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Abstract: This work contributes to enlightening the opportunities of the anisotropic scheme of non-
covalent interactions present in supramolecular materials. It provides a top-down approach based on
their selective disruption that herein has been employed to process a conventional microcrystalline
material to a nanofibrillar porous material. The developed bulk microcrystalline material contains
uracil-1-propionic acid (UPrOH) nucleobase as a molecular recognition capable building block.
Its crystal structure consists of discrete [Cu(UPrO), (4,4’-bipy), (H, O)] (4,4'-bipy=4,4'-bipyridine)
entities held together through a highly anisotropic scheme of non-covalent interactions in which
strong hydrogen bonds involving coordinated water molecules provide 1D supramolecular chains
interacting between them by weaker interactions. The sonication of this microcrystalline material
and heating at 45 °C in acetic acid—-methanol allows partial reversible solubilization/recrystallization
processes that promote the cross-linking of particles into an interlocked platelet-like micro-particles
metal-organic gel, but during CO, supercritical drying, the microcrystalline particles undergo a
complete morphological change towards highly anisotropic nanofibers. This unprecedented top-
down microstructural conversion provides a nanofibrillar material bearing the same crystal structure
but with a highly increased surface area. Its usefulness has been tested for HPLC separation purposes
observing the expected nucleobase complementarity-based separation.

Keywords: metal-organic gels; metal-organic aerogels; analytical applications; coordination polymers

1. Introduction

Coordination complexes and polymers (CCs and CPs) are fascinating compounds
formed by the combination of different building blocks through coordination bonds, mainly
metal ions and organic molecules [1,2]. The building blocks, structure, and morphology
mark the final properties of the obtained compounds [3-7]. In addition, the incorporation
in the CPs or CCs of organic ligands with molecular recognition abilities allows the de-
sign of 3D networks to be based not only on coordination bonds but also using weaker
supramolecular interactions such as hydrogen bonds or van der Waals [8-11]. The presence
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of anisotropic supramolecular interactions provides interesting strategies for incorporating
new properties into these materials [12].

The study of morphological transformations in CPs is fascinating since a small struc-
tural change can significantly affect their physicochemical properties. For this reason,
studies have been carried out on structural changes related to the variation in pH [13], the
concentration of reagents [12], the presence of other components [14,15], the application
of ultrasound [16,17], among others [18-20]. Additionally, the particle size of CCs can be
reduced from micrometers to nanometers by modifying their synthetic conditions allowing
new and exciting applications [21,22].

The fine-tuning of the synthetic conditions can even produce metal-organic gels
(MOGs) in which these particles are interlinked into a meso/macroporous material [23,24].
In this regard, although increasingly understood, the gel’s formation mechanisms remain
far from being settled knowledge as many factors can affect both their formation and
stability [14,25-31]. Moreover, these new materials are linked to nanomaterials science since
their obtaining implies mostly a bottom-up approach (to our knowledge, no precedents
have been found for the preparation of metallogels via top-down approach) [32].

Light air-filled 3D microstructures, called metal-organic aerogels (MOAs), with at-
tractive mechanical [25] or chemical responsiveness properties [33,34], can also be created
through supercritical drying (CO;) of MOGs [35-37]. Indeed, by combining Cu(OAc),,
uracil-1-acetate (UAcO) and 4,4’-bipyridine (4,4'-bipy), we have recently designed a mono-
dimensional CP composed of a double chain with a [Cuy(u-CH3COO);(p-4,4'-bipy),] core
decorated with terminal UAcO residues. The control of the experimental conditions allows
the preparation of the corresponding MOA, whose mesoporous microstructure is formed
by entangled nanoribbons with a specific surface area of 21 m? g~ [22].

In this work, uracil-1-propionic acid (UPrOH) replaces the uracil-1-acetic acid to pro-
vide a new coordination compound of formula [Cu(UPrO),(4,4’-bipy),(H,0)] (CuUPrO),
in which the coordination bond polymerization is avoided, and its crystal structure is
completely sustained by an anisotropic network of non-covalent interactions. The particle
morphology of the pulverulent bulk material consists of quasi-hexagonal micrometric
platelets. The use of an unprecedented top-down approach with ultrasound, temperature,
and small amounts of acetic acid produces its gelation (CuUPrO@MOGQG), retaining the
morphology of the micrometric particles. The CO, supercritical drying leads to the cor-
responding metal-organic aerogel (CuUPrO@MOA). Interestingly, this change gave rise
to a rare microstructural transformation of the previously platelet micrometric particles
into nanofibers with a very high aspect ratio while retaining the internal crystallographic
structure. This phenomenon, as far as we know, is unprecedented. The new morphology
of the particles observed in CuUPrO@MOA provides a larger specific surface area [22].
This fact would lead in principle to an enhanced interaction capability of this new material
and a better separation performance than previously observed for CuUAcO@MOA [22].
However, the mechanical properties of these materials do not allow them to be directly
incorporated in HPLC columns as they are unable to withstand the pressure gradient,
and their porous microstructure collapses in a dense, compact form that blocks the flux
along the column. To overcome this drawback, we employed a mechanical mixture of a
small amount of CuUPrO@MOA with micrometric quartz particles (510, /MOA) for which
parameters such as the size of the quartz particles and the mixture ratio were optimized.
The optimized stationary phase was used to effectively separate 9-methyladenine (9-MeA)
from 1-methylthymine (1-MeT) and 1-methyluracile (1-MeU). Finally, theoretical calcula-
tions were performed to analyze the interaction energies of [Cu(UPrO),(4,4'-bipy),(H,0)]
discrete entities with CO, and with methylated nucleobases, to support both the selective
disruption of the supramolecular interactions leading to the microstructural transforma-
tion above described and also the elution sequence of the methylated nucleobases in the
chromatograms.



Nanomaterials 2022, 12, 675

30f16

2. Materials and Methods
2.1. Reagents

Commercial reagents and solvents were procured from standard chemical suppliers:
Uracil-1-propionic acid (UPrOH) 98%, Fluorochem (Glossop, UK) 4,4’-Dipyridyl (4,4’-bipy)
98%, Sigma-Aldrich (Darmstadt, Germany); CuSO4-5H,O > 98%, Prolabo (Camorino,
Switzerland); sodium hydroxide 98.5% (NaOH) Scharlau (Barcelona, Spain); Glacial acetic
acid (AcOH) 99.8% Carlo Erba Reagents (Val-de-Reuil, France); MeOH 99.8% and EtOH
99% Scharlau (Barcelona, Spain); and used as received.

2.2. Characterization Techniques

Mineral oil was used to coat the selected crystals which were mounted on MiTeGen
MicroMounts (from Ithaca, NY, USA). Single-crystal X-ray diffraction was carried out in a
Bruker D8 KAPPA series II (from Karlsruhe, Germany) with APEX II area-detector system
equipped with graphite monochromated Mo K radiation (A = 0.71073 A). The abundance
of collected data enabled empirical absorption corrections (SADABS) [38] to be applied
using multiple measurements of symmetry-equivalent reflections. SAINT program version
6.14 (Bruker AXS Inc.), [39] which applied corrections for Lorentz and polarization effects,
was used to integrate raw intensity data frames. Space-group determination, structure
solution, and refinement were carried out using the Bruker SHELXTL Software Package
version 8.27B (Bruker AXS) [40]. By direct methods (SHELXS-97), [38] completed with
different Fourier syntheses, the structures were solved and refined with full-matrix least-
squares using SHELXS-97 minimizing w(F,? — F.2)?. Weighted R factors (Ry) and all
goodness of fit S are based on F?; conventional R factors (R) are based on F. All non-
hydrogen atoms were refined with anisotropic displacement parameters. All scattering
factors and anomalous dispersion factors are contained in the SHELXTL 6.10 program
library. Table 1, Tables S1 and S2 contain the most relevant data acquisition and structure
refinement information.

Table 1. Hydrogen bonding interactions (A, °) for CuUPrO [a].

