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A microporous Cu2+ MOF based on a pyridyl
isophthalic acid Schiff base ligand with high
CO2 uptake†‡

Andreas Kourtellaris,a Eleni E. Moushi,a Ioannis Spanopoulos,b Christos Tampaxis,b,c

Georgia Charalambopoulou,c Theodore A. Steriotis,c Giannis S. Papaefstathiou,d

Pantelis N. Trikalitisb and Anastasios J. Tasiopoulos*a

A new Cu2+ complex that was isolated from the initial use of 5-((pyridin-4-ylmethylene)amino)isophthalic

acid (PEIPH2) in 3d metal–organic framework (MOF) chemistry is reported. Complex {[Cu3(PEIP)2(5-NH2-

mBDC)(DMF)]·7DMF}∞ denoted as Cu-PEIP·7DMF was isolated from the reaction of Cu(NO3)2·2.5H2O

with PEIPH2 in N,N-dimethylformamide (DMF) at 100 °C and contains both the PEIP2− ligand and its

5-NH2-mBDC2− fragment. After the structure and properties of Cu-PEIP were known an analogous

complex was prepared by a rational synthetic method that involved the reaction of Cu(NO3)2·2.5H2O,

5-((pyridin-4-ylmethyl)amino)isophthalic acid (PIPH2 – the reduced analogue of PEIPH2) and 5-NH2-

mBDCH2 in DMF at 100 °C. Cu-PEIP comprises two paddle-wheel [Cu2(COO)4] units and exhibits a 3D-

framework with a unique trinodal underlying network and point symbol (4.52)4(4
2·54·64·83·92)2(5

2·84). This

network consists of pillared kgm-a layers containing a hexagonal shaped cavity with a relatively large dia-

meter of ∼8–9 Å surrounded by six trigonal shaped ones with a smaller diameter of ∼4–5 Å and thus

resembles the structure of HKUST-1. Gas sorption studies revealed that Cu-PEIP exhibits a 1785 m2 g−1

BET area as well as high CO2 sorption capacity (4.75 mmol g−1 at 273 K) and CO2/CH4 selectivity (8.5 at

zero coverage and 273 K).

Introduction

Metal–organic frameworks (MOFs) have attracted tremendous
interest in the last decade due to their unique structural fea-
tures1 and potential applications in gas storage, separation,2,3

magnetism,4 catalysis,5 sensing6 and so on. The key factor for
the discovery of MOFs with novel structural features and poten-
tially interesting physical properties is the development of new
synthetic strategies. Appropriate organic ligands are very impor-
tant in this context, since even small changes in the flexibility,
length, or symmetry of the ligands can result in a remarkable
diversity of architectures and functions.7,8 Although several

elements of rational design have been introduced in MOF
chemistry,9 exploratory synthetic methods are still a fruitful
source of novel materials with interesting properties.10

An apparent strategy toward new MOFs with interesting pro-
perties consists of the use of N- and O-donor polytopic organic
ligands.8a Specifically, pyridyl-carboxylates have been con-
firmed as excellent ligands to assemble multidimensional
coordination polymers due to the ability of the N donor atoms
to bind most of the metal ions and the high bridging capa-
bility of the carboxylate groups. As a result, the carboxylate
ligands can bridge several metal ions to form stable oligonuc-
lear or polynuclear secondary building units (SBUs) which are
linked through carboxylate or pyridyl N groups to afford multi-
dimensional coordination polymers.8a,11 One type of pyridyl
polycarboxylate linkers that have attracted significant attention
are the tritopic ones consisting of pyridyl and isophthalic acid
moieties (for some examples see Scheme 1 in the ESI‡).12–14

When ligands possessing the isophthalic acid moiety are
employed in Cu2+ chemistry, they often afford structures which
are similar to that of HKUST-1 with a tbo topology.15 These
structures either contain a layer with the kgm-a (augmented
kagomé) or the sql-a (augmented square lattice) topology that
are present in HKUST-1 or display an overall tbo topology,12d,e,16

since the latter (tbo) can be regarded either as a pillared kgm or
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pillared sql network. Thus, such ligands clearly have
the potential to lead in materials resembling the structure and
possibly the sorption properties of HKUST-1 and for this reason
they have attracted intense interest.12–14,16 MOFs with the tbo
topology are highly desirable for gas sorption applications
since: (a) interpenetration is not allowed and therefore high
surface areas are often obtained, (b) a relatively high density of
open metal sites is created, leading to high gas uptake and (c)
the structure contains additional strongly interacting sites
(pockets and windows) that increase the overall gas uptake.16a

