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ABSTRACT: The ever-emerging demands on miniaturization of electronic devices have
pushed the development of innovative materials with desired properties. One major
endeavor is the development of organic- or organic−inorganic hybrid-based electronics
as alternatives or supplements to silicon-based devices. Herein we report the ﬁrst
observation of the coexistence of resistance switching and ferroelectricity in a metal−
organic framework (MOF) material, [InC16H11N2O8]·1.5H2O, denoted as RSMOF-1.
The electrical resistance of RSMOF-1 can be turned on and oﬀ repeatedly with a current
ratio of 30. A ﬁrst-principles molecular dynamics simulation suggests that the resistive
switching eﬀect is related to the ferroelectric transition of N···H−O···H−N bridgestructured dipoles of the guest water molecules and the amino-tethered MOF
nanochannel. The discovery of the resistive switching eﬀect and ferroelectricity in
MOFs oﬀers great potential for the physical implementation of novel electronics for
next-generation digital processing and communication.

■

INTRODUCTION
Designing novel device concepts and discovering new
functionalities are among the major tasks for materials
scientists. To match the continuous development of global IT
industries and the device-shrinking campaign in the post-Moore
era, organic and hybrid electronics are of great importance and
require the rational design and synthesis of functional materials
with desired and controllable electronic properties.1−4 Among
the various candidates of molecules and ensembles of
molecules,5−9 metal−organic frameworks (MOFs) are a unique
class of hybrid crystalline materials that are distinguished by
great chemical versatility, an extraordinary degree of variability,
and three-dimensional periodicity in their functionalities.10−12
More importantly, because they are formed by the assembly of
metal cations/clusters (“nodes”) and multitopic organic
bridging ligands (“linkers”), deliberate tuning of the optical,
ferroelectric, magnetic, and multiferroic properties of MOFs is
possible by means of the synergistic interplay between the
organic linkers and metal nodes as well as the host−guest
interactions between sorbed guest molecules and the solid
© 2014 American Chemical Society

