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Abstract: In this work, we present the nonlinear current-voltage (I-V) characteristics of a
complementary resistive switching (CRS)-like curve from a HfAIO,-based memristor, used to
implement a high-density cross-point array. A Pt/HfAIO,/TiN device has lower on-current and
larger selectivity compared to Pt/HfO,/TiN or Pt/Al;O3/TiN devices. It has been shown that the
on-current and first reset peak current after the forming process are crucial in obtaining a CRS-like
curve. We demonstrate transient CRS-like characteristics with high nonlinearity under pulse response
for practical applications. Finally, after finding the optimal conditions for high selectivity, the
calculated read margin proves that a Pt/HfAlO,/TiN device with a CRS-like curve is most suitable
for use in a high-density cross-point array. Our results suggest that the built-in selector properties
in a Pt/HfAlO,/TiN single layer device offer considerable potential in terms of the simplicity of the
processes involved in the cross-point structure.
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1. Introduction

Memristors, in the context of cross-point array structure, have received great attention recently
with a view to explore fast switching speed, high endurance, long retention, high-density memory,
and low-power operation [1-3]. Especially, the resistive switching memory (RRAM) provides diverse
resistive switching types depending on the resistive switching material and electrodes. In unipolar
resistive switching (URS), the set and reset processes happen in the same polarity. The reset process
occurs by Joule heating at high current [4]. On the other hand, in bipolar resistive switching (BRS),
the set and reset processes occur in opposite polarity. Reset switching is dominantly driven by the
electric field [5]. In CRS, the reset process occurs after the set process at both polarities [6]. In a
cross-point array structure, a memristor and selector element can be vertically integrated, making them
an ideal candidate for 4F? (F is feature size). If the feature size (F) can be reduced during device size
scaling, this is the most efficient design in terms of cell density [7]. Recently, structures that can stack
cross-point structures up to the second floor and the fourth floor have been introduced [8], so a vertical
memristor structure is possible, like a 3D vertical type NAND flash for ultra high-density memory [9].
Moreover, a cross-point memristor array could be used in a synaptic array in a hardware-based
neuromorphic system [10-14]. The synaptic weight (i.e., conductance) of the memristor can be updated
according to an applied pulse signal. A memristor array has the advantage of being capable of running at
low voltages with good speed, thereby enabling low energy operation for synapse applications [10-14].
However, the cross-point structure cannot avoid the problem of a sneak current path when using a
memory cell with linear -V, which limits the size of the array [15-18]. The main portion of sneak

Coatings 2020, 10, 765; doi:10.3390/coatings10080765 www.mdpi.com/journal/coatings


http://www.mdpi.com/journal/coatings
http://www.mdpi.com
http://dx.doi.org/10.3390/coatings10080765
http://www.mdpi.com/journal/coatings
https://www.mdpi.com/2079-6412/10/8/765?type=check_update&version=2

Coatings 2020, 10, 765 20f9

current paths are those that flow through the on-state memory cell. Therefore, in order to prevent this,
the nonlinear I-V characteristics should be addressed. Therefore, connecting a selector element to each
memory cell to ensure nonlinear I-V characteristics is one solution to mitigate the sneak current path
problem [19-22]. There are several candidates for an individual selector device. The ovonic threshold
switching (OTS) type shows good cycle endurance but selectivity is not high enough and is a little
complicated for integration with a complementary metal-oxide-semiconductor (CMOS) process [23].
The insulator-metal transition type such as VO, operates as a selector at only high temperature [24].
The Si PN diode type selector has disadvantages in terms of the difficulty of the process in 3D type
and the compatibility with only URS type memristors [25]. Another way is to achieve nonlinear
characteristics in the memristor cell itself without a selector connection [26-31]. This approach has the
advantage of being simple without needing a connection to a selector. In fact, since the integration of
a selector on the memory device requires the insertion of a barrier metal in the middle, the etching
process can be complicated [32]. However, the selectivity in the metal-insulator-metal (MIM) structure
is not enough in comparison with independent selector connection.

