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ABSTRACT

Ferroelectric tunnel junctions (FTJs) utilizing hafnium zirconium oxide (HZO) have attracted interest as non-volatile memory for microelectronics
due to ease of integration into back-end-of-line (BEOL) complementary metal oxide semiconductor fabrication. This work examines asymmetric
electrode NbN/HZO/Nb devices with 7 nm thick HZO as FTJs in a memory structure, with an output resistance that can be controlled by read
and write voltages. The individual FTJs are measured to have a tunneling electroresistance of 10 during the read state without significant filament
conduction formation and reasonable ferroelectric performance. Endurance and remanent polarizations of up to 105 cycles and 20 μC/cm2,
respectively, are measured and are shown to be dependent on the cycling voltage. Electrical measurements demonstrate how magnitude of the
write pulse can modulate the high state resistance and the read pulse influences both resistance values as well as separation of resistance states.
Then, by using two opposite switching FTJ devices in series, a programmable nonvolatile resistor divider is demonstrated. Measurements of these
two FTJ unit memory cells show wide applicability to a BEOL microfabrication process for a re-readable, rewritable, and nonvolatile memory cell.

© 2024 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution-NonCommercial-
NoDerivs 4.0 International (CC BY-NC-ND) license (http://creativecommons.org/licenses/by-nc-nd/4.0/). https://doi.org/10.1063/5.0191757

INTRODUCTION

Ferroelectricity in hafnium oxide was first reported in 2011,
and since then, it has continued to attract interest due to compati-
bility of this thin film material in complementary metal oxide semi-
conductor (CMOS) manufacturing and ease of integration in the
back-end-of-line (BEOL) fabrication.1 Additionally, ferroelectricity
in atomic layer deposited (ALD) doped/substituted hafnia (HfO2)
and hafnium zirconium oxide (HZO) is associated with ferroelec-
tric properties that are advantageous for devices, including coercive
fields (Ec) close to 1 MV/cm (which for films ≤10 nm in thickness
is compatible with existing CMOS voltage rails), remanent polariza-
tion (Pr) values between 10 and 35 μC/cm, and robust ferroelectric
behavior at thicknesses below 5 nm.2–5 As deposited, ALD (Hf,Zr)
O2 laminates are amorphous and require annealing to establish the

orthorhombic crystal structure (space group Pca21) required for
ferroelectricity.6–8 HZO is typically annealed via rapid thermal
annealing (RTA) for crystallization, and the resulting devices often
need to be field cycled to exhibit a strong ferroelectric response
through a process called wake-up.9 The wake-up process involves
electric field cycling above the coercive field; as the number of cycles
increases, ferroelectric domains that are aligned with the field and
phase transformations occur from other metastable, non-ferroelectric
phases to the ferroelectric phase.1,6,10–13 After the initial cycling, the
ferroelectric properties remain stable for many cycles, but eventually,
fatigue begins to occur and Pr decreases until the device undergoes a
dielectric breakdown.

There are several memory architectures that seek to take
advantage of the ferroelectric properties. These include ferroelectric
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random-access memory (FeRAM), ferroelectric field effect transis-
tors (FeFETs), and ferroelectric tunnel junctions (FTJs). FeRAM is
structured like traditional static RAM (SRAM), but the capacitor is
replaced with a ferroelectric dielectric. This allows for nonvolatility,
but the read cycle is typically destructive such that memory must
be rewritten, adding to circuit complexity and design overhead.14,15