We are interested in the use of Schiff base ligands contain-
ing the isophthalic acid group for the construction of new
functional MOFs. In fact we have reported a series of MOFs
based on the CIPH3 ligand (CIPH3 = 5-(4-carboxybenzylidene-
amino)isophthalic acid) with interesting single-crystal-to-single-
crystal (SCSC) transformation and sorption properties.9c,17

This ligand is more elongated than other commonly used tri-
carboxylic acids (such as trimesic acid) and possesses the
semi-rigid CvN moiety that introduces into the isolated com-
pounds some but not unlimited flexibility. For all these
reasons CIPH3 was proven capable to afford MOFs with inter-
esting properties. As an extension of this work we employed in
MOF chemistry the ligand 5-((pyridin-4-ylmethylene)amino)
isophthalic acid (PEIPH2) (Scheme 1 in the ESI‡) that is
similar to CIPH3 but contains a pyridyl group in place of the
benzoic acid moiety. This ligand carries all the advantages of
the other pyridyl-isophthalic acid linkers mentioned above
and displays unpredictable behavior when it is involved in
reactions with metal ion sources. This arises from the fact that
both PEIPH2 and its constituent moieties are present in the
solution containing the ligand and thus it is possible for them
to appear in the resulting compounds giving rise to a variety of
new products. Surprisingly the coordination chemistry of
PEIPH2 is actually unexplored with the only known com-
pounds with this ligand being some organotin MOFs.14

We herein report a new Cu2+ MOF {[Cu3(PEIP)2(5-NH2-
mBDC)(DMF)]·7DMF}∞ denoted as Cu-PEIP·7DMF which rep-
resents the initial 3d metal complex with the ligand
PEIPH2. Although this compound was prepared by a
serendipitous self-assembly synthetic procedure, after its
structure was known the synthesis of an analogous complex
was targeted with high priority and achieved following a
rational synthetic method. Cu-PEIP exhibits a 3D-framework
with a unique trinodal underlying network and point symbol
(4·52)4(4

2·54·64·83·92)2(5
2·84). This network consists of pillared

kgm-a layers and thus resembles the structure of HKUST-1.
Cu-PEIP shows a significant BET area (1785 m2 g−1) as well as
high CO2 sorption capacity (4.75 mmol g−1 at 273 K) and CO2/
CH4 selectivity (8.5 at zero coverage and 273 K).

Experimental
Materials

Reagent grade chemicals were obtained from Aldrich and used
without further purification. Water was distilled in-house.

PEIPH2 and PIPH2 were synthesized according to the reported
literature.13d,14

Synthesis of Cu-PEIP

Method A: PEIPH2 (0.08 g, 0.296 mmol) was dissolved (after
sonication for 3 minutes) in 5 mL N,N-dimethylformamide
(DMF) in a 20 mL glass vial and solid Cu(NO3)2·2.5H2O (0.08 g,
0.344 mmol) was added to this solution. The mixture was soni-
cated for 3 min, sealed and then, heated without stirring at
100 °C for 24 h. During this period, green polyhedral-like crys-
tals of Cu-PEIP were formed. They were isolated by filtration,
washed several times with DMF and diethylether, and dried
under vacuum. The yield was 70%. Elemental analysis: Anal.
Calc. for C60H77O20N13Cu3 (Cu-PEIP·7DMF) C 48.34, H 5.21, N
12.21, Found: C 48.23, H 5.11, N 12.09.

Method B: Method A was repeated, using 5-NH2-mBDCH2

(0.08 g, 0.442 mmol) and 4-pyridinecarboxaldehyde (43 μL,
0.456 mmol) instead of PEIPH2. The yield was ∼65%.

