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Daniliuc, C.G.; Olar, R.; Badea, M. An

Interesting Conversion Route of

Mononuclear Zinc Complex to Zinc

Mixed Carboxylate Coordination

Polymer. Molecules 2023, 28, 2011.

https://doi.org/10.3390/

molecules28052011

Academic Editor: Andrea Bencini

Received: 28 December 2022

Revised: 27 January 2023

Accepted: 17 February 2023

Published: 21 February 2023

Copyright: © 2023 by the authors.

Licensee MDPI, Basel, Switzerland.

This article is an open access article

distributed under the terms and

conditions of the Creative Commons

Attribution (CC BY) license (https://

creativecommons.org/licenses/by/

4.0/).

molecules

Communication

An Interesting Conversion Route of Mononuclear Zinc
Complex to Zinc Mixed Carboxylate Coordination Polymer
Gina Vasile Scăet,eanu 1, Constantin G. Daniliuc 2 , Rodica Olar 3 and Mihaela Badea 3,*

1 Department of Soil Sciences, University of Agronomical Sciences and Veterinary Medicine,
59 Mărăs, ti Str., 011464 Bucharest, Romania

2 Organisch-Chemisches Institut, Westfälische Wilhelms-Universität Münster, Corrensstrasse 40,
48149 Münster, Germany

3 Department of Inorganic, Organic Chemistry, Biochemistry and Catalysis, Faculty of Chemistry,
University of Bucharest, 90–92 Panduri Str., 050663 Bucharest, Romania

* Correspondence: mihaela.badea@chimie.unibuc.ro; Tel.: +40-072-314-0111

Abstract: A complex [Zn(bpy)(acr)2]·H2O (1) was converted in a DMF medium (DMF = N,N′-
dimethylformamide) into a coordination polymer [Zn(bpy)(acr)(HCOO)]n (1a) (bpy = 2,2′-bipyridine,
and Hacr = acrylic acid), and the species was fully characterized through a single crystal X-ray
diffraction. Additional data were obtained by IR and thermogravimetric analysis. Complex (1a)
crystalized the coordination polymer in the space group Pca21 of an orthorhombic system. Structural
characterization revealed that Zn(II) adopted a square pyramidal stereochemistry generated by bpy
molecules, coordinated by chelate, acrylate, and formate ions as unidentate and bridged, respectively.
The presence of both the formate and the acrylate with different coordination modes generated two
bands in ranges that were characteristic for the carboxylate vibration modes. Thermal decomposition
occurs in two complex steps: it first happens via a bpy release, which is followed by an overlapped
process that is associated with acrylate and formate decomposition. The obtained complex is of
present interest due to the presence of two different carboxylates in its composition and situation,
which is rarely reported in the literature.

Keywords: acrylate; coordination polymer; formate; structure; zinc(II)

1. Introduction

Some metallic ions are recognized for their ability to catalyze the hydrolysis reaction
of amidic bonds, with this category being framed as the following: Cu(II) [1,2], Co(III) [3],
Ni(II) [4], Zn(II) [5], and Ln(III) (Eu, Gd, Tb, and Nd) [6,7].

For example, two linear trinuclear Cu(II) complexes of 3,5-pyrazoledicarboxylic acid
(H3L) formulated [Cu3(L)2(Me2en)2(H2O)2]·(H2O)8 and [Cu3(L)2(MeOH)6(H2O)4], where
Me2en is N,N-dimethyl-ethylenediamine, have been obtained from a precursor ligand,
through copper-induced amide hydrolysis, and this route is successful since the attempts
to use raw materials as their components failed, leading to the same dinuclear complex,
Na2[Cu2L2(H2O)2] [1].

Complexes with the above mentioned metallic ions that catalyze amidic bonds can be
considered as models for metallopeptidases [2]. In addition, carboxypeptidase A is a Zn(II)
metalloenzyme that catalyzes the hydrolysis of an amidic bond from peptides [5]. Amidic
bonds of some peptides that contain threonine and histidine residues are hydrolyzed in the
presence of Ni(II) ions [4].

