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Abstract
A 20-Å-long diacylhydrazone linker was used for the first time as a building block for the 
construction of a metal-organic framework (MOF). The terephthalaldehyde di-
isonicotinoylhydrazone (tdih) is considerably longer than its 11-Å-long mono-acylhydrazone 
counterpart, 4-pyridinecarboxaldehyde isonicotinoylhydrazone (pcih), used so far as a MOF 
linker. By utilizing the two ditopic hydrazone linkers providing linear connectivity, two non-
isoreticular cadmium-organic frameworks, {[Cd2(oba)2(hydrazone)2]}n (with oba = 4,4’-
oxybis(benzenedicarboxylate) co-linker) were obtained by solution and mechanochemical 
methods. In spite of the same secondary building units, the frameworks differ in 
dimensionality as well as exhibit various stability and adsorption behavior, that are compared 
and discussed. The insights into structure-property relationships are provided by single-crystal 
X-ray diffraction (SC-XRD), temperature-dependent powder XRD, thermogravimetric 
analysis, CO2 (at 195 K), N2 (at 77 K) and H2O (at 298 K) gas adsorption measurements,  as 
well as quasi-equilibrated temperature-programmed desorption and adsorption (QE-TPDA). 
The work opens possibilities to synthesize new functional materials based on the longer 
linker.

Introduction 
The considerable interest of academia and industry in the chemistry of metal-organic 

frameworks (MOFs)1–3 is driven to a large extent by their well-ordered porosity connected 
with structural flexibility and modularity.4,5 These features allow for tunability of MOF 
properties beyond conventional solid-state materials, to address plethora of challenging 
applications in the fields of drug delivery6,7, electronic devices,8–10 catalysis,11,12 
photocatalysis,13 gas adsorption,14–17 water purification18 and others. Tuning of MOF 
functionalities can be carried out through a careful selection of appropriate linker precursors 
used for the assembly of extended networks. In particular, the first example of a systematic 
change of pore size and polarity was demonstrated for an isoreticular series of MOFs based on 
Zn4O nodes linked by linear dicarboxylates.19 This series included the prototypal MOF-5 with 
terephthalate linkers and comprised other frameworks of the same primitive cubic topology 
differing in linker lengths and side groups. This elegant isoreticular approach allowed to 
identify the best candidate for methane storage and became a more common strategy 
successfully realized in other MOF families. Naturally, the implementation of a given 
synthetic strategy may vary in details but the preferable approaches reduce the use of energy 
and solvents. In this regard, solvent-free mechanochemistry, relying on grinding of solid 
substrates, has recently emerged as a powerful tool for the synthesis of MOFs.20

Following the synthetic challenge to build functional MOFs, we have recently been 
exploring the chemistry of metal-organic frameworks based on mixed carboxylate and 
acylhydrazone linkers, the latter bearing both hydrogen-bond donor and acceptor groups as 
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well as showing coordination versatility towards a diverse range of metals.21–24 In 2016 we 
reported the first mixed-linker MOFs based on an acylhydrazone and a dicarboxylate.25 Since 
then several articles describing new frameworks from this family and their properties, have 
been published. In particular, the carboxylate-acylhydrazone MOFs have been reported to 
exhibit numerous interesting behaviors, such as flexibility,26 high mechanical and 
hydrothermal stability,27,28 gas adsorption selectivity,25,26,28,29 structural diversity,29 
multifunctional catalytic activity30 and sensing potential.31 However, all of the 
aforementioned frameworks have been based on the same relatively short (~11 Å) 4-
pyridinecarboxaldehyde  isonicotinoylhydrazone (pcih) linkers and different dicarboxylate co-
linkers. Therefore, this work was undertaken with the following motivation: (i) to construct 
the first MOF with a longer acylhydrazone linker than pcih used so far, possibly by a solvent-
free method; (ii) to determine and compare its crystal structure and properties with the 
analogous pcih-based material; (iii) to verify hypothesis of isoreticular expansion based on 
acylhydrazone linkers.

Herein, we present two new cadmium metal-organic frameworks based on 
acylhydrazone linkers providing linear connectivity: a shorter pcih or a longer 
terephthalaldehyde di-isonicotinoylhydrazone (tdih), each with the same additional 
dicarboxylate co-linker. In spite of the same secondary building units, the frameworks have 
non-isoreticular structures with different dimensionalities. We present and compare various 
alternative methods of synthesis of the two materials including deposition from solutions and 
optimized grinding of solid reactants. Both Cd-MOFs exhibit adsorption behaviors that are 
untypical of the so far known mixed-linker carboxylate-acylhydrazone MOFs, with CO2/N2 
non-selectivity being the major difference. The adsorption properties towards CO2 (at 195 K) 
and N2 (at 77 K) gases are discussed along with structural features of the frameworks. 
Furthermore, by using of single-crystal X-ray diffraction (SC-XRD), temperature-dependent 
powder XRD, thermogravimetric analysis and quasi-equilibrated temperature-programmed 
desorption and adsorption (QE-TPDA) method, versatile types of the frameworks' stability are 
also investigated and discussed. Our study is the first example of utilization of 
terephthalaldehyde di-isonicotinoylhydrazone molecule as a MOF linker. This opens new 
synthetic possibilities with other metals and/or co-linkers which may provide interesting 
materials for a variety of applications. 

Results and Discussion
Parallel solvent-based and solvent-free syntheses
Two mixed-linker cadmium(II) metal-organic frameworks of various dimensionalities: 2D 
{[Cd2(oba)2(pcih)2]∙3DMF}n (1) and 3D {[Cd2(oba)2(tdih)2]∙7H2O∙6DMF}n (2), based on 4,4’-
oxybis(benzenedicarboxylate) (oba2-) and either 4-pyridinecarboxaldehyde 
isonicotinoylhydrazone (pcih) or terephthalaldehyde di-isonicotinoylhydrazone (tdih) (Figure 
1), were synthesized by parallel solvent-based and solvent-free methods. In the solvent-based 
case, relatively high amounts of both organic solvent and energy (heating at 70 oC for approx. 
4 days) were consumed to yield single crystals of compounds 1 and 2 suitable for X-ray 
diffraction measurements. Alternatively, the two materials were prepared by the solvent-free 
mechanochemical method, where solid reagents were ground together in a ball-mill in either a 
one-pot or a two-step variant (Figure 1 and Figures S1-S4, Supplementary Information). The 
latter approach meets the expectations of green chemistry, i.e. a reaction is fast and no organic 
solvent is used. The purity of products 1 and 2 obtained by the two methods was confirmed by 
elemental analysis, IR spectroscopy and powder X-ray diffraction (Table S1; Figures S2-S4, 
Supplementary Information).
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Figure 1. (a) Linkers/linker precursors used for syntheses of compounds 1 and 2. H2oba: 4,4’-
oxybis(benzenedicarboxylic) acid; pcih: 4-pyridinecarboxaldehyde isonicotinoylhydrazone (in 1); tdih: 
terephthalaldehyde di-isonicotinoylhydrazone (in 2). (b) Various synthetic approaches to compounds 1 and 2; 
LAG: liquid-assisted grinding.