framework, leading to huge possibilities in optoelectronic and
spintronic device applications.13−15
Nevertheless, toward the physical implementation of MOFbased electronic applications, it is still an appealing challenge to
characterize, understand, and modulate the charge transport
properties of such organic-and-inorganic integrated systems.16,17 In this contribution, we report the ﬁrst observation
of resistive and ferroelectric switching behaviors in an indium
MOF material, denoted as RSMOF-1 (RSMOF = resistanceswitchable metal−organic framework), with the chemical
formula [InC16H11N2O8]·1.5H2O and a twofold-interpenetrated three-dimensional (3D) β-quartz topology (Figure 1
and Figure S1 in the Supporting Information). The resistive
and ferroelectric switching behaviors of RSMOF-1 occur at
room temperature with excellent reproducibility and low power
consumption characteristics that are important for electronic
device applications. Experimental observations and a molecular
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Figure 1. Crystal structure and X-ray diﬀraction patterns of RSMOF-1. (a, b) The structure obtained by single-crystal X-ray diﬀraction viewed (a)
along the c axis and (b) along the b axis. Water molecules are located in the nanochannels. Amino groups and one symmetry-independent water
molecule are disordered in four positions, and only one of them is shown. Because of the disorder, hydrogen atoms were not located. However, they
have been added for a better illustration of the structure. InO8 polyhedra are shown in green. (c) Experimental (red) and simulated (black) powder
X-ray diﬀraction patterns of RSMOF-1. The inset shown a scanning electron microscopy image of an RSMOF-1 single crystal.
characteristic measurements on a Lakeshore probe station at various
temperatures and recorded by a Keithley 4200 semiconductor
characterization system in voltage-sweeping mode. The sensitivity of
the Keithley 4200 system was 10 fA. During the I−V measurements, a
bias voltage was applied through the tungsten tip with a sweeping step
of 0.01 V, while the platinum substrate was always grounded. A
compliance current (CC) preset of 5.0 × 10−11 A was used to avoid
overstriking or permanent breakdown of the sample. The evaluation of
the ON/OFF operation of the single crystal was conducted in a similar
way. The alternating current (ac) conductivity of the sample was also
evaluated using a Solartron 1260A impedance analyzer. Temperaturedependent polarization−electric ﬁeld (P−E) loops were measured on
the same single crystal using a ferroelectric testing system (Precision
Premier II, Radiant Technologies) with 0.2 Hz to 2 MHz triangularwaveform ac electrical ﬁelds applied along the c axis of the crystal. The
frequency-dependent dielectric constant−temperature (ε−T) characteristics of the single crystal were measured on a Tonghui TH2828A
impedance analyzer over the frequency range from 1 kHz to 1 MHz at
a heating/cooling rate of 5 K/min.
Ab Initio Molecular Dynamics Simulation. A ﬁrst-principles
Born−Oppenheimer molecular dynamics (BOMD) simulation based
on density functional theory (DFT) in the Perdew−Burke−Ernzerhof
(PBE) framework using the CP2K code was performed to investigate
the structural and dynamical properties of the water molecules trapped
in the nanochannels of RSMOF-1.20−22 A mixed Gaussian and planewave (GPW) basis set was used, with the Goedecker−Teter−Hutter
(GTH) pseudopotential to describe the interaction between valence
electrons and atomic cores.23,24 The Grimme dispersion correction
was also employed to better describe the hydrogen-bonding
interactions between water molecules and amino groups.25 The MD
simulation was performed in the constant-volume (NVT) ensemble at
300 K. To simplify the simulation and provide a better illustration of
the dynamics of the water molecules involved in the single crystal, the
amino groups were placed at one of the equivalent positions. Initially,
the water molecules were placed equidistantly in the center of the
nanochannel, while the protons were allowed to be attached randomly
to either water or an amino group in the simulation cell. A time step of
1.0 fs was selected, and the entire simulation covered 20 ps. The dipole
moments of guest water molecules were estimated using the structure
obtained from the MD trajectory and the atomic charges in the threesite SPC water model, in which the charges of O and H atoms are ﬁxed
at −0.82e and 0.41e, respectively.

dynamics simulation suggest that the resistive and ferroelectric
switching properties are strongly regulated by the presence of
guest water molecules in the nanochannels through electricﬁeld-controlled hydrogen-bonding interactions with the aminotethered RSMOF-1.

■

METHODS

Synthesis and Characterization. A mixture of indium nitrate
monohydrate (In(NO3)3·H2O) (61.4 mg), 2-amino-1,4-benzenedicarboxylic acid (NH2-BDC) (77.1 mg), and 1,4-diazabicylo[2.2.2]octane
(DABCO) (20.0 mg) was stirred vigorously in N,N-dimethylformamide (DMF) (5.0 g) for 30 min to give a homogeneous solution. The
reaction mixture was then sealed in a Teﬂon-lined stainless steel
autoclave and heated at 120 °C for 3 days. After being cooled to room
temperature, the resulting colorless crystals of RSMOF-1 were
collected and thoroughly washed with DMF. The morphology of
the crystals is hexagonal prismatic (Figure S2), which is consistent with
the point group of RSMOF-1 with the c axis perpendicular to the
hexagonal planes.18 The calculated yield was ∼70%. Fourier transform
infrared data (KBr 4000−400 cm−1, spectrum shown in Figure S3):
3450, 3363, 3200, 2955, 2930, 1660, 1623, 1566, 1500, 1433, 1384,
1257, 1153, 1100, 866, 835, 769, 584, 526. All chemicals and solvents
were purchased from Sigma-Aldrich and used as received.
Single-Crystal Structure Determination. Single-crystal X-ray
diﬀraction data of the as-synthesized RSMOF-1 were recorded at
room temperature on an Oxford Diﬀraction Xcalibur 3 diﬀractometer
with Mo Kα radiation (λ = 0.71073 Å). Data reduction and empirical
absorption correction were performed using CrysAlisPro. The
structures were solved and reﬁned using SHELXS-97.19 All nonhydrogen atoms could be located directly from the diﬀerence Fourier
maps. Each N atom is disordered in four possible positions with
occupancies of 0.25. One of the water positions is partially occupied
with occupancy of 0.25. Therefore, the hydrogen atoms were not
added in the CIF ﬁle. The crystal data and structure reﬁnement details
are given in Table S1 in the Supporting Information. CCDC no.
944730 contains the supplementary crystallographic data for RSMOF1. These data can be obtained free of charge at www.ccdc.cam.ac.uk/
conts/retrieving.html; from the Cambridge Crystallographic Data
Centre, 12 Union Road, Cambridge CB2 1EZ, U.K.; or by e-mail at
deposit@ccdc.cam.ac.uk.
Fabrication and Measurements. The Pt/Ti/SiO2/Si substrates
were precleaned sequentially with ethanol, acetone, and isopropanol in
an ultrasonic bath, each for 20 min. A single crystal of RSMOF-1 with
approximate dimensions of 10 μm (a) × 10 μm (b) × 20 μm (c) was
selected and bonded along the c axis onto the substrate using silver
conducting glue. A tungsten tip with a diameter of 250 nm was in
direct contact with the hexagonal plane of the crystal and served as the
top electrode. The transport properties of the single crystal were
evaluated through direct current (dc) current−voltage (I−V)