FeFETs place the ferroelectric as the gate dielectric and the read
cycles are not destructive. The change in polarization shifts the
conductivity of the channel and can be read without destroying the
saved information. This allows for fast cycles and nonvolatile
memory (NVM). The downside of FeFETs is that they require
larger gate voltages and thicker gate dielectrics, as well as instability
due to adventitious linear dielectric interlayers that are present
between the ferroelectric and the semiconductor.16 Furthermore,
instantiation of FeFETs requires integration with front-end-of-line
(FEOL) processes, which can be very expensive to modify. The FTJ
is a third class of memory technology that utilizes the metal-
ferroelectric-metal (MFM) structure, but the ferroelectric thickness
is typically only 1–8 nm, several nm thinner than the FeRAM, due
to the tunneling electroresistance (TER) requiring a thinner
dielectric.17–26 FTJs are observed to have large changes in current
when the ferroelectric switches states. This is understood to occur
because as the polarity changes, the barrier heights between the
two electrode interfaces’ change. This shifting in the barrier height,
in turn, modulates the current by changing conduction between
tunneling and thermal emission mechanisms.12,27–29 Hence, the
FTJ demonstrates a voltage-controlled modulation in the device’s
resistance with the benefit of scaling with the device area, providing
a range of resistances needed in a circuit design. The decreased
dielectric thickness for FTJ based devices also decreases the voltage
necessary for switching polarization states, as well as changes in con-
duction. As a single circuit element, these devices are intriguing for
integration into microelectronics as a NVM with switching resis-
tances controlled by voltage levels used in most CMOS technologies.

A recent work by Liu et al. has demonstrated techniques using
field programmable ferroelectric diodes which, when arranged such
that two diodes are connected in parallel but with opposite switch-
ing behaviors, enable ternary content addressable memory (TCAM)
cells to be configured with high, low, and “do not care” states.30

These devices offer device and integration advantages due to the
lack of a transistor but complicate the design owing to high coer-
cive fields for switching the diodes. Alternatively, ferroelectric
hafnium oxide based crosspoint arrays using two FTJs in series
with the same switching behavior may serve as a searchable quick
access memory. In Lim et al., a TaOx barrier was placed at opposite
interfaces to shift the hysteresis by holding charge at the interface
and creating rectifying circuits.31 Similarly, the idea of complemen-
tary resistive switches has been demonstrated with other ferroelec-
tric perovskites, such as BaTiO3, and conductive film stacks such as
La2/3Sr1/3MnO3 or silicon electrodes.24,32–34 However, there has not
been a study of the impact of different read and write voltages on
the measured output of two FTJs in series with opposite switching
dynamics. Here, we use opposite switching dynamics to describe
the observation that a positive pulse applied to the top electrode to
switch a FTJ to a high conduction state, referred to in this work as
a low resistance state (LRS), could also switch a second FTJ to a
low conduction state, referred to in this work as a high resistance

state (HRS), if applied to the bottom electrode. In this work, we
characterize FTJs with NbN and Nb asymmetric electrodes and
extend the complementary resistive switching dynamics method to
a proposed NVM rewritable device structure consisting of two
oppositely oriented FTJs in series. In this architecture, when one
Nb/HZO/NbN FTJ device is pulsed with a positive write voltage
and switches to the high conduction state, the second NbN/HZO/Nb
FTJ device in series switches to a low conduction state. Application
of a subsequent read voltage pulse across both FTJs then demon-
strates a voltage divider. The separation of write and read pulses
permits a multi-time read device with significant separation of volt-
ages. Nb-based electrodes are specifically interesting as they are
useful superconductors at low temperatures where ferroelectric
properties in HZO also exist, although superconducting properties
are not investigated here.35

EXPERIMENTAL PROCESS

The bottom electrode used a Ti/NbN stack that was sputtered
deposited on a 150 mm diameter Si 100h i wafer using a multi-
chamber sputter deposition tool. Prior to the deposition of the
bottom electrode stack, a sputter etch was done on the Si wafer to
pre-clean the surface. Then, Ti films were DC magnetron sputtered
using Ar gas and a substrate temperature of 350 °C. Subsequently,
NbN films were reactively sputtered, without a vacuum break, from
a Nb target using a combination of N2/Ar gas and a substrate tem-
perature of 350 °C. The Ti/NbN stack resulted in a strong NbN
{111} texture, and thickness was extracted from x-ray reflectivity to
be 94 and 115 nm for Ti and NbN, respectively.

