thermal analyses of urea-encapsulated porous
hollow silica spheres prepared with (a) 1-dodecylamine, (b) 1-
dodecane, (c) 1-dodecanol, and (d) urea-encapsulated commercial
silica. Synthesis conditions of encapsulated urea: (a) 16 h and (b—d)
S h at 323 K under a 0.5 MPa argon atmosphere.

analysis (DTA) curves of the hollow spheres treated at 323 K
under a 0.5 MPa argon atmosphere. The DTA curves of the
samples prepared with dodecane and 1-dodanol in Figure 3b,c
mainly included endothermic peaks centered at ca. 313 and
322 K, respectively. The peak can be assigned as adsorbed
water, ammonium ions, and/or bicarbonates remaining in the
sample after the reaction to synthesize urea in the nanospaces
of the hollow sphere particles. Otherwise, in the DTA curve of
hollow silica spheres prepared with 1-dodecylamine (Figure
3a), the clear endothermic peak was not observed in the
temperature range up to 373 K, while two peaks centered at
440 and 514 K assigned as phase transition and decomposition,
respectively, of urea were observed. We previously reported
that the yield of urea strongly depended on the size
distributions of nanospaces of hollow silica spheres, and the
amount of urea in the hollow silica spheres prepared with 1-
dodecylamine (229 mg urea g-sample™') with small size and
narrow distribution of nanospaces was significantly high
compared with those in the hollow spheres prepared with
dodecane (76 mg urea g-sample™') and 1-dodecanol (43 mg
urea g-sample™)."”” The results indicate that an appropriate
amount of synthesized urea was required to identify
thermochemical behaviors of the confined urea by DTA.
Otherwise, the peak temperatures in Figure 3c were higher
than those of pristine urea.””~>' From the TEM images in our
previous study, the samples prepared with 1-dodecylamine,
dodecane, and 1-dodecanol consisted of spherical particles
with diameters of ca. 55—105 nm, ca. 75—160 nm, and ca. 75—
130 nm, respectively, and the particles formed hollow voids
and shells with thicknesses of ca. 5—15 nm, ca. 5§ nm, and ca.
5—10 nm, respectively.'’ Otherwise, from the result of
nitrogen sorption measurements in the previous study, only a
sharp peak ranging from 1.8 to 4.1 nm centered at 2.9 nm was
observed in the distribution of the sample prepared with 1-
dodecylamine, while the broad peaks ranging from 4 to 100 nm
centered at 3.1 and 3.7 nm were also observed in the
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Figure 4. (A) Near- and (B) mid-DRIFT spectra of urea-encapsulated porous hollow silica spheres prepared with 1-dodecylamine treated under a
0.5 MPa argon atmosphere for 16 h (a) without heat treatment and with heat treatment at (b) 383, (c) 468, (d) 533, and (e) 573 K in a nitrogen

atmosphere.
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distributions of the samples prepared with dodecane and 1-
dodecanol accompanied by the sharp peaks ranging from 1.9 to
5.0 nm, respectively."’ Consequently, from these results in the
previous study and the results of DTA in the present study, it is
suggested that the sample prepared with 1-dodecylamine
possessed the most homogeneous nanospace structures in all
of the samples, and the confined urea in the nanospaces of the
hollow spheres was more stable than pristine urea probably
because of the nanoconfinement effect. We also estimated
endothermic heat capacity resulting from thermochemical
behaviors of the confined urea from the result of DTA, and
heat capacities via the phase transition and decomposition
were 68.7 and 42.0 ] g7, respectively. In our previous study,
urea was synthesized under much milder reaction conditions
(at 323 K under a 0.5 MPa argon atmosphere) in the
nanospaces of well-ordered porous hollow silica spheres than
the commercial processes (at >413 K under a >13 MPa
reactant atmosphere). In addition, the synthesis reaction is
exothermic; thus, the material including urea in well-ordered
nanospaces of porous hollow silica spheres can be applied as a
functional material such as thermal storage materials (phase
change materials, chemical heat pump materials, etc.).