Synthesis of Cu-PIP

PIPH2 (0.08 g, 0.294 mmol) and 5-NH2-mBDCH2 (0.05 g,
0.276 mmol) were dissolved (after sonication for 3 minutes) in
DMF (5 mL) in a 20 mL glass vial and solid Cu(NO3)2·2.5H2O
(0.08 g, 0.344 mmol) was added to this solution. The mixture
was sonicated for 3 min, sealed and then, heated without stir-
ring at 100 °C for 24 h. During this period, green crystalline
solid of Cu-PIP was formed. The microcrystalline solid was iso-
lated by filtration, washed several times with DMF and diethyl-
ether, and dried under vacuum. The yield was 46%. Anal. Calc.
for C60H81O20N13Cu3 (Cu-PIP·7DMF) C 48.20, H 5.46, N 12.18,
Found: C 47.94, H 5.36, N 12.03.

Physical measurements

Elemental analysis (C, H, N) was performed by the in-house
facilities of the University of Cyprus, Chemistry Department.
IR spectra were recorded on KBr pellets in the 4000–400 cm−1

range using a Shimadzu Prestige -21 spectrometer. PXRD pat-
terns were recorded on a Shimazdu 6000 Series X-ray diffracto-
meter (Cu Kα radiation, λ = 1.5418 Å). Thermal stability studies
were performed with a Shimadzu TGA 50 thermogravimetric
analyzer.

Gas sorption measurements

Low-pressure argon, hydrogen, carbon dioxide and methane
adsorption measurements were carried out on an Autosorb
1-MP instrument from Quantachrome equipped with multiple
pressure transducers for highly accurate analyses and an oil-
free vacuum system. High pressure excess adsorption measure-
ments were conducted manometrically on a PCTPro-2000
instrument (Setaram) with the aid of a regular valve sealed
stainless-steel measuring cell. The NIST database was
implemented for estimating the compressibility of gases
(H2, CH4, CO2) and helium was used for dead volume
calibrations at 273–303 K. In order to avoid potential helium
sorption errors, the dead volume at 77 K was calculated
through a reference curve obtained by using different volumes
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of non-adsorbing materials (Pyrex glass). Ultra-high purity grade
Ar (99.999%), He (99.999%), H2 (99.999%), CO2 (99.999%) and
CH4 (99.9995%) were used for all adsorption measurements.
Prior to analysis, as-made Cu-PEIP was soaked in CH2Cl2 at
room temperature for three (3) days during which the super-
natant solution was replaced six (6) times. The dichloro-
methane suspended samples were transferred inside the
chamber of a supercritical CO2 dryer (Bal-Tec CPD 030) and
CH2Cl2 was exchanged with liquid CO2 over a period of
5 hours at 8 °C. During this period, liquid CO2 was vented
under positive pressure every 5 minutes. The rate of CO2

venting was always kept below the rate of filling so as to main-
tain full drying conditions inside the chamber. Following
venting, the temperature was raised to 40 °C (above the critical
temperature of CO2), kept there for 1 hour and then slowly
vented over the period of 1 hour. The dried sample was trans-
ferred immediately inside a pre-weighted, argon filled 9 mm
cell and closed using CellSeal™ provided by Quantachrome to
prevent the intrusion of oxygen and atmospheric moisture
during transfers and weighing. The cell was then transferred
to the outgassing station where the sample was evacuated
under dynamic vacuum at room temperature until the outgas
rate was less than 2 mTorr min−1. After evacuation, the sample
and cell were re-weighed to obtain the precise mass of the
evacuated sample. Finally, the tube was transferred to the ana-
lysis port of the gas adsorption instrument. Likewise, for high
pressure measurements, the dried sample was transferred
sealed to an argon filled glove box (Labstar, MBraun, H2O and
O2 <0.5 ppm), and a quantity of approx. 180 mg was inserted
into a pre-weighted stainless-steel container. The sample mass
was calculated and the container was sealed with a high
pressure valve. The whole cell was removed from the glove box
and was attached to the high pressure manometric apparatus.
All-metal face seals were used. After suitable evacuation of the
apparatus the sample was further outgassed overnight at
room temperature under high vacuum (p < 10−6 mbar). The
outgassing procedure was repeated after each high pressure
measurement.