In the coordination chemistry area, N,N′-dimethylformamide (DMF), a liquid represen-
tative member of the amide class, is used in various syntheses as the aprotic solvent [8,9],
as the ligand that usually acts as unidentate O-donor [10–13], rarely bridging ligand [14], or
as an uncoordinated crystallization molecule [13,15]. For example, coordination polymers
with luminescent properties and general formula 2

∞[Ln(tfBDC)(NO3)(DMF)2]·DMF, where
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Ln = Eu3+, Gd3+, Tb3+, Ho3+, Tm3+, and tfBDC2− = 2,3,5,6-tetrafluoroterephtalate, present into
composition DMF molecules that act differently: ligand coordinated through O atom and crys-
tallization molecule [15]. In the case of the tetranuclear complex [NiL(H2O)Pb(SCN)2(DMF)]2
(LH2 = N,N′-bis(salicylidene)-1,3-diaminopropane), Kurtaran and co-workers [14] reported
that DMF acted as bridge between the Pb(II) ions.

In the literature, there are reported situations when DMF hydrolysis occurs, and after
this process, the afforded complexes contain formate ions [2,6,16,17], dimethylamine [18–20]
or dimethylammonium cations [16,20–22]. Occasionally, there are obtained complexes that
include both the formate and dimethylamine [16].

Concerning the DMF hydrolysis process, there are many suppositions, but it seems
that until now, a detailed mechanism is not clear. For instance, Kim and their co-workers [2]
considered that the possible pathways of DMF hydrolysis in the case of a tetraazomacro-
cyclic copper (II) complex are either activations of amidic bonds by a carbonyl coordination
of DMF to copper or nucleophilic attacks of hydroxo species that have resulted during
the complex synthesis to DMF, leading to amidic bond cleavage. The formate ion acts
as unidentate ligand and it coordinates with the copper ion, generating a monomeric
complex [2].

Other authors [16] sustain the importance of an acidic medium (pH = 4) during DMF
hydrolysis; this reaction condition leads to formate ions and dimethylamine. Furthermore,
acidic hydrolysis may occur under normal or solvothermal conditions [6,16,23].

In addition, formate coordination polymers with dye adsorption properties were
obtained by Zhu and coworkers [23], using in-situ hydrolysis of DMF under temperature
and acidic medium.

Keggin heteropolyacid, H3[PMo12O40]·4H2O, catalyzes the hydrolysis of DMF at
room temperature, and the formic acid that is obtained during hydrolysis is oxidized
by 12-molybophosphate acid into carbon dioxide, leading the hydrolysis balance of the
DMF to shift toward the generation of dimethylamine. The final obtained product is
[(CH3)2NH2]3[PMo12O40] [18].

A 2D-coordination polymer, [Cu(bdc)(NHMe2)2], where H2bdc is 1,4-benzene dicar-
boxylic acid, was obtained through solvothermal synthesis when DMF hydrolysis was
conducted unexpectedly to dimethylamine, according to the authors of [19], which coordi-
nates to the copper center.

Decarbonylation of DMF upon heating under basic conditions led to dimethylammo-
nium cations, which were identified as the composition of the complex [NH2Me2]2[Zn3(µ-
bdc)4]·DMF·H2O [21].

Another interesting piece of research was reported by Tambornino and Hoch [17],
which found that solutions in the DMF of complexes [Eu(DMF)8]I3 and [Nd(DMF)8]I3
afforded dodecanuclear species, [RE12(DMF)24 (HCOO)8(OH)16]I3·4DMF (RE = Eu, Nd)
with formate ions resulting from DMF hydrolysis.

The results of the current research are based on the catalytic activity of Zn(II) from a
mononuclear complex, [Zn(bpy)(acr)2]·H2O (1) (bpy = 2,2′-bipyridine, and Hacr = acrylic
acid) [24] over DMF, which was converted to a formate ion during a hydrolysis reaction.
The transformation occurred in the presence of melamine (MA), which was intended to
act as a ligand; this was the initial objective of the approach. The formate ion that resulted
after the hydrolysis acted as a bridging ligand, leading to a polynuclear complex, which
was outside the expectations of our original purpose.