D-H.--A [b] H---A D---A D-H.--A
N3-H---N20i 2.05 2.900(4) 172.5
Olw-H---092ii 191 2.677(3) 156.0
C6-H---O91iii 242 3.279(4) 153.0
C15-H:--O2iv 2.38 3.302(4) 170.1
C22-H---O2iv 2.27 3.200(5) 174.4
C19-H:---O4v 241 3.333(5) 169.4

@ Symmetry codes: (i) —x+3/2, -y +1/2, —z+ 1; (ii)x,y — 1, z; (ii)) x, y + 1,z (iv) x, =y, z + 1/2; (v) —x +3/2,
-y+3/2,—z+1. b D: donor; A: acceptor.

Infrared (FI-IR) spectra were recorded on a Perkin Elmer 100 spectrophotometer using
a PIKE Technologies MIRacle Single Reflection Horizontal ATR Accessory (Bridgeport, CT,
USA) from 4000 to 500 cm ™.

Elemental analysis was performed on an elemental microanalyzer LECO CHNS-932
(Madrid, Spain). It works with controlled doses of O, and a combustion temperature of
1000 °C.

Powder X-ray diffraction was carried out using a PANalytical X'Pert PRO (from
Malvern, UK) Cu-Ko configuration (A = 1.5418 A) with 8/26 geometry, equipped with a
secondary monochromator and fast X'Celerator detector (Malvern, UK) which was used
for general assays. Theoretical X-ray powder diffraction patterns were calculated using
Mercury 2020.2.0 software by CCDC from the Crystallographic Cambridge Database (CSD).

Thermogravimetric analysis (TGA) was made with a TGA Q500 Thermobalance
provided with an EGA (Evolved Gas Analysis) furnace (TA instruments, Madrid, Spain)
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and a quadrupole mass spectrometer Thermostat Pfeiffer from Tecnovac (Madrid, Spain),
to analyze gases produced from the sample. A Pt sample holder was used to deposit
powder sample and N; flow of 90 mL/min as purge gas, with a heating ramp from room
temperature to 1000 °C at 10 °C/min.

Field-emission scanning electron microscopy (FESEM) images were taken on a JEOL
JSM 7600F microscope (Croissy-sur-Seine, France). SEM-EDX images and EDX spectra were
performed using a Hitachi S-3000N microscope with an ESED coupled to an INCAx-sight
EDX analyzer (Krefeld, Germany). For the latter equipment, the samples were metalized
with a 15 nm gold layer under a pressure of 1072 Pa.

Magnetic measurements were performed in a Quantum Design MPMS-XL-5 SQUID
magnetometer (San Diego, CA, USA) in the 2-300 K temperature range with an applied
magnetic field of 0.1 T to the crystalline samples.

Adsorption measurements were completed on a Quantachrome Autosorb-iQ-MP
(Florida, USA). Prior to N; (Table 2) and CO, adsorption measurements, all samples were
outgassed under vacuum at 50 °C for 6 h. Nitrogen adsorption data were collected at 77 K,
while carbon dioxide adsorption data were obtained at 273 and 293 K.

Table 2. Surface area and pore volume data.

SBET a Smicro b Vmicro b Vr ¢
Sample (m?g1) (m?g-1) (m®g1) (cm3 g 1)
CuUPrO@MOA 67.1 47.1 0.019 0.065

2: BET specific surface area. b, micropore surface area (Smicro) and volume (Vmicro) are estimated from the t-plot

calculation. ©: total specific pore volume (VT) is computed at P/Pg = 0.99 to account for pores smaller than 200 nm,
respectively.

2.3. Theoretical Methodology and Computational Details

All ab initio calculations were carried out by an adequate combination of the localized
basis set Gaussian16 [41] and the plane-wave QUANTUM ESPRESSO atomistic simulation
packages [42] to obtain optimized structures and characterize the interaction between the
[Cu(UPrO),(4,4"-bipy),(H,0)] discrete entities, with CO, and with different methylated
nucleobases as well as to analyze the effect in these interactions of a water solvent reaction
field [41]. In addition to this, to evaluate intermolecular interactions within the crystalline
structure of the compound [42] by accounting periodic conditions.

2.4. Synthesis

2.4.1. Synthesis of [Cu(UPrO),(4,4"-bipy),(H,0)] (CuUPrO) and
[Cu(SO4)(44"-bipy)]n-2nH, O Single-Crystals

CuSO4-5H,0 (0.1 g, 0.4 mmol), UPrOH (0.147 g, 0.8 mmol), NaOH (0.032 g, 0.8 mmol)
and 4,4'-bipy (0.125 g, 0.8 mmol) were mixed in 12 mL of Milli-Q water (pH = 4.2) in a glass
hydrothermal reactor and stirred for 10 min at room temperature. Then, the mixture was
heated at 120 °C for 24 h, followed by a cooling ramp at ca. 0.083 °C/min. Following this,
blue crystals altogether with a small amount of green crystals were obtained. The mixture
was filtered off and manually separated, washed with water, ethanol, diethyl ether, and
dried in air. Blue crystals were suitable for single-crystal X-ray diffraction studies (Figure S1
and Table 1, Tables S1 and S2), which belong to the compound CuUPrO (78% yield based
on Cu). Chemical Analysis, calculated (found) % for C34H31CuNgOg: C, 53.79 (53.24); H,
4.12 (4.30); N, 14.76 (14.39). Characteristic IR bands (cm™1): 3262 (w), 1682 (s), 1591 (s), 1406
(s), 1298 (m), 1225 (m) and 809 (w). Green crystals belong to the published coordination
polymer [Cu(SO4)(4,4"-bipy)]n-2nH,O [43] (yield 5% based on Cu).

2.4.2. Synthesis of [Cu(UPrO),(4,4'-bipy)2(H,0)] (CuUPrO) in Bulk

A mixture of CuSO4-5H,0 (0.1 g, 0.4 mmol), UPrOH (0.147 g, 0.8 mmol), NaOH
(0.032 g, 0.8 mmol) and 4,4- bipy (0.125 g, 0.8 mmol) was stirred in 19 mL of Milli-Q water
(pH = 4.5) for 25 min at room temperature. The resulting blue suspension was filtered off,
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washed with water (15 mL x 3), ethanol (15 mL X 3), diethyl-ether (15 mL x 3), and dried in
air (yield: 86% based on Cu). Chemical Analysis, calculated (found) % for Cz4H3;CulNgOg:
C,53.79 (52.41); H, 4.12 (4.30); N, 14.76 (14.21); S, 0 (0.38). Characteristic IR bands (cm™!):
3262 (w), 1682 (s), 1591 (s), 1406 (s), 1298 (m), 1225 (m) and 809 (w) (Figure S2). PXRD
pattern of powdery blue solid is depicted in Figures S3 and S4.

2.4.3. Synthesis of CuUPrO@MOG and CuUPrO@MOA

A total of 0.08 g of compound [Cu(UPrO),(4,4’-bipy),(H,0)] (CuUPrO) was scattered
in 0.17 mL of glacial acetic acid and 4 mL of MeOH, followed by sonication in an ultrasound
bath for 15 min and heated at 45 °C for another 15 min (37 kHZ, 380 W). Following this, a
blue gel was obtained, CuUPrO@MOG. This gel was immersed in acetone for 48 h to allow
the solvent exchange between methanol and acetone and to dilute the remaining acetic acid.
Then, the gel was introduced into a filter paper box inside an autoclave to exchange acetone
by liquid CO; (five times, one hour per exchange). Finally, CutlUPrO@MOA was obtained by
raising the temperature of the reactor up to 40 °C (pressure increases accordingly up to ca.
80 bar) to obtain CO, as a supercritical fluid. It was left at these conditions for half an hour,
and later the pressure was driven down to atmospheric pressure by slowly releasing CO,
through the purge valve of the autoclave reactor. Chemical Analysis, calculated (found) %
for theoretical (C34H31CuNgOy)-3CH3OH: C, 51.96 (52.04); H, 5.07 (4.84); N, 13.10 (13.33); S
0 (0.72). Characteristic IR (Figure S5) bands (cm™1): 3266 (w), 1683 (s), 1593 (s), 1404 (s),
1293 (m), 1227 (m) and 808 (w). PXRD of CuUPrO@MOA is depicted in Figure S6.