Single crystal X-ray crystallography

Single crystal X-ray diffraction data were collected on an
Oxford-Diffraction Supernova diffractometer, equipped with a
CCD area detector utilizing Cu Kα (λ = 1.5418 Å) radiation. A
suitable crystal was mounted on a Hampton cryoloop with
Paratone-N oil and transferred to a goniostat where it was
cooled for data collection. Empirical absorption corrections
(multiscan based on symmetry-related measurements) were
applied using CrysAlis RED software.18 The structure was
solved by direct methods using SIR200419 and refined on F2

using full-matrix least-squares with SHELXL97.20 Software
packages used were as follows: CrysAlis CCD for data collec-
tion,18 CrysAlis RED for cell refinement and data reduction,18

WINGX for geometric calculations,21 and DIAMOND22 and
X-Seed23 for molecular graphics. The non-H atoms were
treated anisotropically, whereas the aromatic H atoms were
placed in calculated, ideal positions and refined as riding on

their respective carbon atoms. Electron density contributions
from disordered guest molecules were handled using the
SQUEEZE procedure from the PLATON software suit.24

Selected crystal data for Cu-PEIP are summarized in Table 1.
CCDC 1492970 contains the supplementary crystallographic
data for this paper.

Results and discussion

Over the last few years, we have been systematically investi-
gating the use of semi-rigid polytopic ligands, such as CIPH3

as a method for the synthesis of new MOFs.9c,17 An extension
of these investigations included the use of PEIPH2, which is
similar to CIPH3 but contains a pyridyl group in the place of
the benzoic acid moiety, in MOF chemistry. Compound
Cu-PEIP was initially prepared from the reaction of
Cu(NO3)2·2.5H2O and PEIPH2 in DMF at 100 °C in 70% yield.
A similar reaction was performed that contained instead of the
pre-formed Schiff base ligand PEIPH2 its constituent moieties,
i.e. 5-NH2-mBDCH2 and 4-pyridinecarboxaldehyde aiming at
the in situ formation of the ligand and the isolation of the
final product through a one-pot reaction (by omitting the
ligand preparation step). This was realized from the reaction of
Cu(NO3)2·2.5H2O, 5-NH2-mBDCH2 and 4-pyridinecarboxalde-
hyde in DMF at 100 °C in 65% yield. Interestingly, Cu-PEIP
was isolated as excellent quality green polyhedral-like crystals
in very high yields with both synthetic methods. When the
structure of the compound Cu-PEIP was known the synthesis
of an analogous complex was targeted and achieved by follow-
ing a rational synthetic procedure. This procedure involved the
use in the reaction mixture of the reduced analogue of PEIPH2,
i.e. ligand PIPH2 that remains intact in solution, and 5-NH2-
mBDCH2. Thus, compound Cu-PIP was prepared from the

Table 1 Selected crystal data for Cu-PEIP

Complex Cu-PEIP

Empirical formula C39H25Cu3N6O13
Formula weight 976.30
Temperature (K) 100(2)
Radiation Cu Kα (λ = 1.54180 Å)
Crystal system Monoclinic
Space group I2/m
a (Å) 13.657(5)
b (Å) 18.686(5)
c (Å) 31.503(5)
β (°) 101.532(5)
V (Å3) 7877(4)
Z 4
Dc (g cm−3) 0.823
μ (mm−1) 1.266
Refls coll. 27 001
Unique refls 7255
Rint 0.0367
R1

a [I > 2σ(I)] 0.0749
wR2

b (all data) 0.2441
GOF 1.157
Δρmin/max (e Å

3) 1.279/−0.658

a R1 = ∑||Fo| − |Fc||/∑|Fo|.
bwR2 = {∑[w(|Fo|

2 − |Fc|
2)2]/∑[w(|Fo|

4)]}1/2.
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reaction of Cu(NO3)2·2.5H2O, PIPH2 and 5-NH2-mBDCH2 in
DMF at 100 °C in 46% yield. The identity and purity of the
bulk products of Cu-PEIP and Cu-PIP and their structural
relation were confirmed by PXRD, elemental analysis and
infrared spectroscopy (Fig. S1–S4 in the ESI‡).