The literature survey related to mixed carboxylate complexes is scarce, but the research
of the already published data has provided a few examples of such compounds [25–32]
with various structures or properties that were obtained by different routes, including
serendipitously. Therefore, an important aspect that is worth mentioning is that, so far,
to our knowledge, complexes with acrylate and other carboxylate ligands have not been
reported, and this complex is the first of its kind.
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2. Results and Discussion
2.1. Synthesis of the Complex

In an attempt to coordinate melamine to [Zn(bpy)(acr)2]·H2O (1) in the DMF reaction
medium, the complex [Zn(bpy)(acr)(HCOO)]n (1a) was instead obtained as a result of the
DMF undergoing a formate transformation during the hydrolysis (Scheme 1). As a possible
explanation of this unexpected result, we could suppose that Zn(II) ion acted as a catalyst
of amidic bond hydrolysis, which is already reported by other authors [5]. Additionally, as
DMF hydrolysis is influenced by the reaction conditions (acidic/basic medium, heating,
etc.) [16,21,23], it could be assumed that melamine (MA) could also catalyze amidic bond
formation by creating a basic medium.
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2.2. X-ray Crystal Structure of Complex

A summary of the crystallographic data and the structure refinement of [Zn(b-
py)(acr)(HCOO)]n (1a) are given in Supplementary Table S1. Single crystal X-ray diffraction
revealed a zig-zag polynuclear structure running along axis a, with the Zn(II) coordinated
by the chelate ligand 2,2′-bipyridine, by two formate ligands in a µ2-κ1-O: κ1-O′ fashion and
one acrylate ion as unidentate (Figure 1). The Zn(II) shows a five coordinate surrounding
with a distorted square pyramidal geometry (τ = 0.17). The parameter τ is defined as
(β − α)/60 [where β = N1—Zn1—O3, α = O1—Zn1—N2], and its value varies from zero
(in regular square pyramidal) to one (in regular trigonal bipyramidal) [33,34]. It should
be noted that the acrylate ion presents an asymmetric chelating mode of the carboxylate
group O1/O2, as indicated by the Zn–O bond values (Zn1–O1 2.076 Å and Zn1–O2 2.562
Å), with a difference of ca. 0.48 Å, as was also observed for other Zn(II)-based carboxy-
late polymers [35,36]. Consequently, the Zn1–O2 bond can be considered only a weakly
coordinated interaction. The bonds’ lengths of Zn–O and Zn–N involving the formate and
bpy ligands are in the expected range (Zn1–O3 2.042 Å; Zn1–O4 2.022 Å; Zn1–N1 2.158 Å;
and Zn1–N2 2.147 Å). The bond lengths of Zn-O in the case of the formate were shorter
than those found in the case of the acrylate. The Zn-N bond lengths in the complex used as
raw material [Zn(bpy)(acr)2]·H2O (1) [24] were slightly shorter than those identified in the
resulting one [Zn(bpy)(acr)(HCOO)]n (1a).

An analysis of the packing diagram reveals the formation of a 2D network along
the a-axis involving π· · ·π interactions between the bipyridine ligands (shortest distance
between the aromatic rings 3.537 Å) supported by additional C-H· · ·O interactions between
the aromatic C-H units and formate and acrylate ligands (Figure 2 and Table 1).
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Figure 2. Excerpt of the packing diagram of compound (1a) presenting the formation of linear chains
involving π· · ·π interactions between the molecules with suffix “A”.

2.3. IR Spectra

A comparison of the IR spectra of complexes (1) and (1a) revealed the similarities and
differences observed in the range of the absorption bands that were characteristic of the
bpy and carboxylate groups, respectively (Figure 3).
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Table 1. Non-covalent intermolecular interactions in compound (1a) (Å and ◦).

D-H· · ·A d(D-H) d(H· · ·A) d(D· · ·A) ∠(DHA)

C9A-H9A· · ·O4B #1 0.94 2.526 3.456 170.0
C10A-H10A· · ·O3A 0.94 2.506 3.075 119.1

C14A-H14A· · ·O1A #2 0.94 2.423 3.068 125.7
C14A-H14A· · ·O2A 0.94 2.492 3.212 133.5

C1B-H1B· · ·O4B 0.94 2.528 3.077 117.5
C2B-H2B· · ·O3A #2 0.94 2.532 3.426 159.1
C14B-H14B· · ·O1B 0.94 2.435 3.078 125.5

C14B-H14B· · ·O2B #3 0.94 2.446 3.185 135.5
Cg1· · ·Cg1 #4 3.537

Symmetry transformations used to generate equivalent atoms: #1 x − 0.5, −y, z; #2 x − 0.5, −y, z; #3 x + 0.5,
−y − 1, z; #4 −x + 0.5, y − 1, and −z + 0.5. Cg1 represent the shortest distance between the aromatic rings of the
2,2′-bipyridine ligand (C3· · ·C6 3.537 Å).
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Figure 3. IR spectra of complexes [Zn(bpy)(acr)(HCOO)]n (1a) (blue) and its precursor
[Zn(bpy)(acr)2]·H2O (1) (magenta).