■

RESULTS AND DISCUSSION
Colorless hexagonal prismatic crystals of RSMOF-1 (Figure
S2) were synthesized through a solvothermal route. RSMOF-1
crystallizes in the chiral hexagonal space group P6222 with a =
15.683(3) Å and c = 11.5526(16) Å (Table S1). The
asymmetric unit contains an indium atom, two NH2-BDC
17478
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Figure 2. Resistive switching properties of RSMOF-1. (a) Semilogarithmic plot of the room-temperature current−voltage (I−V) characteristics of
the single crystal. The arrows indicate the sweeping direction while the numbers represent the sweeping sequence. CC stands for the compliance
current (5.0 × 10−11 A). The inset shows a schematic illustration of the sample conﬁguration for the I−V measurements. (b) I−V curves and (c)
distribution of the set/reset voltages and the ON/OFF ratio for 50 consecutive cycles. (d) Retention performance of the two conductance states over
6000 s. The resistance of the sample was read at 0.1 V.

Figure 3. Ferroelectric properties of RSMOF-1. (a) Room-temperature polarization−electric ﬁeld (P−E) characteristics of the single crystal
recorded under maximum voltages of ±6 V and ±4 V. (b) Frequency-dependent and (c) sample-thickness-independent ferroelectric polarization of
the single crystal of RSMOF-1 recorded between +6 V and −6 V. (d) Frequency-dependent dielectric constant−temperature (ε−T) characteristics
of the single crystal as measured from 1 kHz to 1 MHz.

coordination network with the β-quartz topology (Figure S1).
Extra protons reside on the amino and carboxylate groups to
neutralize the framework (Figure S3 and Movie S1), while
guest water molecules are trapped in the hexagonal helical
nanochannels of the MOF material with an amine-functionalized wall running in the c direction (Figure 1). The water
molecules in the channel form a hydrogen-bonding network.

linkers, and 1.5 guest water molecules. Each indium atom is
coordinated to four NH2-BDC ligands through eight oxygen
atoms from four carboxylate groups to form an InO 8
polyhedron. The lengths of the In−O chelating bonds range
from 2.250(8) to 2.271(10) Å. Each InO8 polyhedron is
connected to four other InO8 polyhedra via the linear NH2BDC ligands, forming a twofold-interpenetrated 3D anionic
17479
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transition temperature shifts from 130 to 160 °C, thus implying
that RSMOF-1 behaves as a relaxor ferroelectric.34−36
It is noteworthy that the P6222 space group of the framework
inevitably leads to a nonpolar compound,37,38 and therefore, the
ferroelectricity of RSMOF-1 might be correlated to the
incorporation of guest water molecules in the nanochannels.33a,39 The presence of amino groups in the channels provides
abundant sorption sites for water molecules through hydrogenbonding interactions.40−42 Changing the sample temperature
can disturb the hydrogen-bonding interactions non-negligibly,
partially remove the guest water molecules (Figure S7), and
thus may inﬂuence the ferroelectric properties of RSMOF-1
signiﬁcantly. As shown in Figure 4a, the P−E loops of RSMOF1 shrink and eventually disappear as the temperature rises from