Compound Cu-PEIP crystallizes in the monoclinic space
group I2/m. There are two crystallographically unique Cu2+

ions in the structure (Cu1 and Cu2), both adopting a square
pyramidal coordination geometry (Fig. 1): Cu1 is coordinated
with four carboxylic oxygen atoms 2 × (O1–O2) of four different
PEIP2− ligands and one terminal DMF (O7) solvent molecule,
whereas Cu2 is connected with two carboxylate oxygen atoms
(O3–O4) from two different PEIP2− anions, two carboxylate
oxygen atoms (O5–O6) from two different 5-NH2-mBDC2−

ligands and one nitrogen atom from a third PEIP2− ligand
(N1). This connectivity gives rise to a 3-D framework, which
comprises two paddle-wheel [Cu2(COO)4] SBUs and exhibits
large channels running mainly along the a-axis (Fig. 2a). The
first type of dinuclear SBU, [Cu2]A, is formed by two symmetry-
equivalent Cu1 metal ions, which are bridged by four syn,syn-
μ2-COO− groups originating from four PEIP2− ligands, whereas
the second paddle-wheel type SBU, [Cu2]B, consists of two sym-
metry-equivalent Cu2 ions, which are bridged by four syn,syn-
μ2-COO− groups originating from two PEIP2− and two 5-NH2-
mBDC2− ligands. The axial positions in [Cu2]A are occupied by
two oxygen atoms from two DMF molecules, while those in
[Cu2]B by two pyridyl nitrogen atoms from two PEIP2− ligands.
The 5-NH2-mBDC2− ligands bridge two [Cu2]B SBUs with a
[Cu2]B⋯[Cu2]B separation of ∼9.3 Å while the isophthalate

moiety of the PEIP2− ligands bridges a [Cu2]A to a [Cu2]B SBU
with the [Cu2]A⋯[Cu2]B separation being ∼9.2 Å. In this
arrangement, the paddle-wheels and the isophthalate moieties
of both ligands create an undulated (3·6·3·6) semi-regular
plane net (kgm-a lattice) parallel to the bc plane (Fig. 2b). This
layer contains two types of cavities; a hexagonal shaped with a
relatively large diameter of ∼8–9 Å surrounded by six trigonal
shaped ones with a smaller diameter of ∼4–5 Å as found by
PLATON24 (taking into account the van der Waals radii of the
atoms). The trigonal shaped cavities are composed of one
[Cu2]A and two [Cu2]B SBUs and are filled with the terminal
DMF molecules bound to [Cu2]A SBUs. The hexagonal shaped
cavities are composed of two [Cu2]A separating two pairs of
two [Cu2]B SBUs. The sides of the hexagonal cavities
comprise the isophthalate moieties of two approximately
parallel 5-NH2-mBDC2− ligands separating two adjacent
isophthalate moieties of two pairs of PEIP2− ligands.

The kgm-a layers are pillared through the pyridyl groups of
the PEIP2− ligands giving rise to hexagonal channels running
parallel to the a axis (Fig. 2c and d). Since there are only four
PEIP2− ligands composing the hexagonal cavities, only four
[Cu2]B SBUs act as connection points in the pillaring. The
5-NH2-mBDC2− ligands point their amino group toward the
hexagonal cavities, thus compartmentalizing the cavities and
the hexagonal channels as shown in Fig. 2c and d. Since part
of the isophthalate ligands and part of the [Cu2] SBUs partici-
pate in the pillaring there is enough space left uncovered
giving rise to pores through the other two directions of the
material. The pores accommodate DMF molecules.

The solvent-accessible volume calculated by PLATON24 is
5241 Å3 and corresponds to 66.5% of the unit-cell volume
(7877.0 Å3). A representation of the voids using the structure
visualization program MERCURY25 reveals a continuous and
complex 3D pore network, where the large compartmentalized
hexagonal cavities communicate through relatively wide chan-
nels with a diameter ≥4 Å (Fig. 3).

From the topological point of view the [Cu2]A paddle-wheel
SBUs possessing two DMF molecules on the Cu1 apical sites
serve as 4-coordinated nodes, while the [Cu2]B SBUs possessing
two pyridyl N atoms on the apical positions of the Cu2 ions act
as 6-c nodes. The PEIP2− ligands bridge a [Cu2]A to a [Cu2]B
through the isophthalate moiety and a [Cu2]B through the
pyridyl N atom, thus serving as a 3-c node. The 5-NH2-mBDC2−

ligand simply bridges two [Cu2]B SBUs and therefore is topolo-
gically silent (serves as a bridge). In this arrangement a 3,4,6-
coordinated trinodal network with the stoichiometry (3-c)4(4-c)
(6-c)2 and point symbol (4·52)4(4