The most important absorption bands identified in these spectra are summarized in
Table 2. In the range 1450–1500 cm−1, the characteristic bands of the chelate bpy arise.
The presence of carboxylate anions in the composition of complexes is supported by the
appearance of bands that can be assigned to the νas(COO) and νs(COO) vibration modes.
According to the literature, the ∆ value (∆ = νas(COO) − νs(COO)) can be associated with
the coordination mode of the carboxylate group [37–39]. Therefore, for the complex (1a),
a ∆ value of 253 cm−1 resulting from bands located at 1619 and 1366 cm−1, indicates
an unidentate coordination for acrylate, while the value of 188 cm−1 suggests a bridge
bidentate coordination mode for formate [40], as was undoubtedly otherwise indicated by
the single crystal X-ray data.

2.4. Thermal Behavior

The thermogravimetric measurement (TG) in the air showed (Figure 4) that the poly-
meric complex [Zn(bpy)(acr)(HCOO)]n (1a) was thermally stable up to 240 ◦C, followed by
its decomposition in two well-defined steps. In the first step, a mass loss of 47.1% corre-
sponded to the bpy elimination (calculated mass loss: 46.2%), which was accompanied by an
endothermic effect. In the second step, the decomposition of both the acrylate and formate
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anions occurred in a complex endothermic process (exp. 28.4%, calc. mass 29.7%). The final
product of the thermal decomposition above 630 ◦C was zinc oxide (exp. 24.5%, calc. mass
24.1%), which was confirmed by the powder XRD analysis (Supplementary Figure S1).

Table 2. Absorption maxima (cm−1) for complexes (1) and (1a).

(1) (1a) Assignments

1643 vs 1639 vs ν(C=C) (acrylato ion)

1551 vs 1619 vs
1580 vs νas(COO)

1492 m 1475 m ν(C=C) + ν(C=N) (bpy)
1443 vs 1435 s δ(CH)

1388 s 1392 vs
1366 s νs(COO)

689 m 678 m δ(COO)
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3. Materials and Methods
3.1. Materials and Physical Measurements

Melamine (purity > 99%) and DMF (purity ≈ 99.5%) were purchased from Fluka
(Saint-Louis, MO, USA) as reagent grades and were used without further purification.
Complex [Zn(bpy)(acr)2]·H2O (1) was synthesized as previously reported [24].

Chemical analysis of carbon, nitrogen, and hydrogen was performed using a PE 2400 an-
alyzer (Perkin Elmer, Waltham, MA, USA). The IR spectra were recorded in KBr pellets
with a Tensor 37 spectrometer (Bruker, Billerica, MA, USA) in the range 400–4000 cm−1.
The simultaneous TG/DTA measurement was performed on a Labsys 1200 SETARAM
(Caluire-et-Cuire, France) TGA instrument. The sample was placed into alumina crucible
and heated from 25 to 800 ◦C with heating rate of 10 K min−1 in an air atmosphere. The
flow rate was 16.66 cm3 min−1 and there was an empty crucible that served as a reference.

X-ray single crystal diffraction datasets were collected with a Bruker D8 Venture Dual
Source 100 CMOS diffractometer. The programs used are as follows: data collection: APEX3
V2016.1-0 (Bruker AXS Inc., Madison, Wisconsin, USA, 2016) [41]; cell refinement: SAINT
V8.37A (Bruker AXS Inc., 2015) [41]; data reduction: SAINT V8.37A (Bruker AXS Inc.,
2015) [41]; absorption correction: SADABS V2014/7 (Bruker AXS Inc., 2014) [41]; struc-
ture solution: SHELXT-2015 [42]; structure refinement: SHELXL-2015 [43]; and graphics:
XP [44]. R-values are given for observed reflections, and wR2 values are given for all
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reflections. Exceptions and special features: Compound (1a) was refined as an inversion
twin (TWIN, BASF). CCDC reference number is 2226321 and contains the supplementary
crystallographic data for compounds.