Following this deposition, the sample was placed in an Oxford
FlexAL II plasma-enhanced ALD system, and growth was conducted
using previously published conditions.36 Tetrakisethylmethylamine
(TEMA)Hf, TEMA-Zr, and oxygen plasma were used as precur-
sors. Three cycles of TEMA-Hf and oxygen plasma were alternated
with two cycles of TEMA-Zr and oxygen plasma to form a super-
cycle. To get the desired 7 nm thickness, 11 supercycles were used.
Owing to larger growth rates for ZrO2 than HfO2, the final compo-
sition is approximately Hf0.5Zr0.5O2.

Following HZO deposition, 20 nm of Nb was sputtered depos-
ited as a full-coverage layer on top of HZO. Following Nb deposi-
tion, Ti and Pt electrodes were evaporated, utilizing a Temescal
e-beam evaporator, and lifted off using a photolithography defined
pattern for the top electrodes with a variety of capacitor diameters
ranging from 3 to 300 μm. Following deposition, the samples were
rapid thermal annealed at 580 °C for 90 s in an argon-purged
1 Torr atmosphere. A plasma dry etch was used to remove the top
Nb and HZO outside of these capacitors. This resulted in isolated
device stacks of HZO and Nb. The bottom electrode remained con-
tinuous. Further photolithography and plasma dry etching pat-
terned the bottom electrode. The device structure can be seen in a
schematic in Fig. 1(a).

Following device fabrication, samples were characterized using
current-voltage (IV) measurements with a Keithley 4200A instru-
ment utilizing a four-probe resistance measurement configuration
such that there was a sense and a force probe on both the top and
bottom electrodes to minimize artifacts resulting from contact
resistance; we note that given the large resistances of the measured
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FTJs, a four-probe measurement is not required. The measure-
ments were taken by positioning the probes on the Nb top elec-
trode and the surrounding NbN bottom electrode. Voltage was
swept from −1.5 to 1.3 V with the Keithley 4200A SCS Parameter
Analyzer in “Quiet” mode (a measurement setting optimizing for
low noise at the expense of speed by taking the average of multiple
measurements at every point as described in the instruments’ user
manual) with a representative IV curve shown in Fig. 1(b). The IV
curves were used to distinguish the write voltage necessary to set
the state of the device and select the read voltage for the highest
TER.

Polarization-electric field (PE) loops were taken using a
Radiant Technologies Multiferroic II instrument. Symmetric trian-
gular voltage sweeps up to 1.5 V at 0.1 ms sweep rates were used,
with an example shown in Fig. 1(c). Remanent polarizations (Pr)
were approximately 16 to 20 μC/cm2; however, there were conduc-
tive current artifacts in the polarization response, as to be expected
for a tunnel device. Coercive voltages were 0.83 and −0.61 V when
poled at 1.5 V for MFMs. Endurance cycling was performed with
1.2–1.5 V, 10 Hz, 10 μs pulses to extract up to a 105 cycle lifetime,
Fig. 1(d).

The data displayed in Fig. 1 suggest that HZO, with a coercive
field of 1.05MV/cm and 2Pr of 36 μC/cm

2, is of quality consistent
with previous reports.6,10 Previous reports demonstrate that both
frequency and pulse duration can have significant impacts on
endurance;37–40 however, a greater than 100 factor increase in

endurance was also observed by reducing the cycling voltage from
1.5 to 1.2 V, with a concomitant reduction in remanent polarization.