2.5. HPLC Column Design

Steel columns of 100 mm length and 4.6 mm diameter were filled with SiO, micropar-
ticles and the CuUPrO@MOA. Different morphological SiO, particles (manually grounded,
grounded in a ball-miller, and commercial mesoporous microspheres) were employed using
variable loads of CulUPrO@MOA (0, 2.5, 5, and 7.5 wt.%) which were used for column opti-
mization (Tables 3-5). Prepared columns can work under moderate pressure (500-1500 psi)
and broadly used HPLC conditions (hexane/isopropanol 90:10; flow 1.0 mL min~1!).

Table 3. Column compositions and resolution values for toluene/binol separation 2.

Composition tr (min) W2 (8) Rs

SiO; Grinding MOA (%)  Toluene Binol Toluene Binol
A manually 5.0 1.525 2.690 15 37 1.59
B ball-miller 25 1.516 2.627 23 43 1.19
C ball-miller 5.0 1.414 3.185 15 50 1.93
D ball-miller 7.5 1.598 4.180 36 98 1.36
Eb ball-miller 5.0 1.597 2.022 10 11 143

@ Resolution Rg = 1.18*(try — tr1)/(Wh/2,1 + Wp/2,2) Where tg is the retention time measured at maximum intensity;
W7 is the peak width at the half-height. ® CuUPrO is used instead of CuUPrO@MOA.

Table 4. Column compositions and values of resolution (Rs) for 2-naphthol and binol separation.

Composition tg (min) Why2 (5) o? R, P

SiO; Grinding MOA (%) 2-Naphthol Binol 2-Naphthol Binol

B ball-miller 25 1.696 2.433 49 27 5.09 0.60
C ball-miller 5.0 1.686 3.045 70 28 6.00 1.00
D ball-miller 7.5 2.045 3.843 81 47 5.02 0.95

@ Separation factor « = (try — to)/(tr1 — tp) with ty representing the retention time for toluene which it can
be assumed is not retained. P Resolution Rg = 1.18(tgy — tr1)/(Wh /21 + Why2,2) where tg is the retention time
measured at maximum intensity; wy, /; is the peak width at the half-height.
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Table 5. Interaction energy per molecule (in KJ/mol), Ej,; /molecule, between CuUPrO and methy-
lated nucleobases for one molecule per unit cell and for two different adsorption configurations.

Configuration I (E;,¢/molecule, KJ/mol)  Configuration II (E;,¢/molecule, KJ/mol)

9-MeA 59.7 42.4
1-MeT 30.8 20.2
1-MeU 31.8 22.16

Positive sign of Ej; represents favorable bonding.

3. Results and Discussion
3.1. Crystal Structure Description of CullPrO

Compound CuUPrO was obtained with a high yield in water both under room and
hydrothermal conditions by the reaction of CuSO4-5H,0 with UPrOH, NaOH, and 4,4'-
bipyridine in a 1:2:2:2 stoichiometry. The NaOH was used to deprotonate the carboxylic
group of the propionic acid. Suitable blue single-crystals for XRD structural character-
ization were obtained by hydrothermal reaction during 24 h at 120 °C. The resulting
coordination compound crystallizes in the monoclinic C2/c space group (Figure 1 and
Figure S1, Table S1). It consists of discrete [Cu(UPrO),(4,4’-bipy),(H,0O)] entities. The
Jahn-Teller effect of the Cu(Il) center is responsible for its elongated square-pyramidal
coordination-geometry (Figure 1a). The bond distances in the basal plane lie around 1.96
and 2.03 A involving two oxygen atoms from two syn-coordinated uracil-1-propionate
ligands and two nitrogen atoms from two 4,4’-bipy. The apical position with a significantly
longer bond distance (2.21 A) is occupied by one oxygen atom from a water molecule.
Elected coordination bond lengths and angles are gathered in Table S2.

The water molecule establishes a symmetry-related double hydrogen-bond (Ow-
H---092) with the uncoordinated carboxylate oxygen atoms (Table 1) from an adjacent entity
(“head-to-tail” interaction) to provide a 1D spreading supramolecular chain. These chains
are further connected among them through hydrogen bonds involving the uracil residues,
which establishes a complementary hydrogen bond interaction with the uncoordinated
edge of the 4,4'-bipy ligand (C19%ipy-H:-Odyracit and N3 yracii-H---N20pipy) groups, “side-
to-side” interactions. The uracil O2 position also receives two hydrogen bonds from the
4,4'-bipy ligand aromatic C-H groups (C15pipy-H- - O2yracit and C22p;py-H-+O2yra¢i1). There
is no evidence of any close contact between the aromatic ring of the organic ligands that
could suggest any kind of m-stacking interaction, probably because the abundance of
hydrogen-bond donor and acceptor positions available in this compound precludes the
necessity of any further stabilization through this kind of usually less robust supramolecular
interactions.

DFT calculations on the interaction energies between the [Cu(UPrO), (4 ,4'-bipy), (H20)]
discrete entities reveal the highly anisotropic nature within the supramolecular interac-
tion network, being the hydrogen bonding interaction involving the coordinated water
molecule far stronger than the lateral supramolecular interactions. Figure 2 shows the
result of these calculations, by which we have evaluated, under periodic conditions, the two
major stabilizing cohesive interactions within the crystal. On one side, the “head-to-tail”
interaction stabilizing the mono-dimensional chains (Figure 2a) results in a cohesive energy
of 144 KJ/mol per discrete entity, involving a double strong hydrogen bond interaction
(bond-length: 2.67 A), whilst the “side-to-side” interaction (Figure 2b) results in an in-
teraction energy of 64 KJ/mol per discrete entity for two less strong symmetry-related
N-H---N hydrogen bonds (bond-length: 2.89 A). These values manifest, as mentioned, a
high anisotropy between the cohesive stabilization forces, which would lead to a prevalence
of the mono-dimensional disposition of the subunits by means of “head-to-tail” interactions
overriding the “side-to-side” cohesion. This fact agrees with the below described formation
of nanofibers which may have its origin in a plausible electrostatic “lateral” piling of the
prevailing mono-dimensional chains.
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Figure 1. (a) Monomeric [Cu(UPrO),(4,4'-bipy), (H>0)] (CuUPrO) entity, (b) supramolecular chains
through water-mediated hydrogen bonds (dashed lines), and (c) crystal packing of compound
CuUPrO along the crystallographic b axis showing the hydrogen-bonding interactions involving the
uracil residue.

a)

b)

144 KJ/mol {l

2.89A/?

Vs

\Q 64 KJ/mol

Figure 2. Pictorial sketch of the two non-equivalent stabilizing cohesive interactions separately within
the [Cu(UPrO);(4,4-bipy)>(H>O)] compound: (a) “head-to-tail” interaction and (b) “side-to-side”
interaction between discrete entities. Interaction energies and representative bond lengths are also
indicated.
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Scanning electron microscopy (SEM) images of compound CuUPrO indicate a plate-
like crystal morphology with several microns width and 50 £ 30 nm height (Figure 3). It
should be noted the presence of trace levels of [Cu(SO4)(4,4’-bipy)]n-2nH,0O [43] during
room-temperature synthesis of CuUPrO, was confirmed by a detailed study through XRD
and SEM-EDX. The complete characterization of CuUPrO is depicted in Figures S7-516
(see Supplementary Materials).

Figure 3. Optical microscope image of CuUPrO single-crystals (a). SEM images of powdery CuUPrO (b).
3.2. Preparation of MOG and MOA

In general, the gelation process induced via top-down approaches has been rarely
studied [44], and focusing on metal-organic gels (MOGs), as far as we know, this work
represents the first example of this kind of approach. The optimized procedure (Tables 54
and S5) implies sonicating 80 mg of CuUPrO in 4 mL of methanol containing 0.17 mL of
acetic acid for 15 min and subsequent heating of the mixture at 45 °C (Scheme 1) for another
15 min. Unlike most of the reported works [45], the plate-like morphology of the particles
comprising the CulPrO@MOG (Figure S11c) was drastically transformed into very long
(lengths above the micrometer) and relatively homogeneous nanofibers with 24 £ 6 nm
diameter (Figures S11d and S12) during the CO, supercritical drying procedure, which are
entangled together to provide CuUPrO@MOA (Scheme 1d).