Powder X-ray diffraction was performed using a PROTO AXRD benchtop powder
diffractometer (CuKα radiation) (Malvern, United Kingdom).

3.2. Syntheses of Precursor and Coordination Polymer

Synthesis of precursor [Zn(bpy)(acr)2]·H2O (1): A suspension containing 0.65 g ZnO
and 1.2 mL acrylic acid (ρ = 1.05 g mL−1) in 40 mL distilled water was stirred for four hours
at room temperature. The reaction mixture was filtered off and to the colorless solution
added 20 mL of ethanol containing 1.24 g 2,2′-bipyridine to it. The resulting solution was
stirred at room temperature for 2 h until the color became pale yellow. This mixture was
allowed to evaporate slowly at room temperature, and after one week, pale yellow crystals
began to appear. These were filtered off, washed with ethanol, and air-dried [24].

Synthesis of coordination polymer [Zn(bpy)(acr)(HCOO)]n (1a): A total of 0.72 g
(2 mmol) [Zn(bpy)(acr)2]·H2O and 0.26 g (2 mmol) melamine were dissolved in a mixture
of methanol, water, and DMF (1:1:1, v/v/v). The obtained solution was continuously
stirred at 50 ◦C for 20 h and then left to slowly evaporate at room temperature. The
unreacted melamine crystallized first, and then it was separated by filtration. From the
remaining solution, colorless crystals, which were suitable for X-ray measurements, were
formed, filtered off, washed several times with cold methanol, and air-dried. The calculated
yield of the synthesis process was 56.4%.

The powder diffraction pattern for complex (1a) (Supplementary Figure S2) matched
well with that simulated from single crystal structure data, indicating that bulk sample was
isolated at pure phase.

3.3. X-ray Crystal Structure Analysis of 1a

A colorless, plate-like specimen of C14H12N2O4Zn, with approximate dimensions of
0.070 mm × 0.150 mm × 0.330 mm, was used for the X-ray crystallographic analysis. The
X-ray intensity data were measured on a Bruker D8 Venture PHOTON 100 CMOS system
equipped with a micro focus tube Mo ImS (‘Mo Kα’, λ = 0.71073 Å) and a MX mirror
monochromator. The integration of the data using an orthorhombic unit cell yielded a
total of 4650 reflections at a maximum θ angle of 25.35◦ (0.83 Å resolution), of which 4650
were independent (average redundancy of 1.000, completeness = 98.4%, and Rsig = 2.27%)
and 4538 (97.59%) were greater than 2σ(F2). The final cell constants of a = 10.1942(1) Å,
b = 8.7005(2) Å, c = 31.1599(4) Å, and volume = 2763.72(8) Å3 are based upon the refinement
of the XYZ centroids of reflections above 20 σ(I). Data were corrected for absorption
effects using the multi-scan method (SADABS). The calculated minimum and maximum
transmission coefficients (based on crystal size) are 0.5890 and 0.8850. The structure was
solved and refined using the Bruker SHELXTL Software Package, using the space group
Pca21, with Z = 8 for the formula unit, C14H12N2O4Zn. The final anisotropic full-matrix
least-squares refinement on F2 with 380 variables converged at R1 = 3.33% for the observed
data and wR2 = 8.11% for all data. The goodness-of-fit score was 1.083. The largest peak in
the final difference electron density synthesis was 0.302 e−/Å3 and the largest hole was
−0.454 e−/Å3 with an RMS deviation of 0.049 e−/Å3. On the basis of the final model, the
calculated density was 1.623 g/cm3 and F(000), 1376 e−.

4. Conclusions and Further Perspectives

The newly synthesized compound [Zn(bpy)(acr)(HCOO)]n (1a), which contains two
different carboxylate ions, was characterized by a single crystal X-ray diffraction, ele-
mental analysis, IR spectroscopy, and thermal studies. If in the mononuclear precursor,
[Zn(bpy)(acr)2]·H2O, both acrylate ions acted as chelate ligands, in the new afforded com-
plex, acrylate ions act as unidentate. Meanwhile, the formate ions that resulted after DMF
hydrolysis are bridged between metallic ions. The stereochemistry of Zn(II) was also
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changed from octahedral to square pyramidal after its conversion from the mononuclear to
polynuclear complex.