In the mechanochemical one-pot approach, CdO or Cd(OH)2, H2oba and pcih or tdih 
were ground together in the 1:1:1 molar ratio with the addition of a small amount of DMF 
(150 µL), and in case of the CdO substrate, with the addition of a catalytic amount of 
NH4NO3 (4 wt%). In contrast, the two-step reaction which proceeds via an intermediate 
coordination polymer of [Cd(µ-H2O)(oba)(H2O)]n (CCDC1476612),32 does not require 
addition of the catalyst. Both products 1 and 2 are obtainable in the two-step variant from a 
pre-assembled intermediate which is built of Cd2+ ions that are linked by the oba2- 
dicarboxylates and aqua bridges into a 3D framework, wherein each metal centre has a labile 
terminal aqua ligand. Analogous behavior was shown for example for archetypical UiO-66 
and its NH2 analogue which were easily obtained in a gram-scale milling by utilization of pre-
assembled benzoate or methacrylate precursors.33 

In our experiments, cadmium hydroxide was found as the preferable metal substrate. 
Firstly, when it was used as the substrate for grinding then independently on the variant used 
in the mechanochemical approach, no catalyst was required for the formation of 1 and 2 (see 
Figure S2-S3, Supplementary Information and Materials and Method section). Secondly, in 
case of the materials obtained from CdO, larger discrepancies were found in their elemental 
analyses (Table S1, Supplementary Information), which may indicate the presence of 
unreacted CdO as an impurity. The main factor responsible for reactivity is the chemical 
character of Cd(OH)2 which is a stronger base than CdO and thus favours deprotonation of H-
2oba. Additionally, in order to get an insight into homogeneity as well as size and morphology 
of crystals, scanning electron microscopy (SEM) analysis has been carried out for the samples 
obtained in a ball mill from Cd(OH)2 (Figure S5, Supplementary Information). SEM images 
of 1 and 2 confirm the homogeneity of the mechanochemically obtained materials which form 
plate-shaped crystals of similar size and uniform morphology. 

Crystal structures
Single crystals of compounds {[Cd2(oba)2(pcih)2]∙3DMF}n (1) and 
{[Cd2(oba)2(tdih)2]∙7H2O∙6DMF}n (2) used for X-ray diffraction (XRD) were grown in a 
DMF/H2O mixture (see Materials and Methods section). Despite using the same type of 
building blocks for the construction of the two materials, i.e. the H2oba linker precursor and a 
pyridyl-functionalized acylhydrazone building block of a linear connectivity (pcih or tdih 
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differing in length), resulting products 1 and 2 do not form an isoreticular series. The MOFs 
crystallize in monoclinic and triclinic crystal systems with the space groups P  and C2/c, 1
respectively. As revealed by XRD experiments, the Cd2+ ions in both frameworks have 
disordered pentagonal bipyramidal geometry where central ion is coordinated equatorially by 
five oxygen atoms from three different dicarboxylate acids (oba2-) (Figure S6, Supplementary 
Information). The coordination sphere is completed by axial N-pyridyl atoms from two 
neutral N,N-donor linkers; terephthalaldehyde di-isonicotinoylhydrazone (tdih) and 4-
pyridinecarboxaldehyde isonicotinoylhydrazone (pcih), respectively for 1 and 2 (Figure 2, 
Figure S6, Supplementary Information). In both materials the oba2- ligands and Cd2+ ions 
form the [Cd2(COO)2] secondary building units (SBUs) with Cd-Cd distances of 3.836 Å (1) 
and 3.868 Å (2) in each cluster. The oba2- carboxylates act as μ3-κ2κ2κ1 angular ligands 
connecting SBU units into the [Cd2(oba)2]n double chains (1) and layers (2). The double 
chains in 1 are further connected by the pcih ligands into the 2D framework of sql topology 
(determined by ToposPro software).34 The adjacent layers in 1 interact via strong N-H···O 
hydrogen bonds between NH group of the pcih acylhydrazone and carboxylate oxygen atom 
[d(N9-H(N9)∙∙∙O47) = 2.85 Ȧ, angle = 171°] forming a two-dimensional pore structure 
(Figure 2; Figure S7, Supplementary Information). In contrast, the layers of [Cd2(oba)2]n in 
the framework 2 are further linked by the tdih ligand to form a three-dimensional non-
interpenetrated pillar-layered structure. Solvent-accessible voids in the structure, occupied by 
DMF and H2O molecules in the as-synthesized material, consist of two intersecting 1D 
channels that form a 2D channel system propagating along the (001) plane. Two types of 
hydrogen bonds can be distinguished in the as-synthesized compound 2: intraframework and 
between the framework and guest molecules. The former includes carboxylate oxygen atoms 
interacting with NH groups of the tdih ligands (d(N20-H(N20)···O57)) = 2.89 Ȧ, angle = 
170°), whereas the latter involves NH group of the tdih ligands and oxygen atoms of DMF 
molecules d((N9-H(N9)···O64)) = 2.84 Ȧ, angle = 164°). The formation of hydrogen bonds in 
both MOFs is corroborated by their IR spectra. The spectra show the presence of the ν(NH) 
amide bands that are shifted as compared to pure ligands [3218 (1) as compared to 3190 cm-1 

(pcih); 3235 (2) as compared to 3249 cm-1 (tdih)]
In spite of identical acylhydrazone linker topology, the use of linear acylhydrazone 

linkers of various length leads to non-isoreticular cadmium-organic frameworks 1 and 2. 
Replacing shorter pcih with longer tdih linker strongly affects conformation of the oba2- co-
linker that is capable of twisting about the C-O and the C-C single bonds. As a result, dihedral 
angles between the CdOOC planes of the oba2- co-linker are significantly different in the two 
compounds (20.0o and 78.3o for 1 and 2, respectively), and the Cd···Cd distance (via the oba2- 
linker) is shorter for 2 (15.09 Å) than for 1 (15.20 Å) [Figure S8, Supplementary 
Information]. The main consequence, however, is significantly different angles between axial 
axes of neighboring coordination centres, i.e. parallel versus nearly perpendicular 
arrangement, for 1 and 2, respectively. This considerable difference leads to different network 
dimensionalities and topologies: three-dimensional 3,5-c network of unknown topology for 2 
as opposed to two-dimensional sql topology for 1 (according to ToposPro).
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Figure 2. X-ray crystal structures of MOFs 1 (top) and 2 (bottom): (a) cluster coordination spheres of 
[Cd2(oba)2(pcih)2] (in 1) and [Cd2(oba)2(tdih)2] (in 2), (b) [Cd2(oba)2]n fragments (1D double chains in 1 and 2D 
layers in 2), (c) interlayer (in 1) and intraframework (in 2) hydrogen bonds, (d) contact surface (calculated with 
Mercury software by using a probe molecule with a radius of 1.2 Å. In a), b), d) hydrogens atoms are omitted for 
clarity. 

Thermal stability and adsorption properties
In order to assess thermal stability as well as to determine activation conditions for porous 
coordination polymers 1-2, both thermogravimetric (TG) and in situ temperature-dependent 
powder X-ray diffraction analyses (TD-PXRD) have been utilized (Figure 3). The TG curves 
indicate that the materials are thermally stable approx. up to 300 oC with derivative thermo-
gravimetric (DTG) curves minima of 362 oC (1) and 342 oC (2), wherein upon heating to 280 

oC weight losses of 15.7% and 29.1% are observed, respectively. These weight losses 
observed for both compounds are associated with removal of guests molecules from channels 
of the frameworks, and are in agreement with theoretical values (calculated for 3DMF: 15.6 
% (1); for 7H2O and 6DMF: 27.6 % (2)). 
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Figure 3. Thermal stability of the as-synthesized (in solution) compounds 1 and 2. TG and DTG curves (left), 
and TD-PXRD patterns (right). 

Temperature-dependent powder X-ray diffraction patterns confirm thermal stability of 
compound 1 determined by thermogravimetric analysis. When the sample is conditioned for 
10 min at 330 oC, first clear changes in the XRD pattern, including the decrease of the 
distinguished peak at 2Θ = 6.5o, are observed (Figure 3). In contrast, variable temperature 
PXRD patterns recorded for compound 2, indicate that the framework undergoes two phase 
transitions in the range of 80-160 oC. The phase at higher temperatures and below 310 oC is 
characterized by two broad reflections which indicates loss of long-range ordering within the 
MOF and its predominant amorphous character above 160 oC.