2·54·64·83·92)2(5
2·84) forms

which is, so far, unique (Fig. S5–S8 in the ESI‡). The network
adopted by Cu-PEIP resembles the tbo net adopted by
HKUST-1 and the eea net.12d,e,15,16 All three nets can be con-
sidered as pillared kgm-a layers. The augmented Kagomé
lattice (kgm-a) is based on [Cu2(COO)4] SBUs and isophthalate
moieties which alternate to create big hexagonal cavities com-
prising six paddle-wheels and six isophthalate moieties. In tbo
the kgm-a layers are separated (pillared) by the third carboxy-
late of the trimesic acid while in the eea net the layers are

Fig. 1 Representation of the connectivity of the [Cu2+]2 paddle wheel
SBUs through the PEIP2− ligand in Cu-PEIP. Colour code: Cu green,
O red, N blue, C gray. H atoms are omitted for clarity.
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separated by the pending pyridyl groups of the pyridyl-iso-
phthalate ligands. In both tbo and eea nets, all six bridging
ligands around each hexagonal cavity serve as pillars to both
sides of the layer while in Cu-PEIP only four PEIP2− ligands
serve as pillars since two out of the six bridges around the
hexagonal cavities are 5-NH2-mBDC2− ligands which cannot
connect neighboring kgm-a layers.

The thermal stability of Cu-PEIP and Cu-PIP was investi-
gated by means of the thermogravimetric analysis (TGA) tech-
nique (Fig. S9 and S10 in the ESI‡). The TGA curves for the two
complexes are essentially identical and thus only that of Cu-
PEIP shall be discussed in detail. The TGA curve of Cu-PEIP
indicates that this compound is decomposed through a multi-

step process which is completed at a fairly low temperature
(∼400 °C). The first two steps that are related to the removal of
the lattice and bound DMF solvent molecules appear in the
temperature range 30 °C to 260 °C and correspond to ∼40% of
the material’s total mass. This value is in agreement with the
corresponding calculated value for Cu-PEIP·7DMF (∼39.2%).
The next steps are associated with the decomposition of the
two bridging ligands PEIP2− and 5-NH2-mBDC2− and are com-
pleted at ∼400 °C.

The relatively large solvent accessible volume present in
Cu-PEIP prompted us to investigate its gas sorption properties.
Several activation methods were employed, however the most
efficient one involved the use of dichloromethane to remove
the guest solvent molecules followed by treatment with super-
critical CO2. Argon sorption measurements at 87 K revealed a
type-I isotherm (Fig. 4), typical for a microporous solid, from
which the apparent BET area was found to be 1785 m2 g−1

(Langmuir, 1814 m2 g−1), close to the geometric surface area
(2059 m2 g−1) calculated from the single crystal structure using
Poreblazer.26 The total pore volume is 0.64 cm3 g−1 at relative
pressure, p/po, 0.99, which is slightly lower compared to the
value of 0.75 cm3 g−1 calculated26 from the crystal structure.
Given that the PXRD pattern of the activated sample suggests
an intact framework, the difference in the pore volume could
be explained by trapped organic molecules inside the pores of
Cu-PEIP. The pore size distribution, calculated using Non-

Fig. 2 Representations of (a) the 3D framework along the a axis, (b) the (3·6·3·6) semi-regular net (augmented Kagomé lattice: kgm-a), (c) the com-
partmentalized hexagonal channels along the a axis and (d) the compartmentalized channel projected along the a axis for complex Cu-PEIP. Colour
code: Cu green, O red, N blue, C gray. H atoms are omitted for clarity.

Fig. 3 Representation of the pore network (shown in yellow) of
Cu-PEIP (only pores and channels with diameter ≥4 Å are shown) along
the b axis.

Inorganic Chemistry Frontiers Research Article

This journal is © the Partner Organisations 2016 Inorg. Chem. Front., 2016, 3, 1527–1535 | 1531

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

0 
se

pt
em

be
r 

20
16

. D
ow

nl
oa

de
d 

on
 8

-1
-2

02
6 

10
:2

8:
29

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n 

3.
0 

U
np

or
te

d 
L

ic
en

ce
.