Surprisingly, CuUPrO@MOA retains the CuUPrO structure with almost no loss of
crystallinity (Figure S6) and several experiments were performed to obtain a deeper insight
into the mechanism leading to this microstructural transformation (Figure S13). The first
clear evidence comes from the liquid CO, performed over pristine bulk samples not
subjected to the gelation procedure, which did not exert any change on the hexagonal
platelets (Figure 514). In contrast, the same platelets in the gelled sample produced the
above-mentioned transformation. Consequently, it can be inferred that the presence of
small amounts of acetic acid (acetic acid solely as the solvent produces entire dissolution of
CuUPrO) remaining from the gelation procedure, despite the gel being previously subjected
to exchange solvent with acetone for 48 h, plays a crucial role in the transformation
mechanism as well as the starting copper salt used since no gel is formed when it is
employed with a starting salt different from CuSO, (Figures S4 and S10 and Table S3).
Additional information arose from the bulk CuUPrO and acetone-soaked CuUPrO@MOG
gel samples subjected to 50 bar in an argon atmosphere (Figure S13b,d). The bulk sample
does not show any substantial change in argon or liquid CO,, but the CulPrO@MOG
samples display clear evidence of an incipient unravelling process (Figure 4b) of the initial
platelet-shaped crystals (more evident for liquid CO; than for argon) (Figure S13e,d).
However, the unravelling is only completed under CO, supercritical conditions in which
the initial platelets have completely disappeared, and the resulting fibers (Figure 4c) are
curled into a mesoporous and light aerogel.
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i) 0.17 ml AcOH
+4 ml MeOH

Scheme 1. Illustration scheme of MOG and MOA process in which powdery CuUPrO (a) is dispersed
in a mixture of acetic acid (AcOH) and methanol (MeOH) (b), transformed into CuUPrO@MOG after
applying ultrasound sonication for 15 min and heating at 45 °C (c), and finally, transformed into
CuUPrO@MOA by its CO, supercritical drying (d).

Figure 4. FESEM images of the transformation process from hexagonal platelets of CuUPrO (a) after
applying the top-down approach, in which an unravelling process of crystals is observed (b) when
they are subjected to liquid CO, for 5 h at 50 bar at 10 °C. Finally, the transformation ends when CO,
transforms from liquid to supercritical state (40 °C, 80 bar), resulting in curled nanofibers (c).
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The reasons for this behavior could be identified in the acetic acid molecules remaining
from the gelation procedure, which play an initiator/catalyst role due to its capacity to
reversibly protonate the heteroatoms of both the uracil and pyridine residues of the ligands,
leading to a disruption of the less strong lateral supramolecular interactions. The latter
would start separating supramolecular chains, observable as parallel cracks in the crystal
surface. However, to allow progression of this process, the solvent must interact strongly
enough with the lateral residues of the supramolecular chain to keep the emerging fibers
separated. At this late stage of the mechanism, the solvation properties of the solvent
are crucial since poor solvating solvents do not allow the initial crackings to progress
(acetone pressurized at 50 bar under an argon atmosphere). In the case of more interactive
conditions (liquid CO,) the fibers begin emerging from the platelets to finally complete
disaggregation of the nanofibers under better solvating conditions provided by supercritical
CO,, which takes place without any retention of the initial platelets. Supercritical CO,
provides the perfect balance of the required solvation capabilities to disrupt only the
lateral weaker supramolecular interactions leaving the stronger water-mediated hydrogen
bonding synthons unaltered that hold together the complexes within the 1D supramolecular
chain. The use of more solvating capable solvents, such as water, gives rise to a complete
disruption of all supramolecular interactions and to the sample solubilization. Theoretical
calculations on the interaction energies between the uracil and pyridine residues of the
ligands with CO, provide values (Figure S17) close to or greater than those of the lateral
interchain interactions but still weaker than the synthon merging the supramolecular chain.

Several previous studies confirm the high degree of morphological tailorability of
coordination compounds and other soft materials depending on the reaction time, solvent,
light induction, pressure, ultrasound-induction, and temperature, among other parame-
ters [19,46]. However, as far as we know, no studies have reported such microstructural
changes during the CO; supercritical drying procedure [47,48].

3.3. Analysis of CullPrO@MOA Adsorption Properties

The N, (77 K) adsorption curve resembles a type Il isotherm (Figure S15a), indicating a
dominating macroporosity. Data (specific surface area, pore volume, and lamella thickness
values) obtained from the adsorption isotherm are shown in Table 2. CuUPrO@MOA,
triples the surface area values of the recently reported CuUACO@MOA (67 vs. 21 m?
g~ 1) [22]. As CuUPrO lacks intrinsic porosity, a higher surface area value can be ascribed
to smaller particle size of the nanofibers (section: 12 x 23 nm) with respect to the platelets
(thickness: 50 nm, lateral dimensions of several microns).

Moreover, CuUPrO@MOA exhibits the thinnest particle and certain contribution
of microporosity which can be ascribed to the presence of narrow cavities among the
nanofibers in the aerogel microstructure.

In this respect, quenched solid density functional theory (QSDEFT; slit-pores) was used
for modeling pore size distribution (PSD) as implemented in ASiQwin software (V5.2, 2017,
Quantachrome, Boynton Beach, FL, USA). The low R2-factors (0.1%) and the good agree-
ment between DFT (69.1 m? g~1) and BET area (67.1 m? g~!) values support the suitability
of the selected DFT kernel. According to the trend inferred from the above-mentioned abso-
lute pore volume values (Vpjcro and Vr) and the PSD plots (Figure S15b) it was confirmed
that CuUPrO@MOA exhibits a great microporous contribution (pores < 2 nm).

In the second instance, the characterization of the porosity was completed with the
measurements of CO, adsorption isotherms at 273 and 293 K to estimate the isosteric heats
of adsorption (Qst) (Figure S16). The Qs value was calculated using the modified Clausius—
Clapeyron equation [49], which is the limit of zero loading approach to 39.6 K] mol~!. This
value is comparable to those reported for well-known MOFs MIL-101(Cr) (44 KJ mol 1),
MOE-74(Ni) (42 KJ mol 1), bioMOF-1(Zn) (35 KJ mol 1), MIL-53(Al) (35 KJ mol~!), and
HKUST-1(Cu) (35 KJ mol~1) [50]. The isosteric heat values of the herein CutUPrO@MOA
can be regarded as relatively high values when compared with inorganic aerogels and
metal-organic aerogels, [51] which can be probably related to amino functionality of
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the coordination polymer arising from the nucleobase residue and the microstructural
microporosity contribution.

3.4. CullPrO@MOA as Stationary Phase for HPLC Column Design

To create a composite filler capable of adequately performing in HPLC conditions, a
total of six different columns (A-E, Table 3) were prepared in which several parameters
were analyzed: ball-miller or manually ground SiO, particles as cofiller, CuUPrO, or
CuUPrO@MOA, greater or lower CuUPrO@MOA content. The column performance was
analyzed using two aromatic representative molecules (toluene and binol) for separations
of various aromatic compounds such as toluene and binol, which was evaluated. All latter
prepared columns (except column B and column E) provide effective baseline separation of
these representative molecules (toluene and binol), while retention is inexistent using only
Si0; particles as filler, indicating the efficiency of our aerogel under these conditions, as
stationary phase.

The results of columns A and B indicate that for the same CuUPrO@MOA amount
columns filled with ball-miller ground SiO, (particle size < 5 pm) show better performance
than the column filled with manually ground SiO, (particle size: 10-30 um) as shown
in Figure S18. Regarding the CuUPrO@MOA percentage in the HPLC column, the best
resolution parameters are obtained for column C (5% of CuUPrO@MOA). This result is
promising as it indicates that a functional HPLC column stationary phase can be achieved
simply using a modest amount of the active material. Moreover, it is worth noting the
effect of the material microstructure on column performance when columns C (filled
with CuUPrO@MOA) and E (filled with the bulk CuUPrO) are compared. The greater
surface area provided by the nanofibers of the aerogel clearly boosts the performance of
the HPLC column.

Thereafter, the capability of the CuUPrO@MOA filled HPLC columns to separate
compounds with similar polarities (binol and 2-naphthol) was tested (Table 4). Although
in none of these columns complete line base separation was achieved, the separation factor
() and resolution (Rs) values indicate a better performance of column C with 5.0% of
CuUPrO@MOA (Table 4: « = 6.00 and Rs = 1.00). The size-based and interaction-based
separation implies higher retention for binol than the less bulky and less hydrogen bonding
capable 2-naphthol.