To identify species included in the nanospaces of hollow
silica spheres prepared with 1-dodecylamine after the treat-
ment of the pressurized argon atmosphere at 323 K, DRIFT
spectra of the samples treated at various temperatures in the
temperature range of the TGA and DTA analyses were
analyzed. Figure 4 displays the spectra in near-infrared (NIR)
(A) and mid-infrared (MIR) (B) regions at 293—573 K. In the
spectra in the NIR region, two adsorption bands at 4500—4300
cm™! assigned as urea’ " were observed up to 468 K, at
around which the confined urea can start to decompose, and
then disappeared above that temperature. In the MIR region,
an adsorption band at ca. 1470 cm ™" assigned as urea adsorbed
on the surface of silica-based materials®”** was also observed
up to 468 K and then disappeared above that temperature.
These results indicated that the confined urea in the
nanospaces of hollow silica spheres prepared with 1-dodecyl-
amine started to decompose at around 468 K, and the
decomposition process was completed up to ca. 533 K. In the
spectra in the MIR region, adsorption bands assigned as
ammonium ions adsorbed on the surface of silica-based
materials®>*® at ca. 1400 cm™! and bicarbonate ions adsorbed
on the surface of silica-based materials®”*® at ca. 1560 cm™
remained up to 383 K and then disappeared above 468 K,
indicating that the unreacted species after treatment under the
pressurized argon atmosphere completely desorbed in the
temperature range from 383 to 468 K. In the MIR region, an
adsorption band at ca. 1630 cm™" assigned as physisorbed
water molecules,”®*” which adsorbed during recovered
ammonia and carbon dioxide in the hollow spheres from
aqueous solution was also observed. Above 533 K, the band
intensity was higher than that of the samples treated under 468
K, indicating that the water byproduct via decomposition of
urea was formed in the hollow spheres above 533 K.

B CONCLUSIONS

Thermochemical properties of urea synthesized in well-ordered
nanospaces of porous hollow silica sphere shells from
recovered carbon dioxide and ammonia in aqueous solution
were investigated in the present study. The size distribution of
the nanospaces was controlled with various oil droplets (1-
dodecylamine, 1-dodecane, and 1-dodecanol), which were
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added for formation of the hollow voids and control of
nanospaces in the hollow spheres’ shell. From the results of
TGA and DTA of urea-confined hollow silica spheres prepared
with the oil droplets, the phase transition and decomposition
behaviors of the confined urea were observed only with the
sample prepared with 1-dodecylamine, which possessed well-
ordered nanospaces in the shells and in which a high amount
of urea was generated, and the temperatures of its phase
transition and decomposition were higher than those of
pristine urea. The decomposition behavior was also confirmed
from the result of the DRIFT spectra of the samples treated at
various temperatures, and decomposition of the confined urea
started at 468 K and completed up to 533 K. From the results
in the present study, the material including urea in well-
ordered nanospaces of porous hollow silica spheres can be
applied as a functional material such as thermal storage
materials (phase change materials, chemical heat pump
materials, etc.).

B AUTHOR INFORMATION

Corresponding Author
Tetsuo Umegaki — Department of Materials and Applied
Chemistry, College of Science and Technology, Nihon
University, Tokyo 101-8308, Japan; © orcid.org/0000-
0001-9837-4649; Email: umegaki.tetsuo@nihon-u.ac.jp

Author
Yoshiyuki Kojima — Department of Materials and Applied
Chemistry, College of Science and Technology, Nihon
University, Tokyo 101-8308, Japan

Complete contact information is available at:
https://pubs.acs.org/10.1021/acsomega.3c06534

Author Contributions

Syntheses, characterization, and measurements of thermo-
chemical properties were performed by T.U. Work was led by
T.U. and Y.K. Data analyses and manuscript writing were done
by T.U. Manuscript validation was done by all.

Notes
The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

The present work was financially supported by a research grant
from the Research Institute of Science and Technology, Nihon
University.