In order to avoid potential decompositions/phase transitions of the frameworks 1-2 
indicated by TD-PXRD analysis (Figure 3), further confirmed by adsorption measurement 
upon thermal activation of 1 at 180 oC (Figure S9, Supplementary Information), gentle 
activation procedures have been adopted for both compounds before adsorption 
measurements. The samples were soaked for a few days in dichloromethane (DCM), with 
several replacement of the supernatant by fresh portions of DCM (such samples are referred 
to as 1·DCM and 2·DCM, respectively), followed by room-temperature activation for 
approx. 16 hours under vacuum (Figure S10, Supplementary Information). The adsorption 
experiments reveal that the two MOFs 1 and 2, regardless of the method of their synthesis, are 
porous towards both N2 at 77 K and CO2 at 195 K (Figure 4 and Figure S11, Supplementary 
Information). This observation is in contrast with previous adsorption behavior in the family 
of mixed-linker acylhydrazone/carboxylate metal-organic frameworks 
{[M2(dca)2(pcih)2]·guest}n (M = Zn2+, Cd2+; dca2- – dicarboxylate),25–29 where the adsorption 
selectivity towards CO2 versus N2 was explained by the sieving effect and the presence of 
Lewis basic NH groups from acylhydrazone moieties that decorated pores walls.27 However, 
unlike compounds 1-2, the representatives of this family so far possess only one-dimensional 
channels or zero-dimensional voids. Even three-dimensional highly robust MOF 
[Cd2(sba)2(pcih)2]n (sda2- - 4,4’-sulfonyldibenzoic carboxylate), which has bigger window size 
(4.4 Å) than kinetic diameter of nitrogen (3.64 Å), demonstrates selective adsorption of 
CO2.27 Contrary to the previously reported mixed-linker acylhydrazone/carboxylate metal-

Page 6 of 25

ACS Paragon Plus Environment

Crystal Growth & Design

1
2
3
4
5
6
7
8
9
10
11
12
13
14
15
16
17
18
19
20
21
22
23
24
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
53
54
55
56
57
58
59
60



organic frameworks, the as-synthesized materials 1-2 have two-dimensional voids (Figure 2) 
constructed by two intersecting channels: i) a bigger one, decorated by polar acylhydrazone -
C(O)=N-NH- groups of the pcih or tdih linkers, and ii) a smaller one, propagating in close 
proximity of the oba2- linkers. The latter, more nonpolar channels, provide extra diffusion 
pathways for N2 into the frameworks 1-2. The following discussion refers to the data obtained 
for the materials synthesized in solution and the corresponding data for the samples 
synthesized mechanochemically are shown in Figure S11, Supplementary Information.

Figure 4. Physisorption isotherms of N2 (77 K) and CO2 (195 K) for materials 1 and 2 synthesized in solution. 

The CO2 (195 K) and N2 (77 K) physisorption isotherms for framework 1 after activation 
show maximum loading of 128 cm3·g-1 at p/po = 0.99 and 148 cm3·g-1 at p/p0 = 0.98, 
respectively. These values, according to the Gurvich rule35 (for both gases) correspond to a 
total pore volume of 0.23 cm3·g-1 (Table 1).

Table 1. Porosity parameters for 1-2 calculated by Zeo++ software and obtained from CO2 (195 K) adsorption 
isotherms. 
MOF pws [Å] *

 mpd [Å] * Vpt [cm3∙g-1 ]* Vpe [cm3∙g-1 ] *

1 6.01 4.05 0.23 0.23#

2 6.94 9.07 0.32 0.32##

*probe radius = 1.6 Å, pws-pore window size, mpd- maximum pore diameter, Vpt-theoretical pore volume, Vpe- experimental 
pore volume (based on limiting loading in adsorption isotherms for CO2)
# p/po ~1.0, uptake 128 cm3∙g-1

## p/po ~ 1.0, uptake 181 cm3∙g-1

This is in agreement with the theoretical pore volume of 0.23 cm3·g-1 calculated for the 
[Cd2(oba)2(pcih)2] framework by the Zeo++ software36 using the probe with a radius of 1.6 Å 
(corresponding to carbon dioxide diameter of 3.30 Å). The slight hysteresis for CO2 between 
adsorption and desorption branches is caused by weak interactions of the adsorptive with 
polar acylhydrazone -C(O)=N-NH- groups of the pcih linkers. The framework 1 belongs to a 
rare family of interdigitated 2D coordination polymers of general formula [M2(adc)2(lig)2]n 
(adc – angular dicarboxylate, lig – neutral N-donor ligand), whose members show selective 
CO2 (195K) adsorption over N2 (77 K). The utilization of the longer bent dicarboxylate, as 
compared e.g. to isophthalates, is responsible for the second highest CO2 uptake as well as for 
the loss of CO2 over N2 selectivity in this family (Table 2). In spite of the highest void volume 
of 1 in this group, the CO2 uptake is lower than for [Zn2(iso)2(dptztz)2]n. This is caused by a 
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structural transformation of [Zn2(iso)2(dptztz)2]n that led to creation of additional free space 
and enhanced adsorption. In general, the lack of straightforward correlation between 
theoretical pore volumes and CO2 uptakes for compounds without groups known for strong 
interactions with CO2, indicates the occurrence of structural changes upon adsorption. 

In order to verify reversibility of adsorption, the second run of N2 (77 K) has been carried out 
on the sample evacuated at room temperature after the first run (Figure S12, Supplementary 
Information). The total uptake of N2 is almost unchanged in the second run (147 cm3·g-1) as 
compared to the first (148 cm3·g-1), however in the first stage of the adsorption branch, at p/po 
~ 0.05, the capacity drops from 141 to 130 cm3·g-1. These phenomena can be explained by 
increasing disorder of interdigitated layers of 1 upon subsequent activation process, which as 
a result causes more steric hindrances and limits gas diffusion into pores. This explanation is 
additionally supported by PXRD patterns recorded for samples that were soaked in DCM, 
thermally activated, and after N2 adsorption (Figure S10, Supplementary Information)29 The 
latter confirms that the structure of 1 remains unchanged after N2 adsorption. 

Table 2. Examples of mixed-linker (dicarboxylate/N,N-donor) 
coordination polymers with layered interdigitated structures. 
MOF CO2 uptake 

at 195 K 
[cm3·g-1]

Theoretical 
pore volume* 

[cm3·g-1]

Ref.

Cd2(oba)2(pcih)2 128 0.23 this 
work

Cd2(iso)2(pcih)2 88 0.08 29

Cd2(tBu-iso)2(pcih)2
 66 0.14 29

Zn2(iso)2(pcih)2 91 0.09 26

Zn2(OH-iso)2(pcih)2
 94 0.09 28

Zn2(CH3-iso)2(pcih)2 96 0.15 28

Zn2(iso)2(dptztz)2 138 0.19 37

Zn2(iso)2(bpy)2 CID-1 58 0.08 38

Zn2(azdc)2(bpy)2 CID-13 77 0.17 39

Zn2(iso)2(bpb)2 CID-21 44 0.18 40 

Zn2(iso)2(bpt)2 CID-22 33 0.18 40

Zn2(iso)2(bpa)2 CID-23 89 0.18 40

Zn2(ndc)2(bpy)2 CID-3 77 0.17 41

Zn2(NO2-iso)2(bpy)2 CID-5 57 0 14

Zn2(CH3O-iso)2(bpy)2 CID-6 58 0.11 14

Xiso2-= 5-substituted isophthalate (X = H, CH3, OCH3, OH, NH2, NO2, tBu)
bpy = 4,4'-bipyridyl
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bpndc2- = benzophenone-4,4’ -dicarboxylate
bpb = 1,4- bis(4-pyridyl)benzene
bpt = 3,6-bis(4-pyridyl)-1,2,4,5-tetrazine
bpa = 1,4-bis(4-pyridyl)acetylene)
dptztz = 2,5-di(4-pyridyl)thiazolo[5,4-d]thiazole
azdc2- = 1,6-azulenedicarboxylate 
ndc2- = 2,6-naphthalenedicarboxylate 
*calculated from X-ray crystal structures

Replacement of the pcih linker with the longer tdih diacylhydrazone ligand, utilized as a 
linker in MOFs for the first time, leads to 3D acylhydrazone-carboxylate framework 2 which 
has the highest theoretical pore volume of 0.32 cm3·g-1, the highest CO2 (195 K) uptake of 
181 cm3·g-1 as well as the highest maximum pore diameter (9.1 Å) and window size (6.94 Å) 
of all mixed-linker acylhydrazone-carboxylate frameworks reported to date. However, this is 
still far from the values found in the literature for MOFs that show excellent CO2 storage 
capacities (e.g. at 293K and 40 bar: MOF-5, 495 cm3/g; MOF-177, 759 cm3/g; IRMOF-6, 443 
cm3/g).42 The experimental pore volume calculated from the CO2 adsorption branch at p/p0 = 
0.99 equals to 0.32 cm3·g-1 (Vpe)CO2 and is in a agreement with the value calculated 
geometrically (Table 1). However, the analogous value of (Vpe)N2 = 0.496 cm3·g-1, calculated 
at p/p0 = 0.99 (320 cm3·g-1) from the N2 (77 K) adsorption isotherm, surpasses (Vpe)CO2 by 
nearly 50%. To verify whether it is not an experimental error, a few adsorption-desorption 
cycles were performed as well as different batches of compounds were verified (Figure S13, 
Supplementary Information). The result is repeatable and the discrepancy between calculated 
Vpe values for various adsorbates will be subject of further more detailed investigations. 