Column C, which exhibited the best separation performance, was used to deter-
mine the retention time for a series of methylated nucleobases. The results indicate that
N9-methyladenine (9-MeA) (tr = 14.064 min) could be efficiently separated from N1-
methylthymine (1-MeT) (tg = 2.151 min) and N1-methyluracil (1-MeU) (tg = 3.130 min).
To confirm this, a mixture of 9-MeA and 1-MeT was injected in the column, using a more
polar hexane/isopropanol 80:20 ratio (flow 1.0 mL min~!) to reduce the peak tailing, giving
rise to the chromatogram depicted in Figure 5. The obtained separation (« = 21.29) and
resolution (Rg = 1.28) indicate a good performance on this task.

In order to analyze the interaction energy of the CuUPrO entities and the selectivity
in the stabilization of the different 9-MeA, 1-MeT, and 1-MeU nucleobases, a battery of
DFT-based calculations were carried out. Two favorable adsorption sites per CuUPrO
entity involving different sides of the uracil residue (configuration I: C2=02 and N3-H side;
configuration II: N3-H and C4=04) were detected (see further details on all the different
configurations tested in Suppl. Info., Figures S19-522). The obtained hydrogen bond
distances for the adsorbed species ranged between 2.75 and 2.95 A, typical of the Watson—
Crick nucleobase-pair interactions. Table 5 summarizes the main findings obtained from
these calculations. Interestingly, 9-MeA nucleobase yields the strongest interaction energy
per molecule, with the values of 59.7 KJ/mol and 42.4 KJ/mol for configurations I and II,
respectively. Similar configuration I and II arrangements for 1-MeT and 1-MeU molecules
provide adsorption energies that are roughly half those of 9-MeA. Performing the same
calculations with a water solvent reaction field modifies the energy values less than 5% and
does not alter the energetic ordering.
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The chromatogram retention times seem to follow the expected order of elution based
on these theoretical calculations: 1-MeT < 1-MeU << 9-MeA, which agrees with the expected
preference towards canonical A-U base-pairing interaction.
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Figure 5. 9-MeA and 1-MeT separation achieved with the quartz/metal-organic gel composite HPLC
column C.

4. Conclusions

A novel top-down approach was provided based on the selective disruption through
CO, supercritical drying of the anisotropic supramolecular interactions to transform a
conventional microcrystalline compound into a far more porous nanofibrillar material. The
anisotropy of the non-covalent interactions in [Cu(UPrO),(4,4'-bipy),(H20O)] complex with
extremely strong hydrogen-bonds in one direction and relatively weak lateral interactions
provides an opportunity for their selective disruption based on the interaction capabilities of
the solvent (supercritical CO;) and the presence of small amounts of acid species (acetic acid)
as initiators. Based on this approach, a profound microstructural change can be achieved by
dismantling nanometric wide strips from the original micrometric platelet-shaped crystals.
This microstructural transformation boosts the inherent selective recognition capabilities of
the uracil residue within the [Cu(UPrO),(4,4’-bipy),(H,0)] units providing an increased
surface for the interaction with the analyte. Such features can prove to be extremely useful
in applications such as HPLC chromatography, according to the successful results obtained
in the separation of methylated nucleobases.

Supplementary Materials: The following are available online at https:/ /www.mdpi.com/article/10
.3390/nano12040675/s1, Figure S1: Asymmetric unit of compound CuUPrO showing the thermal
ellipsoids at 50% probability level, Figure S2: IR spectra of [Cu(UPrO);(4,4’-bipy),(H,0)] (CuUPrO),
Figure S3: PXRD patterns of [Cu(UPrO),(4,4’-bipy)>(H,0)] (CuUPrO). Blue line corresponds to
the experimental data and black line corresponds to simulated data, Figure S4: PXRD patterns
of [Cu(UPrO),(4,4'-bipy), (H,0)] (CuUPrO), from CuSO,-5H,0 as starting salt, and [Cu(SO,)(4,4'-
bipy)]n-2nH,O. Blue and black lines correspond to the experimental and simulated data, respectively.
Green line corresponds to the simulated data of [Cu(SO4)(4,4"-bipy)]n-2nH,O. Signed peaks (9.1, 9.9,
12.2,16.3 and 24.7°) indicate the presence of impurities of [Cu(SOy)(4,4'-bipy)]n-2nH,0O in CuUPrO
blue solid, Figure S5: IR spectra of CuUPrO@MOA (black line) and compound CuUPrO (blue
line), Figure S6: PXRD patterns of CuUPrO@MOA (black line) and compound CuUPrO (blue line),
Figure S7: Thermal variation of xmT (left) and M (right) for compounds CuUPrO (a) and CuUPrO (b),
Figure S8: Thermal stability of compound CuUPrO in bulk, synthesized from CuSO4 Thermogram
signals: black and red line (weight (TG) and derivate weight (DTG), respectively) represent the stages
of the losses produced. Multicolor-labelled lines represent the ion current associated with each mass
lost in each stage, Figure S9: Thermal stability of compound CuUPrO@MOA. Thermogram signals:
black and red line (weight (TG) and derivate weight (DTG), respectively) represent the stages of
the losses produced. Multicolor-labelled lines represent the ion current associated with each mass
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lost in each stage, Figure 5S10: SEM-EDX images (a—) for compound CuUPrO in bulk, synthesized
from CuSOy-5H,0, Figure S11: FESEM images of polycrystalline compound CuUPrO (a) and its
transformation during sonication process (b), after 45 °C and its exchange with acetone (c) and finally,
after its drying with supercritical CO, (d), Figure S12: Statistical dimension based on the diameter
of CuUPrO@MOA nanofibers, Figure S13: Schematic illustration of the experiments performed on
pristine CuUPrO (a); after being subjected to Ar(g) for 5h at 50 °C (b) and after applying the gel
method and exchanging with acetone to obtain CuPrO@MOG (c). Upon this treatment, CuPrO@MOG
is going through Ar(g) for 5 h at 50 °C (d), liquid CO, for 5 h at 50 bar and 10 °C (e) and finally,
when liquid CO, goes to supercritical state (40 °C, 80 bar) (f), Figure S14: FESEM images of CuUPrO
dispersed in methanol and subjected to liquid CO; for 5 h at 50 bar and 10 °C (a) and under Argon
for 5 h at 50 bar at room temperature (b), Figure S15: N, adsorption isotherms (77 K) (a) and
pore size distribution histogram of CuUPrO@MOA (b), Figure S16: CO, adsorption isotherm of
CuUPrO@MOA at 273 and 293 K (a) and isosteric heats vs CO, loading (b), Figure S17: Pictorial
sketch of the three most reactive sites upon the adsorption of CO, on a CuUPrO unit labelled as
A, B and C, Figure S518: SEM images of the sample polydisperse in sizes. Grinding (especially the
ball mill) reduces the maximum particle size, >40 um for neat sand (A), 10-30 pm for hand milled
sand (B), <5 um for ball milled sand (C) and increases the fraction of smaller particles (<0.5 pm) and
reduces qualitatively the polydispersion, Figure S19: Pictorial sketch of a DFT-optimized two-entities
model of CuUPrO to interact with the three methylated nucleobases 9-MeA, 1-MeT and 1-MeU
(gas-phase structure), Figure S20: Different DFT-optimized configurations of 9-MeA adsorbed on the
CuUPrO discrete entities with two different adsorption configurations. Two units are shown for a
better appreciation of the longitudinal “head-to-tail” monodimensional arrangement. Interaction
energy per MeA is also indicated in each case, Figure S21: Different DFT-optimized configurations
of 1-MeT adsorbed on the CuUPrO discrete entities with two different adsorption configurations.
Two units are shown for a better appreciation of the longitudinal “head-to-tail” monodimensional
arrangement. Interaction energy per 1-MeT is also indicated in each case, Figure S22: Different
DFT-optimized configurations of 1-MeU adsorbed on the CuUPrO discrete entities with two different
adsorption configurations. Two units are shown for a better appreciation of the longitudinal “head-
to-tail” monodimensional arrangement. Interaction energy per 1-MeU is also indicated in each case,
Table S1: Asymmetric unit of compound CuUPrO showing the thermal ellipsoids at 50% probability
level, Table S2: Selected bond lenghts (A) and angles (°) for compound CuUPrO, Table S3: Energy-
dispersive X-ray analysis for compound CuUPrO in which a corresponds to analysis in Figure S10a,b
corresponds to FigureS10 b and c corresponds to Figure S10c. All results are in atomic %, Table S4:
Conditions of gel formation for 0.08 g of compound CuUPrO and 4 ml of solvent. UG: unconsolidated
Gel; G gel; C: colloidal suspension; P: precipitate; S: solution, Table S5: Stability of CuUPrO@MOG
versus different organic solvents, temperature and acetic acid amount. UG: unconsolidated Gel; G:
gel; C: colloidal suspension; P: precipitate; S: solution. Refs. [52-60] are cited in the supplementary
materials.