B REFERENCES

(1) Yand, Z-Z,; Zhao, Y.-N.; He, L-N. CO, Chemistry: Task-
specific Ionic Liquid for CO, Capture/Activation and subsequent
conversion. RSC Adv. 2011, 1, 545-567, DOI: 10.1039/
C1RA00307K.

(2) Markewitz, P.; Kuckshinrichs, W.; Leitner, W.; Linssen, J.; Zapp,
P.; Bongartz, R.; Schreiber, A,; Miiller, T. E. Worldwide Innovations
in the Development of Carbon Capture Technologies and the
Utilization of CO,. Energy Environ. Sci. 2012, S, 7281—7305.

(3) Zhang, K; Liu, L; Huang, G. Nanoconfined Water Effect on
CO, Utilization and Geological Storage. Geophys. Res. Lett. 2020, 47,
No. €2020GL087999, DOI: 10.1029/2020GL087999.

(4) Whipple, D. T.; Kenis, P. J. A. Prospects of CO, Utilization via
Direct Heterogeneous Electrochemical Reduction. J. Phys. Chem. Lett.
2010, I, 3451—34S8.

(5) Izumi, Y. Recent Advances in the Photocatalytic Conversion of
Carbon Dioxide to Fuels with water and/or Hydrogen Using Solar
Energy and Beyond. Coord. Chem. Rev. 2013, 257, 171—186.

https://doi.org/10.1021/acsomega.3c06534
ACS Omega 2024, 9, 714-718


https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Tetsuo+Umegaki"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-9837-4649
https://orcid.org/0000-0001-9837-4649
mailto:umegaki.tetsuo@nihon-u.ac.jp
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Yoshiyuki+Kojima"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/doi/10.1021/acsomega.3c06534?ref=pdf
https://doi.org/10.1039/C1RA00307K
https://doi.org/10.1039/C1RA00307K
https://doi.org/10.1039/C1RA00307K
https://doi.org/10.1039/C1RA00307K?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/C1RA00307K?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/c2ee03403d
https://doi.org/10.1039/c2ee03403d
https://doi.org/10.1039/c2ee03403d
https://doi.org/10.1029/2020GL087999
https://doi.org/10.1029/2020GL087999
https://doi.org/10.1029/2020GL087999?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jz1012627?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jz1012627?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.ccr.2012.04.018
https://doi.org/10.1016/j.ccr.2012.04.018
https://doi.org/10.1016/j.ccr.2012.04.018
http://pubs.acs.org/journal/acsodf?ref=pdf
https://doi.org/10.1021/acsomega.3c06534?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Omega

http://pubs.acs.org/journal/acsodf

(6) Wang, W.-H.; Himeda, Y.; Muckerman, J. T.; Manbeck, G. F.;
Fujita, E. CO, Hydrogenation to Formate and Methanol as an
Alternative to Photo- and Electrochemical CO, Reduction. Chem. Rev.
20185, 115, 12936—12973.

(7) Gunasekar, G. H; Park, K; Jung, K-D.; Yoon, S. Recent
Developments in the Catalytic Hydrogenation of CO, to Formic
Acid/Formate Using Heterogeneous Catalysts. Inorg. Chem. Front.
2016, 3, 882—895.

(8) Lux, S.; Baldauf-Sommerbauer, G.; Siebenhofer, M. Hydro-
genation of Inorganic Metal Carbonates: A Review on Its Potential for
Carbon Dioxide Utilization and Emission Reduction. ChemSusChem
2018, 11, 3357-337S.

9) Yang, Z.-Z.; He, L.-N,; Gao, J.; Liu, A-H,; Yu, B. Carbon
Dioxide Utilization with C-N Bond Formation: Carbon Dioxide
Capture and Subsequent Conversion. Energy Environ. Sci. 2012, S,
6602—6639.

(10) Liu, Q.; Wu, L.; Jackstell, R.; Beller, M. Using Carbon Dioxide
as a Building Block in Organic Synthesis. Nat. Commun. 2014, 6,
No. 5933, DOI: 10.1038/ncomms6933.

(11) Li, J.-Y.; Song, Q.-W.; Zhang, K.; Liu, P. Catalytic Conversion
of Carbon Dioxide through C-N Bond Formation. Molecules 2019, 24,
182.