In order to get a fuller insight into adsorption processes, water vapor adsorption 
isotherms and isobars have been measured for activated MOFs 1 and 2 (Figures 5 and Figure 
S14). The isotherms recorded at 298 K for both MOFs have shown their instability towards 
this small adsorptive demonstrating by large untypical hysteresis, long time of measurement 
(even 5 days) as well as the highest H2O uptake for lower p/p0 (105 cm3·g-1 at p/p0 = 0.94 for 
1; and 225 cm3·g-1 at p/p0 = 0.94 for 2) than for maximal partial pressure (103 cm3·g-1 for 1; 
and 199 cm3·g-1 for 2). To investigate the stability in liquid H2O, frameworks 1-2 have been 
immersed in water at ambient temperature for 1-6 days, and after this treatment, the water-
loaded MOFs were soaked in DMF or DMF/H2O (9:1 v/v) solution, to study their guest 
exchange reversibility. The framework 1 undergoes fully reversible phase transition (Figure 
S15, Supplementary Information), which according to our previous study of interdigitated 
frameworks, is caused by a reversible change of relative arrangement of adjacent layers, 
induced by exchange of guest molecules.28 However, this MOF is not stable during repeatable 
cycles of water adsorption-desorption, which is demonstrated by loss of porosity (Figure S16, 
Supplementary Information). In contrast, material 2 after soaking in water, has undergone 
irreversible transformation to a highly water stable phase {[Cd2(oba)2(tdih)2]∙13H2O}n 
(2·H2O) that shows characteristic narrow band at ~ 3500 cm-1 in IR spectrum, ascribed to the 
presence of highly ordered water molecules engaged in strong hydrogen bonds with 
acylhydrazone groups (Figure S17, Supplementary Information). Analogous hydrogen bonds 
involving an acylhydrazone group and water guest molecules have been observed in the 
structure of [Cd2(sba)2(pcih)2]n.27
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Figure 5. The as-synthesized (in solution) MOF 2: QE-TPDA profiles of water vapor desorption-adsorption cycles at 2250 Pa 
(left), desorption-adsorption isobars (middle) and stability of porosity upon repeated water vapor desorption-adsorption cycle 
(right).  

The stability of the [Cd2(oba)2(tdih)2] phase obtained via thermal activation of 
{[Cd2(oba)2(tdih)2]∙13H2O}n (2·H2O) as well as its porosity towards H2O have been 
elucidated by QE-TPDA (quasi-equilibrated temperature-programmed desorption and 
adsorption), which clearly demonstrated that H2O loading of the [Cd2(oba)2(tdih)2] framework 
does not change after 22 cycles (Figure 5). The maximal amount of water adsorbed in isobaric 
conditions (~150 cm3·g-1; 12.1% by mass) is in agreement with the data obtained from 
thermogravimetric and elemental analyses for the water-loaded material 2 (Figure S18, 
Supplementary Information and Experimental section). 

Conclusion

By utilizing two ditopic acylhydrazone linkers providing linear connectivity: shorter 4-
pyridinecarboxaldehyde isonicotinoylhydrazone or longer terephthalaldehyde di-
isonicotinoylhydrazone, two non-isoreticular cadmium-organic frameworks have been 
obtained. The frameworks possess the same secondary building units including Cd2 cluster 
but differ in dimensionality. The Cd-MOFs exhibit sorption behavior untypical of the so far 
known mixed-linker carboxylate-acylhydrazone MOFs, without CO2/N2 selectivity, 
commonly observed in this framework family. This phenomenon is explained by the 
coexistence of two types of channels in their structures, not observed for previous MOFs, that 
provide extra diffusion pathways for adsorptives. The frameworks immersed in water undergo 
either reversible or irreversible phase transitions, for shorter- or longer-linker MOF 
respectively; whereas the latter gives the longer-linker framework ability to reversibly absorb 
water vapor. The first use of a diacylhydrazone building block for the construction of metal-
organic frameworks opens new synthetic possibilities e.g. with other metals and co-linkers 
and this work is currently in progress.

Experimental

Materials and Methods
4-pyridinecarbaldehyde isonicotinoylhydrazone (pcih) was prepared according to the 

published method.25 All other reagents and solvents were of analytical grade (Sigma Aldrich, 
POCH, Polmos) and were used without further purification.

Carbon, hydrogen and nitrogen were determined by conventional microanalysis with 
the use of an Elementar Vario MICRO Cube elemental analyzer.

IR spectra were recorded on a Thermo Scientific Nicolet iS10 FT-IR 
spectrophotometer equipped with an iD7 diamond ATR attachment.
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Thermogravimetric analyses (TGA) were performed on a Mettler-Toledo TGA/SDTA 
851e instrument at a heating rate of 10 °C min−1 in a temperature range of 25 – 600 °C 
(approx. sample weight of 8-14 mg). The measurement was performed at atmospheric 
pressure under argon flow. 

Powder X-ray diffraction (PXRD) patterns were recorded at room temperature (295 K) 
on a Rigaku Miniflex 600 diffractometer with Cu-Kα radiation (λ = 1.5418 Å) in a 2θ range 
from 3° to 45° with a 0.02° step at a scan speed of 2.5° min−1

. Temperature-dependent powder 
X-ray diffraction experiments were performed using Anton Paar BTS 500 heating stage from 
30 to 350 oC. At each temperature samples were conditioned for 10 minutes prior to the 
measurement.

Nitrogen and carbon dioxide adsorption/desorption studies were performed on a 
BELSORP-max adsorption apparatus (MicrotracBEL Corp.); 77 K was achieved by liquid 
nitrogen bath and 195 K was achieved by dry ice/isopropanol bath. Water vapor isotherms 
were recorded on Hydrosorb (Quantachrome). Prior to the sorption measurements the samples 
1 and 2 (synthesized either in solution or by mechanochemical methods from Cd(OH)2) were 
soaked with DCM for 5 – 7 days. After that the samples were evacuated at 80 °C (1) or RT 
(2) for 16 h. For some experiments, indicated in the manuscript, sample 1 was evacuated at 
180 °C for 20 h. 

The 1H NMR spectrum was recorded with a Bruker Avance III 600 at 300 K. The 
chemical shifts (δ) are reported in parts per million (ppm) on a scale downfield from 
tetramethylsilane. The 1H NMR spectra were referenced internally to the residual proton 
resonance in DMSO-d6 (δ 2.49 ppm).

Scanning electron microscope (SEM) analysis was performed on the SU8020 scanning 
electron microscope (HITACHI, Japan) with an accelerating voltage of 1-2 kV. The samples 
of 1 and 2 (mechanosynthesized from Cd(OH)2) were sputtered with gold prior to 
measurements.