View Article Online

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c6qi00273k


Local Density Functional Theory (NLDFT) after a successful
fitting of the Ar adsorption isotherm data using a suitable
NLDFT kernel (Fig. S11 in the ESI‡), shows two major peaks
centered at 6 Å and 9 Å (inset in Fig. 4), in agreement with the
crystallographic analysis.

The high porosity of Cu-PEIP in combination with the pres-
ence of unsaturated Cu(II) sites and –NH2 groups, prompted us
to further investigate the gas sorption properties by recording
low and high pressure isotherms of CO2, CH4 and H2 at
different temperatures from which the total uptake, isosteric
heat of adsorption (Qst) and CO2/CH4, selectivity were calculated.
We note that amine functionalized MOFs are highly desirable,
especially for CO2 capture, because high uptake and selectivity
are expected due to favorable acid–base interactions.27

The CO2 uptake at 1 bar is 4.75 mmol g−1 (20.9 wt%) and
2.80 mmol g−1 (12.3 wt%) at 273 K and 298 K, respectively
(Fig. 5). These values are within the same range of representa-
tive and high performance NH2-functionalized MOFs includ-
ing NH2-MIL-101(Cr) (3.2 and 1.9 mmol g−1 at 273 K and
298 K),28 Zn(Atz)2 (4.35 mmol g−1 at 1.2 bar and 273 K),29 NH2-
MIL-125(Ti) (5.9 mmol g−1 at 273 K)30 and NH2-UiO-66
(between 2.89 and 3.04 mmol g−1 at 298 K).31 The isosteric
heat of adsorption, Qst, was calculated to be 34.2 kJ mol−1 at
zero coverage (Fig. 6 and S12). Such a moderate value, which is
lower compared to some NH2-functionalized MOFs, such as
NH2-MIL-101(Cr) (52 kJ mol−1)28 and Zn(Atz)2 (40.8 kJ
mol−1),29 is highly desirable because of the anticipated lower
regeneration energy demand.27 At elevated pressures, very high
gravimetric and volumetric CO2 uptake is observed, reaching
317 cm3 g−1 (14.2 mmol g−1) and 242 cm3 cm−3, respectively,
at 298 K and 25 bar, while the corresponding saturation
uptake at 50 bar is 347 cm3 g−1 (15.5 mmol g−1) and 264 cm3

g−1 (Fig. 5b). For comparison, the observed volumetric uptake
at 25 bar and 298 K is slightly lower than MOF-177 (273 cm3

cm−3),32 HKUST-1 (276 cm3 cm−3)33 and Mg-MOF-74 (285 cm3

cm−3)34 but higher than MOF-5 (225 cm3 cm−3),32 gea-MOF-1
(224 cm3 cm−3),35 MOF-210 (127 cm3 cm−3)32 and MOF-200
(112 cm3 cm−3).32

The CH4 adsorption isotherms up to 1 bar, shown in Fig. 5a
revealed an uptake of 33.4 cm3 g−1 (1.49 mmol g−1) and
18.1 cm3 g−1 (0.81 mmol g−1) at 273 K and 298 K, respectively.
From these isotherms, the calculated isosteric heat of adsorp-
tion, Qst, at zero coverage using a virial-type equation, was

Fig. 4 Argon sorption isotherm of Cu-PEIP recorded at 87 K and pore
size distribution curve calculated by NLDFT (inset).

Fig. 5 (a) Low pressure CO2 and CH4 sorption isotherms of Cu-PEIP at
the indicated temperatures, up to 1 bar. (b) The corresponding high
pressure isotherms recorded at 298 K.

Fig. 6 CO2 isosteric heat of adsorption (Qst) in Cu-PEIP as a function of
surface coverage, calculated from a virial-type analysis. The corres-
ponding Clausius–Clapeyron calculation is also shown, for comparison.
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estimated to be 21.2 kJ mol−1 and remained nearly constant as
a function of the surface coverage (Fig. S13 and S14‡).
Interestingly, this value is higher compared to HKUST-1 (17 kJ
mol−1) and among the highest reported for MOFs
(Table S1‡).36,37 For example, Ni-MOF-74 with a very high
density of open metal sites showed a Qst value of 21.4 kJ
mol−1.36 Very recently, a novel MOF without open metal sites,
denoted as MAF-38, showed a Qst value of 21.6 kJ mol−1 at zero
coverage.38 Despite the high Qst value for Cu-PEIP, a relatively
high CO2/CH4 selectivity at low pressures, calculated using the
IAST model, is observed reaching 8.5 at 273 K and 8.9 at 298 K.