(12) Tao, Z.; Rooney, C. L,; Liang, Y; Wang, H. Accessing
Organonitrogen Compounds via C-N Coupling in Electrocatalytic
CO, Reduction. J. Am. Chem. Soc. 2021, 143, 19630—19642,
DOIL: 10.1021/jacs.1c10714.

(13) Umegaki, T.; Kojima, Y. Conversion of Recovered Ammonia
and Carbon Dioxide into Urea in the Presence of Catalytically Active
Copper Species in Nanospaces of Porous Silica Hollow Spheres. ACS
Appl. Mater. Interfaces 2023, 15, 5109—5117.

(14) Isla, M. A;; Irazoqui, H. A.; Genoud, C. M. Simulation of a Urea
Synthesis Reactor. 1. Thermodynamic Framework. Ind. Eng. Chem.
Res. 1993, 32, 2662—2670.

(15) Barzagli, F.; Mani, F.; Peruzzini, M. From Greenhouse Gas to
Feedstock: Formation of Ammonium Carbamate from CO, and NH;
in Organic Solvents and Its Catalytic Conversion into Urea under
Mild Conditions. Green Chem. 2011, 13, 1267—1274.

(16) Meessen, J. Urea Synthesis. Chem. Ing. Technol. 2014, 86,
2180—2189.

(17) Ishaq, H.; Siddiqui, O.; Chehade, G.; Dincer, L. A Solar and
Wind Driven Energy System for Hydrogen and Urea Production with
CO, Capturing. Int. ]. Hydrogen Energy 2021, 46, 4749—4760.

(18) Chehrazi, M.; Moghadas, B. K. A Review on CO, Capture with
Chilled Ammonia and CO, Utilization in Urea Plant. J. CO, Util.
2022, 61, No. 102030, DOI: 10.1016/j.jcou.2022.102030.

(19) Gutowska, A; Li, L.; Shin, Y.; Wang, C. M.; Li, X. S.; Linehan,
C.J.; Smith, R. S.; Kay, B. D.; Schmid, B.; Shaw, W.; Gutowski, M.;
Autrey, T. Nanoscaffold Mediates Hydrogen Release and the
Reactivity of Ammonia Borane. Angew. Chem., Int. Ed. 2005, 44,
3578—-3582.

(20) Bramwell, P. L.; Lentink, S.; Ngene, P.; de Jongh, P. E. Effect of
Pore Confinement of LiNH, on Ammonia Decomposition Catalysis
and the Storage of Hydrogen and Ammonia. J. Phys. Chem. C 2016,
120, 27212-27220.

(21) Slot, T. K;; Riley, N.; Shiju, N. R;; Medline, J. W.; Rothenberg,
G. An Experimental Approach for Controlling Confinement Effects at
Catalyst Interfaces. Chem. Sci. 2020, 11, 11024-—-11029,
DOI: 10.1039/d0sc04118a.

(22) Le, T. T.; Pistidda, C.; Nguyen, V. H; Singh, P.; Raizada, P.;
Klassen, T.; Dornheim, M. Nanoconfinement Effects on Hydrogen
Storage Properties of MgH, and LiBH,. Int. ]. Hydrogen Energy 2021,
46, 23723—23736.

(23) Wakai, C.; Shimoaka, T.; Hasegawa, T. '"H NMR Analysis of
Water Freezing in Nanospace Involved in a Nafion Membrane. J.
Phys. Chem. B 2018, 119, 8048—8053.

(24) Guatam, S.; Kolesnikov, A. I; Rother, G.; Dai, S.; Qiao, Z.-A.;
Cole, D. Effects of Confinement and Pressure on the Vibrational
Behavior of Nano-Confined Propane. J. Phys. Chem. A 2018, 122,
6736—6745, DOI: 10.1021/acs.jpca.8b05028.

718

(25) Knight, A. W.; Kalugin, N. G.; Coker, E.; Ilgen, A. G. Water
Properties under Nano-scale Confinement. Sci. Rep. 2019, 9,
No. 8246, DOI: 10.1038/s41598-019-44651-z.