In order to determine stability of porosity of 1 and 2 upon adsorption of water 
molecules we used a quasi-equilibrated temperature-programmed desorption and adsorption 
(QE-TPDA) technique.43,44 Prior to the experiment a sample of 6.1 mg (1·DCM) and 5.9 mg 
(2·H2O) were activated by heating in a flow (6.75 cm3/min) of pure helium (purity 5.0, Air 
Products) to 120 °C (1·DCM) and 200 oC (2·H2O) at 5 °C/min and then cooled down. After 
activation the flow was switched to helium containing steam saturated at 25 °C and room 
temperature sorption began. After stabilization of the TCD signal, 9 (1) and 21 (2) desorption-
adsorption cycles were measured with linear temperature program (5 °C /min rate). Maximum 
temperature was equal to 120 oC (1) and 200 °C (2) for each cycle. To make sure that 
adsorption process fully ended, 90 minutes of RT isothermal sorption was applied after each 
finished desorption-adsorption cycle. The maxima obtained in experiment correspond to 
desorption and the minima to adsorption, while together they form the QE-TPDA profiles 
(Figure 5 and Figure S16, Supplementary Information). Sorption capacities were determined 
by integrating desorption maxima over the range from 25 °C to 120 °C and recalculating the 
obtained areas by adequate calibration constant.45 Desorption and adsorption isobars were 
calculated from the first desorption/adsorption cycle (Figure 5 and Figure S16, Supplementary 
Information).46

Syntheses
Synthesis of {[Cd2(oba)2(pcih)2]∙3DMF}n (1) in solution: 
4-Pyridinecarboxaldehyde isonicotinoylhydrazone (pcih) (67.9 mg, 0.300 mmol), 
Cd(NO3)24H2O (92.5 mg, 0.295 mmol) and 4,4’-oxybis(benzenedicarboxylic) acid (H2oba) 
(77.4 mg, 0.300 mmol) were dissolved in DMF (16 mL) and H2O (1.8 mL) by sonification 
(60 s) and heated at 70 C for 4 days. Colorless crystals of 1 were filtered off, washed with 
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DMF and dried in oven at 60 C for 0.5 hour. Yield: 159.9 mg (73.7 %). Anal. Calc. for 
C61H57N11O15Cd2: C 51.92, H 4.21, N 10.92. Found: C 51.49, H 03.90, N 10.72. FTIR (ATR, 
cm-1): ν(COO)as 1402s, ν(COO)s 1559m/1532s, ν(C=O)DMF 1675s, ν(C=N)pcih 1594s,  
ν(CH)pcih 3071w, ν(NH) 3218m. Synthesis of single crystals suitable for SC-XRD 
measurement: Pcih (22.6 mg, 0.100 mmol), Cd(NO3)24H2O (31.3mg, 0.100 mmol) and 
H2oba (25.8 mg, 0.1 mmol) were dissolved in DMF (9.0 mL) by sonification (60 s), next H2O 
(9.0 mL) was added and the mixture was heated at 70 C for 4 days.
 
Synthesis of {[Cd2(oba)2(pcih)2]∙3H2O}n (1·H2O): {[Cd2(oba)2(pcih)2]∙3DMF }n  (1) (100 mg) 
was immersed in 15 mL water for 2 days at room temperature. Cream-colored powder was 
filtered off, washed with H2O and dried in air at ambient conditions for 0.5 hour. Anal. Calc. 
For {[Cd2(oba)2(pcih)2]∙3H2O}n :C 50.22, H 3.40, N 9.01. Found: C 50.31, H 3.11, N 8.95%. 

Synthesis of terephthalaldehyde di-isonicotinoylhydrazone (tdih)
Isonicotinic acid hydrazide (1.37 g, 10.0 mmol) was added to ethanol (20 mL), and the 
mixture was heated to boiling. Terephthalaldehyde (0.67 g, 5.0 mmol) suspended in ethanol 
(20 mL) was added. The reaction mixture was refluxed for 1.5 hours, then allowed to cool and 
stand overnight, producing a white crystalline solid, which was filtered off, washed with 10 
mL of ethanol and dried in air. Yield: 1.26 g (94.6 %). Anal. Calc. for C20H16N 6O2: C 64.51, 
H 4.33, N 22.57 %. Found: C 64.16, H 4.37, N 22.11%. ν(C=N) 1544m, ν(C=O) 1653s, ν(CH) 
3070w, ν(NH) 3249m. 1H-NMR and IR spectra are attached in the SI file (Figures S15-S16, 
Supplementary Information).

Synthesis of {[Cd2(oba)2(tdih)2]∙7H2O∙6DMF}n (2) in solution 
Tdih (55.9 mg, 0.150 mmol), Cd(NO3)24H2O (46.3 mg, 0.150 mmol) and H2oba (38.6 mg, 
0.150 mmol) were dissolved in DMF (16.2 mL) and H2O (1.8 mL) by sonification (60 s) and 
heated at 70 C for 96 hours. Yellow crystals of 2 were filtered off, washed with DMF and 
dried in oven at 60C and 500 mbar for 0.5 hour. Yield: 127.8 mg (85.5 %). Anal. Calc. for 
C86H104N18O27Cd2: C 50.47, H 5.12, N 12.32 %. Found: C 51.51, H 4.77, N 12.71 %. FTIR 
(ATR, cm-1): ν(COO)s 1395shm, 1407m; ν(COO)as 1534m, 1558m; ν(C=O)tdih 1658s; 
ν(C=O)DMF 1674s, ν(CH)tdih 3070w, ν(NH) 3235w. 

Synthesis of {[Cd2(oba)2(tdih)2]∙13H2O}n (2·H2O): {[Cd2(oba)2(tdih)2]7∙H2O∙6DMF }n (2) 
(200 mg) was immersed in 18 mL water for 1-3 days at room temperature. Cream-colored 
powder was filtered off, washed with H2O and dried in air at ambient conditions for 0.5 hour. 
Anal. Calc. For {[Cd2(oba)2(tdih)2]∙13H2O}n : C 47.59, H 4.35, N 9.79,. Found: C 47.76, H 
4.24, N 9.76%. 

One-pot mechanosynthesis of {[Cd2(oba)2(pcih)2]∙3DMF}n  (1) and 
{[Cd2(oba)2(tdih)2]∙7H2O∙6DMF}n (2) 
Pcih (67.8 mg, 0.300 mmol) or tdih (111.7 mg, 0.300 mmol), CdO (38.5 mg, 0.300 mmol), 
H2oba (77.5 mg, 0.300 mmol) and NH4NO3 (7.4 mg, 0. 093 mol, 4 wt% for 1 and 9.1 mg, 114 
mol, 4 wt% for 2) were ground together with an addition of DMF (120 μL, η = 0.65 μL∙mg-1 
for 1; 150 μL, η = 0.66 μL∙mg-1 for 2 ) in an agate milling ball (40 min, 15 Hz). After that the 
product was washed several times with DMF. The same approach was used to synthesize 1 
and 2 from Cd(OH)2, but reaction was carried out without NH4NO3 and Cd(OH)2 (43.9 mg , 
0.300 mmol) was used instead of CdO. 

Stepwise mechanosynthesis of {[Cd2(oba)2(pcih)2]∙3DMF}n (1) and 
{[Cd2(oba)2(tdih)2]∙7H2O∙6DMF}n (2)
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CdO (38.5 mg, 0.300 mmol) and H2oba (77.5 mg, 0.300 mmol) were ground together with an 
addition of 150 μL H2O (η = 1.30 μl∙mg-1) an agate milling ball (40 min, 15 Hz). After that 
pcih (67.8 mg, 0.300 mmol) (1) or tdih (111.7 mg, 0.300 mmol) (2) and 156 μL DMF (η = 
0.85 μL∙mg-1) for 1; 190 μL DMF (η = 0.83 μL∙mg-1) for 2 were added to the intermediate 
products and grinding was carried out for 40 min (15 Hz). The same approach was used to 
synthesize 1 and 2 from Cd(OH)2, but Cd(OH)2 (43.9 mg, 0.300 mmol) was used instead of 
CdO.