Author Contributions: The manuscript was written through contributions of all authors. N.M., G.B.,
C.J.G.-G,, participated in the investigation. C.].G.-G., E.R., N.M,, ].L.M., G.B., participated in the formal
analysis, software and in the supervision of the manuscript. P.A.-O. and O.C. participated in the
investigation, methodology, supervision, review, editing, funding acquisition, project administration
and writing of the original draft. All authors have read and agreed to the published version of the
manuscript.

Funding: We thank the grant CTQ2017-87201-P funded by MCIN/AEI/10.13039/501100011033 and
by “ERDF A way of making Europe” for financial support; and Generalidat Valenciana (Prome-
teo/2019/076). We thank the grant PID2019-108028GB-C22 and PID2019-108028GB-C21 funded by
MCIN/AEI 10.13039/501100011033.We thank the grant FEDERPID2020-118422-GB-100 funded by
MCIN/AEI/10.13039/501100011033 and by “ERDF A way of making Europe” for financial support;
and the Basque Government (Grupos IT908-16).

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.

Data Availability Statement: Data presented in this article is available on request from the corre-
sponding author.



Nanomaterials 2022, 12, 675 14 of 16

Acknowledgments: This work is dedicated to Félix Zamora.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Batten, S.R.; Neville, S.M.; Turner, D. Coordination Polymers: Design, Analysis and Applications; RSC Publishing: Cambridge, UK,
2009.

2. Amo-Ochoa, P.; Zamora, F. Coordination polymers with nucleobases: From structural aspects to potential applications. Coord.
Chem. Rev. 2014, 276, 34-58. [CrossRef]

3. Batten, S.R; Chen, B.; Vittal, ].J. Coordination Polymers/MOFs: Structures, Properties and Applications. ChemPlusChem 2016, 81,
669-670. [CrossRef] [PubMed]

4. Goémez-Herrero, J.; Zamora, F. Coordination polymers for nanoelectronics. Adv. Mater. 2011, 23, 5311-5317. [CrossRef] [PubMed]

5. Amo-Ochoa, P.; Alexandre, S.S.; Hribesh, S.; Galindo, M. A.; Castillo, O.; Gomez Garcia, C.J.; Pike, A.R.; Soler, ].M.; Houlton,
A.R.; Harrington, W.; et al. Coordination Chemistry of 6-Thioguanine Derivatives with Cobalt: Toward Formation of Electrical
Conductive One-Dimensional Coordination Polymers. Inorg. Chem. 2013, 52, 5290-5299. [CrossRef] [PubMed]

6.  Amo-Ochoa, P; Castillo, O.; Alexandre, S.S.; Welte, L.; de Pablo, PJ.; Rodriguez-Tapiador, M.I.; Gomez-Herrero, J.; Zamora, F.
Synthesis of designed conductive one-dimensional coordination polymers of Ni (II) with 6-mercaptopurine and 6-thioguanine.
Inorg. Chem. 2009, 48, 7931-7936. [CrossRef]

7. Cepeda, ].; Castillo, O.; Garcia-Teran, ].P; Luque, A.; Pérez-Yafnez, S.; Roman, P. Supramolecular architectures and magnetic
properties of self-assembled windmill-like dinuclear copper (II) complexes with purine ligands. Eur. J. Inorg. Chem. 2009, 2009,
2344-2353. [CrossRef]

8.  Garcia-Teran, J.P; Castillo, O.; Luque, A.; Garcia-Couceiro, U.; Beobide, G.; Roman, P. Supramolecular architectures assembled by
the interaction of purine nucleobases with metal-oxalato frameworks. Non-covalent stabilization of the 7H-adenine tautomer in
the solid-state. Dalton Trans. 2006, 7, 902-911. [CrossRef] [PubMed]

9. Amo-Ochoa, P; Castillo, O.; Guijarro, A.; Sanz Miguel, PJ.; Zamora, F. Supramolecular architectures based on 6-purinethione
complexes. Inorg. Chim. Acta 2014, 417, 142-147. [CrossRef]

10. Pérez-Yafiez, S.; Castillo, O.; Cepeda, J.; Garcia-Teran, ].P.; Luque, A.; Romén, P. Supramolecular architectures of metal-oxalato
complexes containing purine nucleobases. Inorg. Chim. Acta 2011, 365, 211-219. [CrossRef]

11. Hassanein, K.; Zamora, F.; Castillo, O.; Amo-Ochoa, P. Supramolecular interactions in Cobalt (II)-nucleobases complexes: A
methyl matter. Inorg. Chim. Acta 2016, 452, 251-257. [CrossRef]

12. Haldar, S.; Karmakar, K. Concentration dependent morphological transition of nanostructured self-assembly towards hydrogela-
tion seeding from micellar aggregates through stereochemically optimized H-bonding network of amino acid derived cationic
amphiphiles. Colloid Surf. A 2017, 516, 394-404. [CrossRef]

13.  Vasu, AK,; Khurana, R.; Mohanty, J.; Kanvah, S. pH-responsive molecular assemblies of pyridylbutadiene derivative with
cucurbit[7]uril. RSC Adv. 2018, 8, 16738-16745. [CrossRef]

14. Moriche, R.; Prolongo, S.G.; Sanchez, M.; Jimenez-Suarez, A.; Sayagues, M.].; Urena, A. Morphological changes on graphene
nanoplatelets induced during dispersion into an epoxy resin by different methods. Comp. B Eng. 2015, 72, 199-205. [CrossRef]

15. Basak, S.; Falcone, N.; Ferranco, A.; Kraatz, H.-B. Remarkable Morphology Transformation from Fiber to Nanotube of a Histidine
Organogel in Presence of a Binuclear Iron (III)-Sulfur Complex. J. Inorg. Organomet. Polym. Mater. 2020, 30, 121-130. [CrossRef]

16. Zhang,S.; Yang, S.; Lan, J.; Tang, Y.; Xue, Y.; You, J. Ultrasound-induced switching of sheetlike coordination polymer microparticles
to nanofibers capable of gelating solvents. J. Amer. Chem. Soc. 2009, 131, 1689-1691. [CrossRef]

17.  Ye, E; Chen, S.; Tang, G.; Wang, X. Sonication induced morphological transformation between 3D gel network and globular
structure in a two-component gelation system. Colloids Surf. A-Physicochem. Eng. Asp. 2014, 452, 165-172. [CrossRef]

18. Higashiguchi, K.; Matsuda, K. Photoinduced LCST Behavior of Amphiphilic Diarylethene Assemblies: Phototransformative
Supramolecular Architectures and Photodriven Actuation. J. Syn. Org. Chem. Jpn. 2019, 77, 236-245. [CrossRef]

19. Mukhopadhyay, R.D.; Praveen, V.K.; Hazra, A.T.; Maji, K.; Ajayaghosh, A. Light driven mesoscale assembly of a coordination
polymeric gelator into flowers and stars with distinct properties. Chem. Sci. 2015, 6, 6583-6591. [CrossRef]

20. Liu, K,; Levy, A,; Liu, C.; Olivier, J.-H. Tuning Structure-Function Properties of m-Conjugated Superstructures by Redox-Assisted
Self-Assembly. Chem. Mater. 2018, 30, 2143-2150. [CrossRef]