Although the ferroelectricity of HZO can be demonstrated
with a clear remanence of polarization, the FTJ device is interesting
from a resistance differential perspective and, as such, establish-
ment of the resistance states required investigation. Resistance hys-
teresis loops can be useful in determining when switching occurs,
the on:off resistance ratio, and the presence of multistate resis-
tances. To examine multistate functionality, an initial write pulse of
−1.5 V was then followed by a series of pulses from 0 to 1.3 V, back
to −1.5 V, and then from −1.5 to 0 V. In between each of the write
voltages, a 0.2 V read voltage was used to extract the resistance state
of the FTJ with the results in Fig. 2(a). All pulse widths used were
50 ms. As the device switches from the HRS to the LRS and back,
the resistance shows some intermediate states when the new state is
not completely set for a range of approximately 0.5 V, but between
1.0 and 1.3 V, the LRS becomes stable. As the device switches from
the LRS to the HRS, the intermediate state is maintained for
approximately 1 V, where at −1.5 V, the HRS begins to saturate.
The analog functionality of these devices is demonstrated by the
ability to set the LRS by pulsing a positive write voltage above 1 V,
and an array of HRS by pulsing a negative write voltage from −1 to
−1.5 V. This aspect could be used to vary the output states and
demonstrates a neuromorphic-like behavior. This has been
observed in FTJs previously and is thought to be useful for mimick-
ing synapses in electronics.41–43 The resistance measurements were
extracted from the pulsed hysteresis loops for devices of different
areas and show a linear relationship between area and resistance,
Fig. 2(b). This relationship was proportional to the 1/area, which
demonstrates the presence of TER, as compared to filament forma-
tion in HZO. The on:off ratio was approximately 10 for all devices.

With the observation shown in Fig. 2 potentially enabling
multiple high resistance states and Fig. 1(d) suggesting that driving
the ferroelectric at higher voltages reduces the endurance of the
FTJ, the devices were pulsed with a four-step voltage pulse, Fig. 3(a).
The first was a positive write voltage of 50ms duration pulse, fol-
lowed by a 0.2 V, 50ms duration read pulse. This was followed by a
negative write pulse and a 0.2 V read pulse. Resistance was measured

FIG. 1. (a) Structure of a single FTJ device with Nb as the top electrode and
NbN as the bottom electrode, (b) IV sweep from −1.5 to 1.3 V switching from
the low resistance state (LRS) to the high resistance state (HRS), (c) nested
polarization loop for the 7 nm thick HZO, and (d) endurance measurements of
the FTJ device using 10 Hz, 10 μs pulses at ±1.2 V (star), 1.3 V (diamond),
1.4 V (square), and 1.5 V (circle) to cycle and PE loop to extract remanent
polarization.

FIG. 2. (a) Pulsed hysteresis curve for a 32 μm diameter device where the
write voltages, initially setting at −1.5 V and progressing to 1.3 V, were followed
by a 0.2 V read pulse. (b) The high resistance state (HRS) and the low
resistance state (LRS) of the devices scaled linear with the inverse area.
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for each of the four pulses. The positive and negative write voltage
pulses were kept symmetric in amplitude and were stepped from 1.0
to 1.5 V in 100mV increments for a 30 μm radius device. The LRS
for all write voltages remained at approximately 20MΩ. However, as
shown in Fig. 3(a), as the magnitude of the negative write voltage
pulse increased from −1.0 to −1.5 V, the HRS increased from 50 to
100MΩ. This observation is consistent with the increase in polariza-
tion in each PE loop as the cycling voltage increased from 1.1 to
1.5 V as shown in Figs. 1(c) and 1(d); effectively, the ferroelectric
barrier height increased, which decreased the tunneling current.
From this measurement, it was determined that a +1.0 and −1.5 V
would enable a reasonable resistance differential. To measure the
endurance with this asymmetric pulsing, another pristine 30 μm
radius device was cycled with the negative write voltage pulse at
−1.5 V and the positive write voltage pulse at 1.0 V with a 5ms
pulse width and 100ms off time. Figure 3(b) shows the results with
a read voltage of 0.2 V where a 28MΩ LRS and a 157MΩ HRS were
observed. It is notable that wake-up across the device occurs very
rapidly, in less than 20 cycles, as seen in the LRS stabilization.