(26) Sen, S.; Risbud, S. H.; Bartl, M. H. Thermodynamic and Kinetic
Transitions of Liquids in Nanoconfinement. Acc. Chem. Res. 2020, $3,
2869—2878.

(27) Chen, J.-H.; Haghmoradi, A.; Althaus, S. M. NMR
Intermolecular Dipolar Cross-Relaxation in Nanoconfined Fluids. J.
Phys. Chem. B 2020, 124, 10237—10244.

(28) Hiraoka, T.; Shigeto, S. Interactions of Water Confined in a
Metal-organic Framework as Studied by a Combined Approach of
Raman, FTIR, and IR Electroabsorption Spectroscopies and Multi-
variate Curve Resolution Analysis. Phys. Chem. Chem. Phys. 2020, 22,
17798—17806.

(29) Stradella, L.; Argentero, M. A Study of the Thermal
Decomposition of Urea, of Related Compounds and Thiourea
Using DSC and TG-EGA. Thermochim. Acta 1993, 219, 315—323.

(30) Lundstréom, A.; Andersson, B.; Olsson, L. Urea Thermolysis
Studied under Flow Reactor Conditions Using DSC and FT-IR.
Chem. Eng. ]. 2009, 150, 544—550.

(31) Tischer, S.; Bornhorst, M.; Amsler, J.; Schoch, G.;
Deutschmann, O. Thermodynamics and Reaction Mechanism of
Urea Decomposition. Phys. Chem. Chem. Phys. 2019, 21, 16785—
16797.

(32) Minopoulou, E.; Dessipri, E.; Chryssikos, G. D.; Gionis, V.;
Paipetis, A.; Panayiotous, C. Use of NIR for Structural Character-
ization of Urea-Formaldehyde Resins. Int. J. Adhes. Adhes. 2003, 23,
473—484, DOI: 10.1016/S0143-7496(03)00089-7.

(33) Airoldi, C.; Santos, M. R. M. C. Synthesis, Characterization,
Chemisorption and Thermodynamic Data of Urea Immobilized on
Silica. J. Mater. Chem. 1994, 4, 1479—1485.

(34) Mafy, N. N.; Afrin, T.; Rahman, M. M.; Mollah, M. Y. A;
Susan, M. A. B. H. Effect of Temperature Perturbation on Hydrogen
Bonding in Aqueous Solutions of Different Urea Concentrations. RSC
Adv. 2015, S, 59263—59272.

(35) Zecchina, A.; Marchese, L.; Bordiga, S.; Paze, C.; Gianotti, E.
Vibrational Spectroscopy of NH," Ions in Zeolitic Materials: An IR
Study. J. Phys. Chem. B 1997, 101, 10128—10135.

(36) Xia, Y.; Mokaya, R. Mesoporous MCM-48 Aluminosilica
Oxynitrides: Synthesis and Characterization of Bifunctional Solid
Acid-Base Materials. ]. Phys. Chem. C 2008, 112, 1455—1462.

(37) Bai, S,; Shao, Q; Wang, P.; Dai, Q; Wang, X,; Huang, X.
Highly Active and Selective Hydrogenation of CO, to Ethanol by
Ordered Pd-Cu Nanoparticles. . Am. Chem. Soc. 2017, 139, 6827—
6830.

(38) Srivstaba, V. CO, Hydrogenation over Ru-NPs Supported
Amine-Functionalized SBA-15 Catalyst: Structure-Reactivity Rela-
tionship Study. Catal. Lett. 2021, 151, 3704—3720, DOI: 10.1007/
$10562-021-03609-5.