21. Vegas, V.G,; Lorca, R;; Latorre, A.; Hassanein, K.; Gomez-Garcia, C.J.; Castillo, O.; Somoza, A.; Zamora, F; Amo-Ochoa, P. Copper
(II)-Thymine Coordination Polymer Nanoribbons as Potential Oligonucleotide Nanocarriers. Angew. Chem. Int. Ed. 2017, 56,
987-991. [CrossRef]

22.  Vegas, V.G.; Beobide, G.; Castillo, O.; Reyes, E.; Gomez-Garcia, C.J.; Zamora, F.; Amo-Ochoa, P. A bioinspired metal-organic
approach to cross-linked functional 3D nanofibrous hydro- and aero-gels with effective mixture separation of nucleobases by
molecular recognition. Nanoscale 2020, 12, 14699-14707. [CrossRef]

23. Zhang, ]J.; Wang, X.; He, L.; Chen, L.; Su, C.-Y,; James, S.L. Metal-organic gels as functionalisable supports for catalysis. New .
Chem. 2009, 33, 1070-1075. [CrossRef]

24. Das, D.; Biradha, K. Metal-organic gels of silver salts with an &, f-unsaturated ketone: The influence of anions and solvents on

gelation. Inorg. Chem. Front. 2017, 4, 1365-1373. [CrossRef]


http://doi.org/10.1016/j.ccr.2014.05.017
http://doi.org/10.1002/cplu.201600326
http://www.ncbi.nlm.nih.gov/pubmed/31968819
http://doi.org/10.1002/adma.201101952
http://www.ncbi.nlm.nih.gov/pubmed/22299146
http://doi.org/10.1021/ic400237h
http://www.ncbi.nlm.nih.gov/pubmed/23594219
http://doi.org/10.1021/ic900896w
http://doi.org/10.1002/ejic.200900090
http://doi.org/10.1039/B510018F
http://www.ncbi.nlm.nih.gov/pubmed/16462950
http://doi.org/10.1016/j.ica.2013.09.054
http://doi.org/10.1016/j.ica.2010.09.012
http://doi.org/10.1016/j.ica.2016.02.032
http://doi.org/10.1016/j.colsurfa.2016.12.042
http://doi.org/10.1039/C8RA03355B
http://doi.org/10.1016/j.compositesb.2014.12.012
http://doi.org/10.1007/s10904-019-01299-6
http://doi.org/10.1021/ja808210z
http://doi.org/10.1016/j.colsurfa.2014.03.084
http://doi.org/10.5059/yukigoseikyokaishi.77.236
http://doi.org/10.1039/C5SC02233A
http://doi.org/10.1021/acs.chemmater.8b00518
http://doi.org/10.1002/anie.201609031
http://doi.org/10.1039/D0NR04166A
http://doi.org/10.1039/b822104a
http://doi.org/10.1039/C7QI00328E

Nanomaterials 2022, 12, 675 15 of 16

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.
39.

40.
41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

Vallejo-Sanchez, D.; Amo-Ochoa, P.; Beobide, G.; Castillo, O.; Froba, M.; Hoffmann, F; Luque, A.; Ocon, P.; Pérez-Yafiez, S.
Chemically Resistant, Shapeable, and Conducting Metal-Organic Gels and Aerogels Built from Dithiooxamidato Ligand. Adv.
Funct. Mater. 2017, 27, 1605448. [CrossRef]

Zhang, X.; Zhang, S.; Li, L.; Wu, R.; Liu, D.; Wu, J.; Wu, W. High-temperature-resistant polymer gel system with metal-organic
mixed cross-linking agents. J. Appl. Polym. Sci. 2015, 132, 42261. [CrossRef]

Pandey, V.K.; Dixit, M.K.; Manneville, S.; Bucher, C.; Dubey, M. A multi-stimuli responsive conductive sonometallogel: A
mechanistic insight into the role of ultrasound in gelation. . Mater. Chem. A 2017, 5, 6211-6218. [CrossRef]

Das Mahapatra, R.; Dey, ]J. Ultrasound-Induced Gelation of Organic Liquids by 1-Cysteine-Derived Amphiphile Containing
Poly(ethylene glycol) Tail. Langmuir 2015, 31, 8703-8709. [CrossRef]

Thakur, N.; Sharma, B.; Bishnoi, S.; Mishra, S.K.; Nayak, D.; Kumar, A.; Sarma, T.K. Multifunctional Inosine Monophosphate
Coordinated Metal-Organic Hydrogel: Multistimuli Responsiveness, Self-Healing Properties, and Separation of Water from
Organic Solvents. ACS Sustain. Chem. Eng. 2018, 6, 8659-8671. [CrossRef]

Zou, D.-H.; Wang, P,; Luo, W.; Hou, J.-L.; Zhu, Q.-Y.; Dai, J. Fluorescent Hydrogel Generated Conveniently from a Perylene
Tetracarboxylate Derivative of Titanium(IV) Alkoxide. Inorg. Chem. 2018, 57, 1623-1629. [CrossRef]

Wang, R.; Geiger, C.; Chen, L.; Swanson, B.; Whitten, D.G. Direct Observation of sol—gel conversion: The role of the solvent in
organogel formation. J. Amer. Chem. Soc. 2000, 122, 2399-2400. [CrossRef]

Wang, X.; He, T,; Yang, L.; Wu, H.; Zhang, R.; Zhang, Z.; Shen, R; Xiang, J.; Zhang, Y.; Wei, C. A Co2+-selective and chirality-
sensitive supermolecular metallohydrogel with a nanofiber network skeleton. Nanoscale 2016, 8, 6479-6483. [CrossRef] [PubMed]
Maleki, H.; Duraes, L.; Garcia-Gonzalez, C.A.; del Gaudio, P.; Portugal, A.; Mahmoudi, M. Synthesis and biomedical applications
of aerogels: Possibilities and challenges. Adv. Colloid Interface Sci. 2016, 236, 1-27. [CrossRef] [PubMed]

Yavvari, P.S,; Pal, S.; Kumar, S.; Kar, A.; Awasthi, AK.; Naaz, A.; Srivastava, A.; Bajaj, A. Injectable, self-healing chimeric
catechol-Fe (III) hydrogel for localized combination cancer therapy. ACS Biomater. Sci. Eng. 2017, 3, 3404-3413. [CrossRef]
Sharma, G.; Thakur, B.; Naushad, M.; Kumar, A.; Stadler, FJ.; Alfadul, S.M.; Mola, G.T. Applications of nanocomposite hydrogels
for biomedical engineering and environmental protection. Environ. Chem. Lett. 2018, 16, 113-146. [CrossRef]

Vegas, V.G.; Villar-Alonso, M.; Gomez-Garcia, C.J.; Zamora, F; Amo-Ochoa, P. Direct Formation of Sub-Micron and Nanoparticles
of a Bioinspired Coordination Polymer Based on Copper with Adenine. Polymers 2017, 9, 565. [CrossRef] [PubMed]

Maleki, H. Recent advances in aerogels for environmental remediation applications: A review. Chem. Eng. J. 2016, 300, 98-118.
[CrossRef]

Sheldrick, G.M. SHELXL-97. In Program for Crystal Structure Refinement; University Gottingen: Gottingen, Germany, 1997.
SMART and SAINT. Area Detector Software Package and SAX Area-Detector Integration Program; Bruker Analytical X-ray Instruments:
Madison, WI, USA, 1997.

Sheldrick, G.M. Structure Determination Package; Bruker Analytical X-ray Instruments: Madison, W1, USA, 2000.

Frisch, M.].; Trucks, G.W.; Schlegel, H.B.; Scuseria, G.E.; Robb, M.A.; Cheeseman, ].R.; Scalmani, G.; Barone, V.; Petersson, G.A;
Nakatsuji, H.; et al. Gaussian 16 Rev. C.01; Gaussian, Inc.: Wallingford, CT, USA, 2016.