From the IV measurements of Fig. 1(b), the difference in
current density between the HRS and the LRS is seen to fluctuate,
suggesting that an optimization of the read pulse might enable the
maximization of TER. To determine the optimal read voltage, a
device was set in the LRS or HRS by a −1.5 or 1.3 V write pulse,
respectively. This was followed by a series of read voltages for each
state, where the current was then measured at the read voltage, as
shown by red dots in Fig. 4(a). To ensure that pulse measurements
were consistent with the previous sweeps, a subsequent IV sweep
was applied and overlaid (blue) with the pulse measurements. For
each read voltage tested, the HRS and LRS states were compared to
extract the TER, shown in Fig. 4(b), where it can be seen that a
read voltage below +0.2 V permits a TER greater than 10.

From the pulsed endurance data of Fig. 1(d), an FTJ capable
of only 1000 cycles at 1.5 V for only a 9× modulation in resistance
would be a challenge for circuit-based applications. As noted,
however, a lower voltage applied across the FTJ permits an
extended device lifetime. Hence, how many read cycles were attain-
able becomes a pertinent question. A pristine 40 μm radius device
was cycled with a 0.2 V, 10 Hz, 10 μs pulse with a 1.5 V hysteresis

pulse used to extract remanent polarization. The remanent polari-
zation from the 0.2 V read cycle was overlaid with the endurance
write pulse and shown in Fig. 5. A single FTJ was able to endure
more than 107 read cycles, noting that the experiment was ended
before the device failed, for more than 103 write cycles.

Memory cell structure

Using the previously discussed device structure, a thought
experiment can conclude that if the top and bottom electrodes
were switched, the FTJ should switch resistance states in the oppo-
site manner. As an example, with Nb as the top electrode, a high
voltage pulse drives the FTJ to a LRS. If, however, NbN were the
top electrode, a high voltage pulse should drive the device to a
HRS. With that insight, a memory cell architecture can be

FIG. 5. Endurance cycling for a 40 μm FTJ device using 10 Hz, 10 μs pulses at
±0.2 V (diamond) and 1.5 V (circle) to cycle and 1.5 V PE loop to extract
remanent polarization.

FIG. 3. (a) Read resistance switching of the FTJ device with write voltages
from 1.0 to 1.5 V with read voltages of 0.2 V, spaced by 0.1 V for each write
pulse for a 30 μm radius device. (b) Endurance cycling of the device between
1.0 V and –1.5 V.

FIG. 4. (a) A 100 μm device that had both an I–V sweep and a set of read
pulses applied after the device was set in either the HRS or LRS. (b) Extracted
resistance ratio between states for the read pulses; a maximum resistance ratio
of better than 10× is measured.
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constructed using two FTJs connected in series such that current
will travel from the top of the first device to the shared bottom
electrode and then back through the top electrode. The output
voltage can be taken across the shared bottom electrode. This is
shown schematically in Fig. 6.

In Fig. 6, the IV curve taken by applying a voltage pulse
between the left and right device top electrodes and the shared
bottom electrode shows the opposing behavior of the respective
devices. When a large positive (negative) voltage pulse, a “write
voltage,” is applied across the two devices, the left FTJ will switch
to the LRS (HRS) while the right FTJ device will switch to the HRS
(LRS), respectively. Subsequent read pulses can then measure the
state of the devices without switching states. Each of these
back-to-back FTJ elements, in principle, should function individu-
ally as previously described. If the applied voltage is placed on the
top of the left device and 0 V or ground on the top of the right
device, then a HRS and a LRS device pair act as a resistive voltage
divider, enabling an output from the shared BE to register two dis-
tinct output voltage states. However, the pulsed hysteresis loop in
Fig. 2(a) adds complication over that of a normal resistive voltage
divider. The magnitude of the write state influencing the size of the
resistive barrier was shown. However, the complication of two
devices in series also implies that the current through both must be
the same when the left device is in the HRS and the right device is
in the LRS and vice versa. If the devices, for example, had the same
area and the current density through both devices was approxi-
mately 10−4 A/cm2, then the LRS device would have a 0.2 V drop
and the HRS would have a 0.4 V drop. Hence, understanding the
write voltage’s impact requires further study.