(39) Hadi, P.; Ning, C.; Kubicki, J. D.; Mueller, K; Fagan, J. W,;
Luo, Z.; Weng, L.; Mckay, G. Sustainable Development of a Surface-
functionalized Mesoporous Aluminosilicate with Ultra-high Ion
Exchange Efficiency. Inorg. Chem. Front. 2016, 3, S02—513.

https://doi.org/10.1021/acsomega.3c06534
ACS Omega 2024, 9, 714-718


https://doi.org/10.1021/acs.chemrev.5b00197?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.5b00197?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/C5QI00231A
https://doi.org/10.1039/C5QI00231A
https://doi.org/10.1039/C5QI00231A
https://doi.org/10.1002/cssc.201801356
https://doi.org/10.1002/cssc.201801356
https://doi.org/10.1002/cssc.201801356
https://doi.org/10.1039/c2ee02774g
https://doi.org/10.1039/c2ee02774g
https://doi.org/10.1039/c2ee02774g
https://doi.org/10.1038/ncomms6933
https://doi.org/10.1038/ncomms6933
https://doi.org/10.1038/ncomms6933?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.3390/molecules24010182
https://doi.org/10.3390/molecules24010182
https://doi.org/10.1021/jacs.1c10714?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.1c10714?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.1c10714?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.1c10714?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.2c17560?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.2c17560?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.2c17560?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ie00023a033?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ie00023a033?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/c0gc00674b
https://doi.org/10.1039/c0gc00674b
https://doi.org/10.1039/c0gc00674b
https://doi.org/10.1039/c0gc00674b
https://doi.org/10.1002/cite.201400064
https://doi.org/10.1016/j.ijhydene.2020.01.208
https://doi.org/10.1016/j.ijhydene.2020.01.208
https://doi.org/10.1016/j.ijhydene.2020.01.208
https://doi.org/10.1016/j.jcou.2022.102030
https://doi.org/10.1016/j.jcou.2022.102030
https://doi.org/10.1016/j.jcou.2022.102030?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.200462602
https://doi.org/10.1002/anie.200462602
https://doi.org/10.1021/acs.jpcc.6b10688?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.6b10688?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.6b10688?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/d0sc04118a
https://doi.org/10.1039/d0sc04118a
https://doi.org/10.1039/d0sc04118a?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.ijhydene.2021.04.150
https://doi.org/10.1016/j.ijhydene.2021.04.150
https://doi.org/10.1021/acs.jpcb.5b03568?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcb.5b03568?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpca.8b05028?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpca.8b05028?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpca.8b05028?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/s41598-019-44651-z
https://doi.org/10.1038/s41598-019-44651-z
https://doi.org/10.1038/s41598-019-44651-z?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.accounts.0c00502?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.accounts.0c00502?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcb.0c06258?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcb.0c06258?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/D0CP02958K
https://doi.org/10.1039/D0CP02958K
https://doi.org/10.1039/D0CP02958K
https://doi.org/10.1039/D0CP02958K
https://doi.org/10.1016/0040-6031(93)80508-8
https://doi.org/10.1016/0040-6031(93)80508-8
https://doi.org/10.1016/0040-6031(93)80508-8
https://doi.org/10.1016/j.cej.2009.03.044
https://doi.org/10.1016/j.cej.2009.03.044
https://doi.org/10.1039/C9CP01529A
https://doi.org/10.1039/C9CP01529A
https://doi.org/10.1016/S0143-7496(03)00089-7
https://doi.org/10.1016/S0143-7496(03)00089-7
https://doi.org/10.1016/S0143-7496(03)00089-7?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/jm9940401479
https://doi.org/10.1039/jm9940401479
https://doi.org/10.1039/jm9940401479
https://doi.org/10.1039/C5RA10718K
https://doi.org/10.1039/C5RA10718K
https://doi.org/10.1021/jp9717554?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp9717554?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp077578g?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp077578g?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp077578g?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.7b03101?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.7b03101?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1007/s10562-021-03609-5
https://doi.org/10.1007/s10562-021-03609-5
https://doi.org/10.1007/s10562-021-03609-5
https://doi.org/10.1007/s10562-021-03609-5?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1007/s10562-021-03609-5?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/C5QI00182J
https://doi.org/10.1039/C5QI00182J
https://doi.org/10.1039/C5QI00182J
http://pubs.acs.org/journal/acsodf?ref=pdf
https://doi.org/10.1021/acsomega.3c06534?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