On the basis of the reviewed literature data and to our knowledge, the newly syn-
thesized coordination polymer, [Zn(bpy)(acr)(HCOO)]n, is the first complex that contains
acrylate and other carboxylates in its composition. This result may represent a starting point
for further research, which entails DMF hydrolysis and the exploitation of this behavior by
finding the optimum reaction conditions (including use of MA) to obtain new complexes
with formate, dimethylamine, or, successfully, both of them. On the other hand, the possible
catalytic effect of other metallic ions other than Zn(II) ions over DMF hydrolysis will be
further investigated.

Supplementary Materials: The following supporting information can be downloaded at: https://
www.mdpi.com/article/10.3390/molecules28052011/s1. Figure S1: Powder X-ray diffractogram for
final residue obtained from thermal decomposition of (1a); Figure S2: Powder X-ray diffractogram
for complex (1a) (red) and the simulated one from single crystal X-ray data (black); Table S1: Crystal
data and structure refinement for compound (1a).
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4. Kreżel, A.; Mylonas, M.; Kopera, E.; Bal, W. Sequence-specific Ni(II)-dependent peptide bond hydrolysis in a peptide containing

threonine and histidine residues. Acta Biochim. Pol. 2006, 53, 721–727. [CrossRef]
5. Fife, T.; Przystas, T. Divalent metal ion catalysis in amide hydrolysis. The hydrolysis of N-acylimidazoles. J. Am. Chem. Soc. 1986,

108, 4631–4636. [CrossRef]
6. Huang, G.; Yang, P.; Wang, N.; Wu, J.-Z.; Yu, Y. First lanthanide coordination polymers with N,N-dimethylformamide hydrolysis

induced formate ligands. Inorg. Chim. Acta 2012, 384, 333–339. [CrossRef]
7. Deng, S.; Zhang, N.; Xiao, W.; Chen, C. Crystal structure of neodymium (III) formate, Nd(HCO2)3. Z. Kristallogr. NCS 2009, 224,

275–276. [CrossRef]
8. Namli, H.; Azaz, A.D.; Karabulut, S.; Çelen, S.; Kurtaran, R. Synthesis, characterization, crystal structure and biological activity of

the cobalt (IV) complex of 2,6-diacetylpyridine dioxime: [Co(dapdo)2]. Trans. Met. Chem. 2007, 32, 266–270. [CrossRef]
9. Yildirim, L.T.; Kurtaran, R.; Namli, H.; Azaz, A.D.; Atakol, O. Synthesis, crystal structure and biological activity of two new

heterotrinuclearthiocyanato bridged Cu(II)-Hg(II)-Cu(II) complexes. Polyhedron 2007, 26, 4187–4194. [CrossRef]
10. Suzuki, H.; Ishiguro, S.-I. N,N-Dimethylformamide complex of aluminium (III) perclorate. Acta Crystallogr. 1998, C54, 586–588.

[CrossRef]
11. Wu, H.; Yuan, J.; Qi, B.; Kong, J.; Kou, F.; Jia, F.; Fan, X.; Wang, Y. A seven-coordinate manganese (II) complex formed with

tripodal tetradentate ligand tris (N-methylbenzimidazol-2-ylmethyl)amine. Z. Naturforsch. 2010, 65b, 1097–1100. [CrossRef]

https://www.mdpi.com/article/10.3390/molecules28052011/s1
https://www.mdpi.com/article/10.3390/molecules28052011/s1
http://doi.org/10.1016/S0020-1693(02)01509-8
http://doi.org/10.1007/s10870-007-9219-4
http://doi.org/10.1021/ja00240a036
http://doi.org/10.18388/abp.2006_3299
http://doi.org/10.1021/ja00275a059
http://doi.org/10.1016/j.ica.2011.12.030
http://doi.org/10.1524/ncrs.2009.224.14.285
http://doi.org/10.1007/s11243-006-0164-4
http://doi.org/10.1016/j.poly.2007.05.020
http://doi.org/10.1107/S0108270197018817
http://doi.org/10.1515/znb-2010-0907