Giannozzi, P.; Baroni, S.; Bonini, N.; Calandra, M.; Car, R.; Cavazzoni, C.; Ceresoli, D.; Chiarotti, G.L.; Cococcioni, M.; Dabo,
L; et al. QUANTUM ESPRESSO: A modular and open-source software project for quantum simulations of materials. J. Phys.
Condens. Matter 2009, 21, 395502. [CrossRef]

Hagrman, D.; Hammond, R P; Haushalter, R.; Zubieta, ]. Organic/Inorganic Composite Materials: Hydrothermal Syntheses and Struc-
tures of the One-, Two-, and Three-Dimensional Copper(Il) Sulfate—Organodiamine Phases [Cu(H,O);(4,4’-bipyridine)(SO4)]-2H,0,
[Cu(bpe),][Cu(bpe)(H,0),(SO4)2]-2H,0, and [Cu(bpe)(H,0)(SO4)] (bpe = trans-1,2-Bis(4-pyridyl)ethylene). Chern. Mater. 1998, 10,
2091-2100.

Torres, O.; Tena, N.M.; Murray, B.; Sarkar, A. Novel starch based emulsion gels and emulsion microgel particles: Design, structure
and rheology. Carbohydr. Polym. 2017, 178, 86-94. [CrossRef]

Sutar, P.; Maji, T.K. Recent advances in coordination-driven polymeric gel materials: Design and applications. Dalton Trans. 2020,
49,7658-7672. [CrossRef]

Jung, S.; Oh, M. Monitoring shape transformation from nanowires to nanocubes and size-controlled formation of coordination
polymer particles. Angew. Chem. Int. Ed. 2008, 47, 2049-2051. [CrossRef]

Piepenbrock, M.-O.M.; Clarke, N.; Steed, ].W. Shear induced gelation in a copper (II) metallogel: New aspects of ion-tunable
rheology and gel-reformation by external chemical stimuli. Soft Matter 2010, 6, 3541-3547. [CrossRef]

Yu, X.; Chen, L.; Zhang, M.; Yi, T. Low-molecular-mass gels responding to ultrasound and mechanical stress: Towards self-healing
materials. Chem. Soc. Rev. 2014, 43, 5346-5371. [CrossRef] [PubMed]

Myers, A.L.; Monson, P.A. Adsorption in porous materials at high pressure: Theory and experiment. Langmuir 2002, 18,
10261-10273. [CrossRef]

Sumida, K.; Rogow, D.L.; Mason, J.A.; McDonald, T.M.; Bloch, E.D.; Herm, Z.R; Bae, T.-H.; Long, ].R. Carbon dioxide capture in
metal-organic frameworks. Chem. Rev. 2012, 112, 724-781. [CrossRef] [PubMed]

Zhang, J.; Liu, L.; Liu, H.; Lin, M,; Li, S.; Ouyang, G.; Chen, L.; Su, C.-Y. Highly porous aerogels based on imine chemistry:
Syntheses and sorption properties. J. Mater. Chem. A 2015, 3, 10990-10998. [CrossRef]

Becke, A.D. Density-functional thermochemistry. I. The effect of the exchange-only gradient correction. J. Chem. Phys. 1992, 96,
2155-2160. [CrossRef]


http://doi.org/10.1002/adfm.201605448
http://doi.org/10.1002/app.42261
http://doi.org/10.1039/C7TA00854F
http://doi.org/10.1021/acs.langmuir.5b02259
http://doi.org/10.1021/acssuschemeng.8b00963
http://doi.org/10.1021/acs.inorgchem.7b02985
http://doi.org/10.1021/ja993991t
http://doi.org/10.1039/C6NR00822D
http://www.ncbi.nlm.nih.gov/pubmed/26948898
http://doi.org/10.1016/j.cis.2016.05.011
http://www.ncbi.nlm.nih.gov/pubmed/27321857
http://doi.org/10.1021/acsbiomaterials.7b00741
http://doi.org/10.1007/s10311-017-0671-x
http://doi.org/10.3390/polym9110565
http://www.ncbi.nlm.nih.gov/pubmed/30965869
http://doi.org/10.1016/j.cej.2016.04.098
http://doi.org/10.1088/0953-8984/21/39/395502
http://doi.org/10.1016/j.carbpol.2017.09.027
http://doi.org/10.1039/D0DT00863J
http://doi.org/10.1002/anie.200704209
http://doi.org/10.1039/c0sm00313a
http://doi.org/10.1039/C4CS00066H
http://www.ncbi.nlm.nih.gov/pubmed/24770929
http://doi.org/10.1021/la026399h
http://doi.org/10.1021/cr2003272
http://www.ncbi.nlm.nih.gov/pubmed/22204561
http://doi.org/10.1039/C5TA00557D
http://doi.org/10.1063/1.462066

Nanomaterials 2022, 12, 675 16 of 16

53.

54.

55.

56.

57.

58.

59.

60.

Stephens, PJ.; Devlin, FJ.; Chabalowski, C.E; Frisch, M.J. Ab Initio Calculation of Vibrational Absorption and Circular Dichroism
Spectra Using Density Functional Force Fields. J. Phys. Chem. 1994, 98, 11623-11627. [CrossRef]

Dunning, T.H. Gaussian basis sets for use in correlated molecular calculations. I. The atoms boron through neon and hydrogen. J.
Chem. Phys. 1989, 90, 1007-1023. [CrossRef]

Cossi, M.; Barone, V.; Cammi, R.; Tomasi, J. Ab initio study of solvated molecules: A new implementation of the polarizable
continuum model. Chem. Phys. Lett. 1996, 255, 327-335. [CrossRef]

Perdew, ].P.; Burke, K.; Ernzerhof, M. Generalized gradient approximation made simple. Phys. Rev. Lett. 1996, 77, 3865-3868.
[CrossRef] [PubMed]

Rappe, A.M.; Rabe, K. M,; Kaxiras, E.; Joannopoulos, J.D. Optimized pseudopotentials. Phys. Rev. B 1990, 41, 1227-1230. [CrossRef]
[PubMed]

Grimme, S.; Antony, J.; Ehrlich, S.; Krieg, H. A consistent and accurate ab initio parametrization of density functional dispersion
correction (DFT-D) for the 94 elements H-Pu. J. Chem. Phys. 2010, 132, 154104. [CrossRef] [PubMed]

Liu, K;; Shen, Z.-R;; Li, Y;; Han, S.-D.; Hu, T.-L.; Zhang, D.-S.; Bu, X.-H.; Ruan, W.-]. Solvent induced rapid modulation of
micro/nano structures of metal carboxylates coordination polymers: Mechanism and morphology dependent magnetism. Sci.
Rep. 2014, 4, srep06023. [CrossRef] [PubMed]

Jian, M,; Liu, H.; Williams, T.; Ma, J.; Wang, H.; Zhang, X. Temperature-induced oriented growth of large area, few-layer 2D
metal-organic framework nanosheets. Chem. Commun. 2017, 53, 13161-13164. [CrossRef] [PubMed]


http://doi.org/10.1021/j100096a001
http://doi.org/10.1063/1.456153
http://doi.org/10.1016/0009-2614(96)00349-1
http://doi.org/10.1103/PhysRevLett.77.3865
http://www.ncbi.nlm.nih.gov/pubmed/10062328
http://doi.org/10.1103/PhysRevB.41.1227
http://www.ncbi.nlm.nih.gov/pubmed/9993827
http://doi.org/10.1063/1.3382344
http://www.ncbi.nlm.nih.gov/pubmed/20423165
http://doi.org/10.1038/srep06023
http://www.ncbi.nlm.nih.gov/pubmed/25113225
http://doi.org/10.1039/C7CC06988J
http://www.ncbi.nlm.nih.gov/pubmed/29177349

	Introduction 
	Materials and Methods 
	Reagents 
	Characterization Techniques 
	Theoretical Methodology and Computational Details 
	Synthesis 
	Synthesis of [Cu(UPrO)2(4,4'-bipy)2(H2O)] (CuUPrO) and [Cu(SO4)(4,4'-bipy)]n2nH2O Single-Crystals 
	Synthesis of [Cu(UPrO)2(4,4'-bipy)2(H2O)] (CuUPrO) in Bulk 
	Synthesis of CuUPrO@MOG and CuUPrO@MOA 

	HPLC Column Design 

	Results and Discussion 
	Crystal Structure Description of CuUPrO 
	Preparation of MOG and MOA 
	Analysis of CuUPrO@MOA Adsorption Properties 
	CuUPrO@MOA as Stationary Phase for HPLC Column Design 

	Conclusions 
	References