To determine the write voltage necessary to set both devices, a
series of voltage pulses with increasing magnitude and alternating
sign was applied with a read voltage of 0.6 V, as shown in Fig. 7.

The results suggest that 3.1 V provides a sufficient field to switch
each device reversibly from each state and place it close to a
maxima for a 0.6 V read pulse. In this measurement, each element
of the FTJ device pair was awoken individually beforehand and the
final pulse was positive. Therefore, a negative voltage was used to
reset the device pair.

After determining an appropriate write voltage for 0.6 V read
pulses, the device states were then set with a voltage pulse, either
3.1 or −3.1 V, and a sweep of low voltages was performed to deter-
mine the read voltage that provides the largest difference between
states, Fig. 8. The read voltage sweep also demonstrates the conver-
gence of resistance at higher voltages; however, the difference
between the high and low states persists until 2 V. This observation
is consistent with the IV curves in Fig. 6, where it is noted that the
current in the LRS and the HRS are approximately the same but
still distinguishable between each other.

In this dual FTJ device architecture, the devices behave as a
variable resistor divider, whose state can be set with the write
voltage. Depending on the input voltage applied, a wide variety of
output voltage ratios can be achieved for two separable logic states.
A chief benefit to this structure is that the state can be set
and remain after power is turned off, resulting in a non-volatile
memory element that can output a consistent voltage after being
written. This shows that the positive applied write voltage causes a
higher magnitude of output voltage during the read pulse, whereas
a negative applied voltage will reduce the output voltage during
the read pulse. Although output voltage states benefited from a
10× hysteresis in the current for the LRS and the HRS, it is noted
that it was not a 10× modulation in output voltage states; in fact, it
was a logarithmic reduction since the output was chosen to be a
voltage rather than a current. However, the 10× modulation could
be increased back if the circuit readout utilized a current rather

FIG. 6. Operation of two FTJ devices in series for the memory module. When
a positive write pulse, 3.1 V, is applied across both devices, the left device goes
to a LRS and the right device goes to a HRS. Subsequent read pulses then will
have a high Vout state. When a negative write voltage is applied, −3.1 V, the left
device goes to a HRS and the right device goes to a LRS. Subsequent read
pulses will then have a low Vout state.

FIG. 7. Determination of the needed write voltage was performed on a pair of
30 μm FTJs placed in series. The devices were set by pulsing a write voltage
and then using a 0.6 V read voltage and measuring the output. From this, a
write pulse of ±3.1 V was concluded to be sufficient.
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than a voltage. This demonstrates the use of FTJs as a voltage-
controlled variable resistance divider that could be utilized in
memory cell circuits such as SRAM, inverter logic, or even to set a
CMOS field effect transistor gate.

CONCLUSION

This work demonstrated the utilization of Nb/HZO/NbN FTJ
devices with TER on:off ratios of greater than 10. Characterization
of the HZO film showed remanent polarizations up to 20 μC/cm2

with endurance beyond 105 cycles. When utilized with asymmetric
electrodes, devices were area scalable with current densities and
switching voltages typical of CMOS technologies. The FTJ devices
were also shown to have multiple high resistance states for the neg-
ative write pulses, which is useful for memory applications and
synaptic-mimicking electronics. By reversing the electrodes and
linking two devices in series, a non-volatile memory structure com-
posed of two FTJs was constructed and shown to have control and
variation of the output read voltage. This demonstrated that the
devices could function as programmable resistor dividers that can
be set by a write pulse and then used at the lower read pulse volt-
ages. This device pair architecture has high applicability for integra-
tion in a re-readable, rewritable non-volatile memory in CMOS
technologies.
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