Crystallographic data collection and structure refinement
Diffraction intensity data for single crystals of compounds 1 and 2 were collected at 100 K on 
a KappaCCD (Nonius) diffractometer with graphite-monochromated Mo Kα radiation (λ = 
0.71073 Å). Cell refinement and data reduction were performed using firmware.47,48 Positions 
of all of non-hydrogen atoms were determined by direct methods using SIR-97.49 All non-
hydrogen atoms were refined anisotropically using weighted full-matrix least-squares on F2. 
Refinement and further calculations were carried out using SHELXL 2014/7.50,51 All 
hydrogen atoms joined to carbon atoms were positioned with an idealized geometries and 
refined using a riding model with Uiso(H) fixed at 1.5 Ueq of C for methyl groups and 
1.2 Ueq of C for other groups. The hydrogen atoms of the water (O66) molecule in 2 are 
indeterminate, H atoms attached to the N atoms were found in the difference-Fourier map and 
refined with an isotropic thermal parameter. Additionally, the crystal structure data shows that 
one DMF solvent molecule is heavily disordered and was removed using the SQUEEZE 
procedure implemented in the PLATON package.50 In case of other two DMF solvent 
molecules atoms were refined using DFIX and DANG instructions.51,52 The SQUEZZE 
procedure was also applied for 1 due to the presence of disordered guest molecules. The 
figures were made using CCDC1852965 (1) and CCDC1581727 (2) cif files that contain the 
supplementary crystallographic data. These data can be obtained free of charge from The 
Cambridge Crystallographic Data Centre via www.ccdc.cam.ac.uk/data_request/cif.

Table 3. Crystal data and structure refinement parameters for {[Cd2(oba)2(pcih)2]∙3DMF}n (1) and 
{[Cd2(oba)2(tdih)2]∙7H2O∙6DMF}n (2).
Compound 1 2
Empirical formula CdC26H18N4O6 CdC43H45N9O11

Formula weight 594.84 976.28
Crystal size (mm) 0.400 × 0.300 × 0.200 0.300 x 0.200 x 0.030
Crystal system Triclinic Monoclinic
Space group P1 C2/c
Unit cell dimensions

a (Å) 9.6614(2) 40.7755(7)
b (Å) 12.2246(3) 8.8797(2)
c (Å) 15.1946(3) 29.8769(5)
α (°) 110.712(2) 90
β (°) 102.063(2) 109.734(1)
γ (°) 93.664(2) 90

Volume (Å3) 1622.79(7) 10182.3(3)
Temperature (K) 100(2) 100(2)
Z 2 8
Density (calculated) (g/cm3) 1.217 1.274
Absorption coefficient (mm-1) 0.710 0.490
F(000) 596 4016
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file:///A:/Publikacje/2018/TCdOBA/Paper/shelx%20_cell_volume
file:///A:/Publikacje/2018/TCdOBA/Paper/shelx%20_exptl_crystal_density_diffrn
file:///A:/Publikacje/2018/TCdOBA/Paper/shelx%20_exptl_absorpt_coefficient_mu
file:///A:/Publikacje/2018/TCdOBA/Paper/shelx%20_exptl_crystal_F_000


Theta range for data collection (°) 2.947 to 29.431 2.354 to 27.485

Index ranges -13≤h≤13, -16≤k≤17, -21≤l≤21 -52≤h≤52, -11≤k≤11, -
38≤l≤38

Reflection measured 78072 20787
Reflections unique 9086 [R(int) = 0.0484] 11632 [R(int) = 0.0351]
Reflections observed [I > 2sigma (I)] 7659 8927
Completeness 94.7% to theta = 29.431° 99.5% to theta = 27.485° 
Absorption correction MULTI-SCAN none
Max. and min. transmission 1.000, 0.788 0.985, 0.889

Refinement method Full-matrix least-squares on F2 Full-matrix least-squares on 
F2

Data / restraints / parameters 9086 / 1 / 338 11632 / 3 / 543
Goodness-of-fit on F2 1.076 1.061
Final R indices [I>2sigma(I)] R1 = 0.0293, wR2 = 0.0622 R1 = 0.0673, wR2 = 0.1726
R indices (all data) R1 = 0.0416, wR2 = 0.0680 R1 = 0.0887, wR2 = 0.1838
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Associated Contents
The Supporting Information is available free of charge on the RSC Publication website at 
DOI:... IR spectra, PXRD patterns, N2 adsorption isotherms, TG curves additional structure 
drawings and X-ray crystal data (CCDC 1852965, 1581727 and 1476612) for 1, 2 and [Cd(µ-
H2O)(oba)(H2O)]n respectively. 

Acknowledgements
The National Science Centre (NCN, Poland) is gratefully acknowledged for the financial 
support (Grant no. 2015/17/B/ST5/01190) of this research. KR additionally thanks the 
National Science Centre (NCN, Poland) for a doctoral scholarship within ETIUDA funding 
scheme (Grant no. 2018/28/T/ST5/00333). The research was carried out partially with the 
equipment purchased thanks to the financial support of the European Regional Development 
Fund in the framework of the Polish Innovation Economy Operational Program (contract no. 
POIG.02.01.00-12-023/08).

Corresponding Author
*E-mail: dariusz.matoga@uj.edu.pl

References 
(1) Book on MOFs:  D. Farrusseng (Ed.), Metal-Organic Frameworks, Wiley- VCH 

Verlag & Co. KGaA, Weinheim, 2011. Metal-Organic Frameworks L.R. (Ed.).
(2) Book on MOFs: MacGillivray, Metal-Organic Frameworks, John Wiley & Sons Inc, 

Hoboken, 2010. Metal-Organic Frameworks,.
(3) Book on MOFs:  S. Kaskel (Ed.), The Chemistry of Metal-Organic Frameworks: 

Synthesis, Characterization, and Applications, Wiley- VCH Verlag & Co. KGaA, 
Weinheim, 2016. The Chemistry of Metal-Organic Frameworks: Synthesis, 
Characterization, and Applications.

(4) Zhang, J.-P.; Zhou, H.-L.; Zhou, D.-D.; Liao, P.-Q.; Chen, X.-M. Controlling 
Flexibility of Metal–Organic Frameworks. National Science Review 2017, nwx127–
nwx127. https://doi.org/10.1093/nsr/nwx127.

(5) Schneemann, A.; Bon, V.; Schwedler, I.; Senkovska, I.; Kaskel, S.; Fischer, R. A. 
Flexible Metal–Organic Frameworks. Chem. Soc. Rev. 2014, 43 (16), 6062–6096. 
https://doi.org/10.1039/C4CS00101J.

(6) Sun, C.-Y.; Qin, C.; Wang, X.-L.; Su, Z.-M. Metal-Organic Frameworks as Potential 
Drug Delivery Systems. Expert Opinion on Drug Delivery 2013, 10 (1), 89–101. 
https://doi.org/10.1517/17425247.2013.741583.

(7) Wu, M.-X.; Yang, Y.-W. Metal–Organic Framework (MOF)-Based Drug/Cargo 
Delivery and Cancer Therapy. Adv. Mater. 29 (23), 1606134. 
https://doi.org/10.1002/adma.201606134.

(8) Falcaro, P.; Ricco, R.; Doherty, C. M.; Liang, K.; Hill, A. J.; Styles, M. J. MOF 
Positioning Technology and Device Fabrication. Chem. Soc. Rev. 2014, 43 (16), 5513–
5560. https://doi.org/10.1039/C4CS00089G.

(9) Stassen, I.; Burtch, N.; Talin, A.; Falcaro, P.; Allendorf, M.; Ameloot, R. An Updated 
Roadmap for the Integration of Metal–Organic Frameworks with Electronic Devices and 
Chemical Sensors. Chem. Soc. Rev. 2017, 46 (11), 3185–3241. 
https://doi.org/10.1039/C7CS00122C.

(10) Li, W.-J.; Liu, J.; Sun, Z.-H.; Liu, T.-F.; Lü, J.; Gao, S.-Y.; He, C.; Cao, R.; Luo, J.-H. 
Integration of Metal-Organic Frameworks into an Electrochemical Dielectric Thin Film for 
Electronic Applications. Nature Commun. 2016, 7, 11830.