Molecules 2023, 28, 2011 9 of 10

12. Bauer, C.; Timofeeva, T.; Settersten, T.; Patterson, B.; Liu, V.; Simmons, B.; Allendorf, M. Influence of connectivity and porosity on
ligand-based luminiscence in zinc metal-organic frameworks. J. Am. Chem. Soc. 2007, 129, 7136–7144. [CrossRef]

13. Sobieray, M.; Gode, J.; Seidel, C.; Poss, M.; Feldmann, C.; Ruschewitz, U. Bright luminiscence in lanthanide coordination polymers
with tetrafluoroterephtalate as bridging ligand. Dalton Trans. 2015, 44, 6249–6259. [CrossRef]

14. Kurtaran, R.; Yildirim, L.T.; Azaz, A.D.; Namli, H.; Atakol, O. Synthesis, characterization, crystal structure and biological activity
of a novel heterotetranuclear complex: [NiLPb(SCN)2(DMF)(H2O)]2, bis-{[µ-N,N′-bis(salicylidene)-1,3-propanediaminato-aqua-
nickel(II)](thiocyanato)(µ-thiocyanato)(µ-N,N′-dimethylformamide)lead(II)}. J. Inorg. Chem. 2005, 99, 1937–1944. [CrossRef]

15. Neofotistou, E.; Malliakas, C.; Trikalitis, P. Novel coordination polymers based on the tetrathioterephtalate dianion as the bridging
ligand. Inorg. Chem. 2007, 46, 8487–8489. [CrossRef]

16. Wei, S.Y.; Bai, F.Y.; Song, G.; Hou, Y.N.; Xu, X.T.; Zhang, X.X.; Zhang, H.Z.; Xing, Y.H. Design, synthesis, structural and spectra
characterize of metal (II) formate complexes [M(O2CH)2]·n(Solvent) (M = Mn, Cu). Commun. Inorg. Synth. 2014, 2, 5–10.
[CrossRef]

17. Tambornino, F.; Hoch, C. Crystal structure of the dodecanuclear coordination compounds [RE12(DMF)24(HCOO)8(OH)16]I3·4DMF
(RE = Eu, Nd). Aust. J. Chem. 2022, 75, 587–594. [CrossRef]

18. Liu, S.; Wang, C.; Zhai, H.; Li, D. Hydrolysis of N,N-dimethylformamide catalyzed by the Keggin H3[PMo12O40]: Isolation and
crystal structure analysis of [(CH3)2NH2]3[PMo12O40]. J. Mol. Struct. 2003, 654, 215–221. [CrossRef]

19. Hawmaxwell, S.M.; Brammer, L. Solvent hydrolysis leads to an unusual Cu(II) metal-organic framework. Cryst. Eng. Comm. 2006,
8, 473–476. [CrossRef]

20. Chen, W.; Wang, J.-Y.; Chen, C.; Yue, Q.; Yuan, H.-M.; Chen, J.-S.; Wang, S.-N. Photoluminiscent metal-organic polymer constructed
from trimetallic clusters and mixed carboxylates. Inorg. Chem. 2003, 42, 944–946. [CrossRef]

21. Burrows, A.; Cassar, K.; Friend, R.; Mahon, M.; Rigby, S.; Warren, J. Solvent hydrolysis and templating effects in the synthesis of
metal-organic frameworks. CrystEngComm 2005, 7, 548–550. [CrossRef]

22. Ganesan, S.V.; Lightfoot, P.; Natarajan, S. A new zinc pyromellitate, [(C4N2H12)0.5(NH2(CH3)2)][Zn(C10H2O8)]·1.78H2O, a
layered structure. Solid State Sci. 2004, 6, 757–762. [CrossRef]

23. Zhu, Z.; Meng, X.-M.; Zhang, D.-M.; Zhang, X.; Wang, M.; Jin, F.; Fan, Y.-H. Syntheses, structures and selective dye adsorption of
five formic-based coordination polymers prepared by in-situ hydrolysis of N,N′-dimethylformamide. J. Solid State Chem. 2017,
248, 109–118. [CrossRef]

24. Vasile Scăet,eanu, G.; Chifiriuc, M.; Bleotu, C.; Kamerzan, C.A.; Măruţescu, L.; Daniliuc, C.; Maxim, C.; Calu, L.; Olar, R.; Badea,
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