The diameter of the nanochannel is 7.4 Å. The total solventaccessible volume of RSMOF-1 is 1310.9 Å3, as calculated using
PLATON,26 and corresponds to ca. 53.3% of the unit cell
volume (2460.8 Å3). The geometric parameters in the
coordination sphere of RSMOF-1 are similar to those of its
analogues.27−30 The phase purity of RSMOF-1 was conﬁrmed
by powder X-ray diﬀraction, as shown in Figure 1c.
Thermogravimetric analysis (TGA) in a nitrogen ﬂow revealed
that RSMOF-1 is stable up to 160 °C (Figure S4).
RSMOF-1 demonstrates symmetric and bipolar resistive
switching behavior at room temperature, as shown by its dc
current−voltage (I−V) characteristics (Figure 2a). The
sweeping bias voltage was applied along the c axis of the single
crystal, and a forming process was always needed before testing.
An Ohmic contact was established between the electrode and
the single crystal, and the I−V characteristics demonstrated a
linear nature, as shown in Figure S5. The frequency- and
temperature-dependent ac conductivity of the MOF crystal is
shown in Figure S6. The dc conductivity obtained by
extrapolation of the plateau of the σ−f curve to the lowfrequency end is comparable to that calculated from Figure
S5.31 When the voltage was swept in the direction of 0 V → 13
V → 0 V → −13 V → 0 V, RSMOF-1 was switched
continuously between two resistance states with uniformly
distributed threshold voltages of about ±7.5 V (set) and ±1.5 V
(reset) and a stable ON/OFF ratio of ∼30 (read at ±2.5 V)
(Figure 2b,c). Both states can be retained for at least 6000 s
(Figure 2d), which indicates that the observed resistive
switching in RSMOF-1 is nonvolatile. It is noteworthy that
the I−V characteristics of RSMOF-1 exhibit exotic nonzerovoltage minima upon being reset, which may be ascribed to the
electrochemical process associated with the use of the redoxactive silver conducting glue in fabrication of the device32 or the
inertial ionic conduction when the external electrical ﬁeld was
decreased to zero.
Interestingly, as shown in the polarization−electric ﬁeld (P−
E) characteristics (Figure 3a), RSMOF-1 demonstrates polarization switching behavior with a saturation polarization (Ps) of
∼3.81 μC/cm2, a remnant polarization (Pr) of 1.64 μC/cm2,
and a coercive ﬁeld (Ec) of 1.65 kV/cm when the potential is
scanned between ±6 V along the c axis. When the applied
voltage maximum is decreased from ±6 to ±4 V, both the
saturated and remnant polarizations as well as the coercive ﬁeld
decrease accordingly. With a decrease in the frequency of the ac
electric ﬁeld applied to the single crystal, the saturated
polarization of the P−E loops increases while the coercivity
decreases accordingly (Figure 3b). The polarization of
RSMOF-1 also shows thickness-independent characteristics
(Figure 3c). Moreover, the dielectric constant−temperature
(ε−T) characteristics exhibit a frequency-dependent broad
band over the wide temperature range from 17 to 183 °C
(Figure 3d), wherein the dielectric constant maxima correspond to the order−disorder (or paraelectric−ferroelectric)
transition of a ferroelectric material. Such a transition cannot be
observed in electrets or leaky dielectrics, therefore suggesting
that the single crystal of RSMOF-1 is ferroelectric in nature.
Similar ferroelectricity has also been demonstrated in other
systems containing guest water molecules in porous materials
and is ascribed to the alignment of the hydrogen-bondingrelated dipoles (see detailed discussion below).33 As the
frequency is increased from 1 kHz to 1 MHz, the dielectric
constant maximum decreases from 243 to 16 while the