Page 15 of 25

ACS Paragon Plus Environment

Crystal Growth & Design

1
2
3
4
5
6
7
8
9
10
11
12
13
14
15
16
17
18
19
20
21
22
23
24
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
53
54
55
56
57
58
59
60



(11) Chughtai, A. H.; Ahmad, N.; Younus, H. A.; Laypkov, A.; Verpoort, F. Metal-Organic 
Frameworks: Versatile Heterogeneous Catalysts for Efficient Catalytic Organic 
Transformations. Chem. Soc. Rev. 2015, 44 (19), 6804–6849. 
https://doi.org/10.1039/C4CS00395K.

(12) Chughtai, A. H.; Ahmad, N.; Younus, H. A.; Laypkov, A.; Verpoort, F. Metal-Organic 
Frameworks: Versatile Heterogeneous Catalysts for Efficient Catalytic Organic 
Transformations. Chem. Soc. Rev. 2015, 44 (19), 6804–6849. 
https://doi.org/10.1039/C4CS00395K.

(13) Dhakshinamoorthy, A.; Li, Z.; Garcia, H. Catalysis and Photocatalysis by Metal 
Organic Frameworks. Chem. Soc. Rev. 2018. https://doi.org/10.1039/C8CS00256H.

(14) Fukushima, T.; Horike, S.; Inubushi, Y.; Nakagawa, K.; Kubota, Y.; Takata, M.; 
Kitagawa, S. Solid Solutions of Soft Porous Coordination Polymers: Fine-Tuning of Gas 
Adsorption Properties. Angew. Chem. Int. Ed. 2010, 49 (28), 4820–4824. 
https://doi.org/10.1002/anie.201000989.

(15) Mason, J. A.; Veenstra, M.; Long, J. R. Evaluating Metal–Organic Frameworks for 
Natural Gas Storage. Chem. Sci. 2014, 5 (1), 32–51. https://doi.org/10.1039/C3SC52633J.

(16) Yu, J.; Xie, L.-H.; Li, J.-R.; Ma, Y.; Seminario, J. M.; Balbuena, P. B. CO2 Capture 
and Separations Using MOFs: Computational and Experimental Studies. Chem. Rev. 2017, 
117 (14), 9674–9754. https://doi.org/10.1021/acs.chemrev.6b00626.

(17) Zhang, Z.; Yao, Z.-Z.; Xiang, S.; Chen, B. Perspective of Microporous Metal-Organic 
Frameworks for CO2 Capture and Separation. Energy Environ. Sci. 2014, 7 (9), 2868–
2899. https://doi.org/10.1039/C4EE00143E.

(18) Prince, J. A.; Bhuvana, S.; Anbharasi, V.; Ayyanar, N.; Boodhoo, K. V. K.; Singh, G. 
Self-Cleaning Metal Organic Framework (MOF) Based Ultra Filtration Membranes - A 
Solution to Bio-Fouling in Membrane Separation Processes. Sci. Rep. 2014, 4, 6555.

(19) Eddaoudi, M.; Kim, J.; Rosi, N.; Vodak, D.; Wachter, J.; O’Keeffe, M.; Yaghi, O. M. 
Systematic Design of Pore Size and Functionality in Isoreticular MOFs and Their 
Application in Methane Storage. Science 2002, 295 (5554), 469–472. 
https://doi.org/10.1126/science.1067208.

(20) Julien, P. A.; Mottillo, C.; Friscic, T. Metal-Organic Frameworks Meet Scalable and 
Sustainable Synthesis. Green Chem. 2017, 19 (12), 2729–2747. 
https://doi.org/10.1039/C7GC01078H.

(21) Roztocki, K.; Matoga, D.; Szklarzewicz, J. Copper(II) Complexes with Acetone 
Picolinoyl Hydrazones: Crystallographic Insight into Metalloligand Formation. Inorg. 
Chem. Commun. 2015, 57, 22–25. https://doi.org/10.1016/j.inoche.2015.04.019.

(22) Matoga, D.; Szklarzewicz, J.; Stadnicka, K.; Shongwe, M. S. Iron(III) Complexes with 
a Biologically Relevant Aroylhydrazone:  Crystallographic Evidence for Coordination 
Versatility. Inorg. Chem. 2007, 46 (22), 9042–9044. https://doi.org/10.1021/ic701435x.

(23) Richardson, D. R.; Bernhardt, P. V. Crystal and Molecular Structure of 2-Hydroxy-1-
Naphthaldehyde Isonicotinoyl Hydrazone (NIH) and Its Iron(III) Complex: An Iron 
Chelator with Anti-Tumour Activity. J. Biol. Inorg. Chem. 1999, 4 (3), 266–273. 
https://doi.org/10.1007/s007750050312.

(24) Henderson, W.; L. Koh, L.; D. Ranford, J.; T. Robinson, W.; O. Svensson, J.; J. Vittal, 
J.; M. Wang, Y.; Xu, Y. Clusters in Bis-Tridentate Tethered Domains of an Iron Chelating 
Drug †. J. Chem. Soc., Dalton Trans. 1999, No. 19, 3341–3343. 
https://doi.org/10.1039/A904728J.

(25) Roztocki, K.; Senkovska, I.; Kaskel, S.; Matoga, D. Carboxylate–Hydrazone Mixed-
Linker Metal–Organic Frameworks: Synthesis, Structure, and Selective Gas Adsorption. 
Eur. J. Inorg. Chem. 2016, 4450–4456. https://doi.org/10.1002/ejic.201600134.

Page 16 of 25

ACS Paragon Plus Environment

Crystal Growth & Design

1
2
3
4
5
6
7
8
9
10
11
12
13
14
15
16
17
18
19
20
21
22
23
24
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
53
54
55
56
57
58
59
60



(26) Roztocki, K.; Jędrzejowski, D.; Hodorowicz, M.; Senkovska, I.; Kaskel, S.; Matoga, 
D. Isophthalate–Hydrazone 2D Zinc–Organic Framework: Crystal Structure, Selective 
Adsorption, and Tuning of Mechanochemical Synthetic Conditions. Inorg. Chem. 2016, 55 
(19), 9663–9670. https://doi.org/10.1021/acs.inorgchem.6b01405.

(27) Roztocki, K.; Lupa, M.; Sławek, A.; Makowski, W.; Senkovska, I.; Kaskel, S.; 
Matoga, D. Water-Stable Metal–Organic Framework with Three Hydrogen-Bond 
Acceptors: Versatile Theoretical and Experimental Insights into Adsorption Ability and 
Thermo-Hydrolytic Stability. Inorg. Chem. 2018, 57 (6), 3287–3296. 
https://doi.org/10.1021/acs.inorgchem.8b00078.

(28) Roztocki, K.; Jędrzejowski, D.; Hodorowicz, M.; Senkovska, I.; Kaskel, S.; Matoga, 
D. Effect of Linker Substituent on Layers Arrangement, Stability, and Sorption of Zn-
Isophthalate/Acylhydrazone Frameworks. Cryst. Growth Des. 2017, 18 (1), 488–497.

(29) Roztocki, K.; Lupa, M.; Hodorowicz, M.; Senkovska, I.; Kaskel, S.; Matoga, D. Bulky 
Substituent and Solvent-Induced Alternative Nodes for Layered Cd–
Isophthalate/Acylhydrazone Frameworks. CrystEngComm 2018, 20 (20), 2841–2849. 
https://doi.org/10.1039/C8CE00269J.

(30) Patel, P.; Parmar, B.; Kureshy, R. I.; Khan, N. H.; Suresh, E. Amine-Functionalized 
Zn(Ii) MOF as an Efficient Multifunctional Catalyst for CO2 Utilization and Sulfoxidation 
Reaction. Dalton Trans. 2018, 47 (24), 8041–8051. https://doi.org/10.1039/C8DT01297K.