High-pressure CH4 measurements revealed that the total
gravimetric (cm3 g−1) and volumetric (cm3 cm−3) uptake at
298 K, is 197 and 150 at 35 bar, 233 and 176 at 65 bar and 246
and 187 at 80 bar, respectively. The resulting gravimetric CH4

working storage capacities in the pressure ranges 5–35 bar (US
DOE standard),39 5–65 bar and 5–80 bar are estimated to be
131 cm3 g−1, 167 cm3 g−1 and 180 cm3 g−1, respectively. The
corresponding volumetric working capacities are 99 cm3 cm−3,
125 cm3 cm−3 and 136 cm3 cm−3. These values are lower com-
pared to the best performing MOFs (Tables S1 and S2 in the
ESI‡) due to the combination of high Qst and a moderate
surface area in Cu-PEIP. Compared to Ni-MOF-74, a MOF with
a high Qst for CH4 and a slightly lower BET area (1350 m2 g−1),
Cu-PEIP performs better in terms of the gravimetric working
capacity at 5–65 bar (0.110 vs. 0.077 g g−1) and 5–80 bar (0.129
vs. 0.091 g g−1) (Tables S1 and S2 in the ESI‡).

Low pressure, H2 sorption isotherms recorded up to 1 bar
at 77 K and 87 K revealed an uptake of 206 cm3 g−1 (2.06 wt%)
and 143 cm3 g−1 (1.43 wt%), respectively, which is higher than
the benchmark MOF-177 (142 and 82 cm3 g−1) (Fig. S15‡).40

The calculated Qst at zero coverage is 8.74 kJ mol−1 (Fig. S16
and S17‡), which is significantly higher than some well-known
and high performance MOFs41 including MOF-5 and MOF-177
(4.4 kJ mol−1).40 High pressure H2 measurements, revealed an
uptake of 614 cm3 g−1 (5.5 wt%) which is lower than the ultra-
high surface area MOFs such as MOF-210 and NU-100
(Fig. S18‡). However, at 20 bar, due to a high Qst, the uptake is
4.1 wt%, comparable to the best performing MOFs.

Conclusions

Summarizing, a new Cu2+ MOF is reported that was isolated
from the initial use of ligand PEIPH2 in 3d MOF chemistry.
Interestingly, Cu-PEIP displays novel structural features
although pyridyl isophthalic acid tritopic ligands have been
extensively employed in Cu MOF chemistry due to their ability
to afford MOFs that display structural similarity with
HKUST-1. The unique structural features of Cu-PEIP arose
from the presence in its structure of both PEIPH2 and 5-NH2-
mBDCH2 due to the capability of the tritopic Schiff base
ligand to partially decompose in solution and appear in the
reaction mixture together with its constituent moieties. After
the structure of Cu-PEIP was known the synthesis of an analo-
gous compound was targeted and achieved by employing a

rational synthetic procedure. The crystal structure of Cu-PEIP
exhibits a 3D-framework that contains large pores (∼9 Å) and
solvent accessible volume (∼66.5%). In addition, it displays a
unique trinodal underlying network consisting of pillared kgm-
a layers and thus resembles the structure of HKUST-1. Gas
sorption studies revealed that Cu-PEIP displays a significant
BET area of 1785 m2 g−1 and high CO2 uptake, reaching
4.75 mmol g−1 at 273 K and 1 bar (2.80 mmol g−1 at 298 K)
with good CO2/CH4 selectivity (8.5/8.9 at 273 K/298 K).
Furthermore, high pressure gas sorption studies revealed that
the volumetric CO2 uptake at 25 bar (242 cm3 cm−3 at 298 K) is
higher compared to representative high surface area MOFs,
including MOF-5, MOF-200 and MOF-210. This study empha-
sizes the usefulness of the elements of serendipity introduced
from the employment of polytopic Schiff base ligands in MOF
chemistry for the synthesis of microporous MOFs with unique
structural features and interesting sorption properties. Further
investigations are in progress focusing on the isolation of
Cu-PEIP analogues containing various functionalized
derivatives of isophthalic acid and/or more elongated tritopic
pyridyl isophthalic acid ligands.
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