Figure 4. (a, b) Temperature-dependent (a) polarization−electric ﬁeld
and (b) current−electric ﬁeld characteristics of the RSMOF-1 single
crystal recorded over the temperature range from 24 to 164 °C. (c)
Weight percent−temperature (wt %−T, derived from TGA results),
saturation polarization−temperature (Ps−T), and set voltage−temperature (Vset−T) relationships of the single crystal.
17480
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Figure 5. Guest−host interactions between water molecules and amino groups in the RSMOF-1 crystal nanochannel and its inﬂuence on the
electronic structure of RSMOF-1. (a) Snapshot of the spontaneous formation of the stable N···H−O···H−N bridge structure. The MD simulation
was conducted at 300 K and lasted for 20 ps. The water molecule with the stable hydrogen bonds is highlighted in green. Color code: In, pink; N,
blue; O, red; H, white. (b) Time-resolved dipole moment evolution of the water molecules trapped in the nanochannel of RSMOF-1. The blue curve
corresponds to the dipole moment of the N···H−O···H−N bridge structure formed with water molecule W1, while the red and green curves
correspond to the dipole moments of water molecules forming weak and intermittent hydrogen-bonding interactions. (c) Local density of states
(DOS) of RSMOF-1 calculated before and after the formation of the stable ice-like N···H−O···H−N bridge structure.

24 to 174 °C. Similar to the ferroelectric characteristics under
diﬀerent temperatures, the resistive switching properties of
RSMOF-1 also strongly depend on the sample temperature
(Figure 4b). As the sample temperature is increased from 24 to
164 °C, the I−V loops shrink with decreases in both the
threshold voltages and the ON/OFF ratio. Once the sample
temperature reaches 174 °C, the resistive switching behavior
vanishes. Furthermore, both the saturation polarization−
temperature (Ps−T) and set voltage−temperature (Vset−T)
relationships follow the weight percent−temperature (wt %−
T) trend of the TGA results (Figure 4c), again suggesting that
the sorbed guest water molecules play a key role in the resistive
switching and ferroelectricity of RSMOF-1.
To reveal the dynamic behavior of the water molecules and
the possible eﬀect of hydrogen bonds on the electronic
structures as well as the microscopic origin of the
ferroelectricity, a ﬁrst-principles MD simulation was performed
to investigate the dynamical interaction between the guest
water molecules and the RSMOF-1 framework (Figure 5a). To
simplify the simulation, all of the amino groups were placed at
the same equivalent position of the NH2-BDC linkers along the
c direction, while the water molecules were initially placed
equidistantly in the center of the RSMOF-1 channel and
allowed to stabilize spontaneously. During the 20 ps electricﬁeld-free MD simulation, an N···H−O···H−N bridge structure
is formed spontaneously after ca. 6 ps under ambient
conditions, with one of the water molecules (displayed in
green in Figure 5a and denoted as W1 in Figure 5b) moving
toward the framework and interacting with neutral −NH2 and
charged −NH3+ amino groups. This bridged hydrogen-bonding
structure remains stable until the end of the simulation,
generating a constant dipole moment of 0.4 e Å along the c
direction and an Ow···N distance of ∼2.9 Å (Figure 5b and
Movies S1 and S2). Such a bridgelike strucure has an energy-