(31) Parmar, B.; Rachuri, Y.; Bisht, K. K.; Suresh, E. Mixed-Ligand LMOF Fluorosensors 
for Detection of Cr(VI) Oxyanions and Fe3+/Pd2+ Cations in Aqueous Media. Inorg. 
Chem. 2017, 56 (18), 10939–10949. https://doi.org/10.1021/acs.inorgchem.7b01130.

(32) Singh, S.; Bhim, A. Water Linked 3D Coordination Polymers: Syntheses, Structures 
and Applications. J. Solid State Chem. 2016, 244, 151–159. 
https://doi.org/10.1016/j.jssc.2016.09.025.

(33) Uzarevic, K.; Wang, T. C.; Moon, S.-Y.; Fidelli, A. M.; Hupp, J. T.; Farha, O. K.; 
Friscic, T. Mechanochemical and Solvent-Free Assembly of Zirconium-Based Metal-
Organic Frameworks. Chem. Commun. 2016, 52 (10), 2133–2136. 
https://doi.org/10.1039/C5CC08972G.

(34) Blatov, V. A.; Shevchenko, A. P.; Proserpio, D. M. Applied Topological Analysis of 
Crystal Structures with the Program Package ToposPro. Cryst. Growth Des. 2014, 14 (7), 
3576–3586. https://doi.org/10.1021/cg500498k.

(35) L. Gurvich, J. Phys. Chem. Soc. Russ. 1915, 47, 805.
(36) Willems, T. F.; Rycroft, C. H.; Kazi, M.; Meza, J. C.; Haranczyk, M. Algorithms and 

Tools for High-Throughput Geometry-Based Analysis of Crystalline Porous Materials. 
Microporous Mesoporous Mater. 2012, 149 (1), 134–141. 
https://doi.org/10.1016/j.micromeso.2011.08.020.

(37) Millan, S.; Makhloufi, G.; Janiak, C. Incorporating the Thiazolo[5,4-d]Thiazole Unit 
into a Coordination Polymer with Interdigitated Structure. Crystals 2018, 8 (1). 
https://doi.org/10.3390/cryst8010030.

(38) Horike, S.; Tanaka, D.; Nakagawa, K.; Kitagawa, S. Selective Guest Sorption in an 
Interdigitated Porous Framework with Hydrophobic Pore Surfaces. Chem. Commun. 2007, 
No. 32, 3395–3397. https://doi.org/10.1039/B703502K.

(39) Kishida, K.; Horike, S.; Nakagawa, K.; Kitagawa, S. Synthesis and Adsorption 
Properties of Azulene-Containing Porous Interdigitated Framework. Chem. Lett. 2012, 41 
(4), 425–426. https://doi.org/10.1246/cl.2012.425.

(40) Hijikata, Y.; Horike, S.; Sugimoto, M.; Sato, H.; Matsuda, R.; Kitagawa, S. 
Relationship between Channel and Sorption Properties in Coordination Polymers with 
Interdigitated Structures. Chem. Eur. J. 2011, 17 (18), 5138–5144. 
https://doi.org/10.1002/chem.201003734.

Page 17 of 25

ACS Paragon Plus Environment

Crystal Growth & Design

1
2
3
4
5
6
7
8
9
10
11
12
13
14
15
16
17
18
19
20
21
22
23
24
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
53
54
55
56
57
58
59
60



(41) Nakagawa, K.; Tanaka, D.; Horike, S.; Shimomura, S.; Higuchi, M.; Kitagawa, S. 
Enhanced Selectivity of CO2 from a Ternary Gas Mixture in an Interdigitated Porous 
Framework. Chem. Commun. 2010, 46 (24), 4258–4260. 
https://doi.org/10.1039/C0CC00027B.

(42) Schröder, M. Functional Metal-Organic Frameworks: Gas Storage, Separation and 
Catalysis; Springer, 2010.

(43) Makowski, W. Quasi-Equilibrated Temperature Programmed Desorption and 
Adsorption: A New Method for Determination of the Isosteric Adsorption Heat. 
Thermochim. Acta 2007, 454 (1), 26–32. https://doi.org/10.1016/j.tca.2006.12.015.

(44) Makowski, W.; Ogorzałek, Ł. Determination of the Adsorption Heat of N-Hexane and 
n-Heptane on Zeolites Beta, L, 5A, 13X, Y and ZSM-5 by Means of Quasi-Equilibrated 
Temperature-Programmed Desorption and Adsorption (QE-TPDA). Thermochim. Acta 
2007, 465 (1), 30–39. https://doi.org/10.1016/j.tca.2007.09.002.

(45) Sławek, A.; Vicent-Luna, J. M.; Marszałek, B.; Balestra, S. R. G.; Makowski, W.; 
Calero, S. Adsorption of N-Alkanes in MFI and MEL: Quasi-Equilibrated 
Thermodesorption Combined with Molecular Simulations. J. Phys. Chem. C 2016, 120 
(44), 25338–25350. https://doi.org/10.1021/acs.jpcc.6b06957.

(46) Sławek, A.; Vicent-Luna, J. M.; Marszałek, B.; Makowski, W.; Calero, S. Ordering of 
N-Alkanes Adsorbed in the Micropores of AlPO4-5: A Combined Molecular Simulations 
and Quasi-Equilibrated Thermodesorption Study. J. Phys. Chem. C 2017, 121 (45), 25292–
25302. https://doi.org/10.1021/acs.jpcc.7b08927.

(47) Nonius (1998). COLLECT. Nonius BV, Delft, The Netherlands. Nonius.
(48) Z. Otwinowski;  W. Minor, (1997). Methods in Enzymology, Vol. 276, 

Macromolecular Crystallography, Part A, edited by C. W. Carter Jr & R. M. Sweet, pp. 
307–326. New York: Academic Press. Method in Enzymology.

(49) Altomare, A.; Burla, M. C.; Camalli, M.; Cascarano, G. L.; Giacovazzo, C.; 
Guagliardi, A.; Moliterni, A. G. G.; Polidori, G.; Spagna, R. It SIR97: A New Tool for 
Crystal Structure Determination and Refinement. J. Appl. Cryst. 1999, 32 (1), 115–119. 
https://doi.org/10.1107/S0021889898007717.

(50) Spek, A. L. It PLATON SQUEEZE: A Tool for the Calculation of the Disordered 
Solvent Contribution to the Calculated Structure Factors. Acta Cryst. C 2015, 71 (1), 9–18. 
https://doi.org/10.1107/S2053229614024929.

(51) G. M. Sheldrick, SHELXS-97: Program for the Crystal Structure Refinement, 
University of Göttingen, Göttingen, Germany, 2008. SHELXS-97.

(52) G. M. Sheldrick, : Program for the Solution of Crystal Structures, University of 
Göttingen, Göttingen, Germany, 2014. SHELXL-2014/7.

Page 18 of 25

ACS Paragon Plus Environment

Crystal Growth & Design

1
2
3
4
5
6
7
8
9
10
11
12
13
14
15
16
17
18
19
20
21
22
23
24
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
53
54
55
56
57
58
59
60



For Table of Contents Use Only

Introducing a longer versus shorter acylhydrazone linker to a 
metal-organic framework: parallel mechanochemical approach, 
non-isoreticular structures and diverse properties
Kornel Roztocki,[a] Monika Szufla,[a] Maciej Hodorowicz,[a] Irena Senkovska,[b] Stefan 
Kaskel,[b] Dariusz Matoga[a]*
[a]Faculty of Chemistry, Jagiellonian University, Gronostajowa 2, 30-387 Kraków, Poland 
[b]Department of Inorganic Chemistry, Technische Universität Dresden, Bergstrasse 66, 
01062 Dresden, Germany
*Corresponding author: dariusz.matoga@uj.edu.pl

TABLE OF CONTENTS GRAPHIC:

SYNPOSIS:
Two varied length ditopic hydrazone linkers providing linear connectivity have been used 
with a dicarboxylate co-linker to prepare metal-organic frameworks of different 
dimensionality, stability and gas adsorption adsorption.
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