degenerate counterpart with a net dipole moment in the
opposite direction. Thus, it is reasonable that without eﬀective
regulation by external electric ﬁelds, the formation of N···H−
O···H−N bridge structures will occur in random directions and
RSMOF-1 will be nonpolar in nature. However, an external
electric ﬁeld may force the N···H−O···H−N bridge structure to
ﬂip and get aligned along the external ﬁeld direction, resulting
in an order−disorder-type ferroelectric polarization of
RSMOF-1. Although other water molecules also form hydrogen bonds with amino groups or water molecules intermittently, such hydrogen-bonding interactions are less stable
compared with the aforementioned bridged hydrogen-bonding
structure, and therefore, these water molecules exhibit dipole
moments varying between ±0.4 e Å and can itinerate more
freely inside the entire channel space, as shown by W2 and W3
in Figure 5b and Movie S1.
In MOFs, the carboxylate oxygen atoms, which glue the
metal ions/clusters and organic linkers through σ bonds,
meanwhile prevent the eﬀective overlap of the π orbitals in the
linkers with the metal d orbitals.43,44 As a result, most MOFs
are electrical insulators. Both metal-to-metal and linker-tolinker charge carrier hopping processes, which are less eﬃcient
compared with the charge carrier transport through conjugated
systems, have been documented to dominate the electron
transport behaviors of MOF materials.45,46 On the other hand,
it has been demonstrated that the formation of hydrogen bonds
between the water molecules and the solid framework can
eﬀectively tune the electronic structure of RSMOF-1, leading to
a rigid band gap decrease of 0.18 eV (Figure 5c). Both the
density of states (DOS) and the DOS maxima on either side of
the Fermi surface are inﬂuenced as well. Along with the electricﬁeld-induced swing and ﬂip of the N···H−O···H−N bridge
structure, continuous modulation of the band gap, DOS, and
DOS maxima via polarization-related atomic displacement and
17481
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bility and low power consumption feature. Experimental
observations and a molecular dynamics simulation showed
that the electrical properties of RSMOF-1 are strongly
regulated by the guest water molecules through electric-ﬁeldcontrolled hydrogen-bonding interactions with the aminetethered nanochannels. MOFs have not historically played a
prominent role in electronic applications. However, the
discovery of the resistive switching and ferroelectric behaviors
in a MOF material as well as the improvements in our
understanding and control of how MOFs transport charge and
interact with the macroscopic world are bridging the gap
between these fascinating materials and new devices and
applications.

symmetry distortion thus may strongly inﬂuence charge carrier
hopping among the organic linkers.47,48 Consequently, a
decrease of 0.16 eV in the activation energy of the charge
carrier hopping process is observed upon the occurrence of
polarization switching in RSMOF-1 (Figure S8).49 When the
majority of the bridging hydrogen bonds are aligned in the c
direction, resistance switching from the initial high-resistance
state to the low-resistance state occurs. Since the ferroelectric
polarization can be switched reversibly, RSMOF-1 can
correspondingly undergo a reverse transition from the lowresistance state to the high-resistance state. Therefore, the
forming−resetting−setting−resetting cycles of a resistive
switching process can be completed by the water-moleculerelated ferroelectric transition, which acts as a molecular valve
to control the transport of charge carriers along the RSMOF-1
framework. Certainly, other physicochemical eﬀects, including
the interfacial behavior in ferroelectrics (e.g., lowering of the
Schottky barrier at the MOF−electrode interfaces due to
polarization charge),50 electric-induced pyrolysis of the organic
linkers,51 charge transfer between the organic linkers and the
metal species,52 and conformational changes of the framework,53 may also contribute to the resistive switching of
RSMOF-1.
Mimicking a macroscopic mechanical valve (Figure 6a), the
role of water molecules acting as a control element to regulate
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Figure 6. (a) Schematic illustration of the water molecule acting as a
control element to regulate the electron transport of the solid
RSMOF-1 framework. (b) Repeated resistance ON/OFF operation of
RSMOF-1.

the electron transport in RSMOF-1 was further evaluated by
the cyclic I−V switching behavior. As illustrated in Figure 6b,
the resistance of RSMOF-1 can be turned ON and OFF
repeatedly under ambient conditions. With increasing sample
temperature, the eﬀective number of water molecules decreases
signiﬁcantly, which leads to a solid modulation of the OFF-state
resistance and a gradual tuning (decrease) of the ON/OFF
ratio in RSMOF-1 (Figure S9). Upon integration of the set/
reset voltage with the current readout at the corresponding
ON/OFF transition point, a power consumption of ∼0.4 nW
or 0.2 pW can be derived for the room-temperature “OPEN” or
“CLOSE” operation of the RSMOF-1 single-crystal-based
electronic valves.
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