In this paper, we study the nonlinear and stable CRS-like characteristics of a HfAlOy-based RRAM
device. Pt/HfAlO,/TiN devices have the advantage that their CRS-like characteristics are available in a
single insulator layer structure (metal-insulator—-metal, MIM) compared to the anti-serial structure that
arises due to the fabrication process with metal-insulator-metal-insulator-metal (MIMIM) devices.
Until now, CRS characteristics from MIM or metal-insulator-insulator-metal (MIIM) structure devices
without a middle metal layer have only been reported very rarely [33-36]; in addition, pulse operation
in CRS has also only been very rarely verified. In this study, CRS characteristics are demonstrated in a
HfAIO, thin film formed by well controlled atomic layer deposition (ALD). Moreover, lower current
and higher nonlinear operation were achieved in the Pt/HfAlO,/TiN device compared to Pt/HfO,/TiN
devices. Finally, we demonstrate the pulse operation for CRS after finding two important switching
parameters to differentiate BRS and CRS.

2. Experimental Procedure

We fabricated three types of high-k dielectric-based memristor devices with Pt/HfO,/TiN,
Pt/Al,Os/TiN, and Pt/HfAlO,/TiN structures in the following manner. A 100-nm-thick TiN layer was
prepared on a SiO,/Si wafer using a physical vapor deposition system. All high-k films with 7-nm
thickness were accurately deposited by ALD. The HfO; film was reacted with tetrakis-ethylmethylamino
hafnium (TEMAH() and H;O as precursors at 280 °C. In total, 105 cycles were conducted for 7 nm
deposition, where one cycle was composed of TEMAH( (0.5 s)-purge (35 s)-H,O (0.3 s)- and purge
(35s). Al,O3 was reacted with trimethylaluminum (TMA) and H,O at 200 °C. A total of 60 cycles were
performed for 7 nm film thickness, where one cycle was composed of TMA (0.2 s)-purge (15 s)-H,O
(0.2 5)- and purge (15 s). For the HfAIO film, 1 cycle of (TMA + H,O), then, 2 cycles of (TEMAH + H;0)
were alternately deposited a total 28 times for 7 nm thickness. Here, the ratio between two materials
(Hf and Al) can be controlled by cycling number. The Pt top electrode with a thickness of 100 nm
was deposited by an electron beam (e-beam) evaporator and patterned by a shadow mask containing
circular patterns with a diameter of 100 pm. The electrical properties were characterized in DC mode
using a Keithley 4200-SCS semiconductor parameter analyzer (Keithley, Beaverton, OR, USA) and in
pulse mode using a 4225-PMU ultrafast module. During the measurements, a bias voltage and pulse
were applied to the Pt top electrode, while the TiN bottom electrode was grounded. The cross-sectional
transmission electron microscopy (TEM) images, which were prepared by a common focus ion beam
method, utilizing FEI Quanta 3D FEG dual-beam instrument (Irvine Materials Research Institute,
Irvine, CA, USA), were conducted by JEOL JEM-2100F TEM (Irvine Materials Research Institute, Irvine,
CA, USA).
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3. Results and Discussion

Figure 1a shows a TEM image of the Pt/HfAlO,/TiN device; the thin film thickness of about
7 nm is confirmed. The polycrystalline TiN and amorphous HfAlO, are observed in the TEM image.
Additionally, the elements (Ti, N, Hf, Al, O, and Pt) were detected in each layer of the Pt/HfAlO,/TiN
device using an energy dispersive spectroscopy (EDS) depth profile. It is noted that some overlap
between each element is observed, due to the very thin HfAlOy layer. The ratio between Hf and Al
cannot be varied by controlling the cycling numbers of TEMAHf and TMA during the ALD deposition.

If the Al content is increased, the insulated properties are strengthened due to the high band gap
of A1203.
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Figure 1. (a) TEM image and (b) EDS depth profile for Pt/HfAlIO,/TiN device.

Figure 2a-c show the repeated [-V characteristics of Pt/HfO,/TiN, Pt/Al,O5/TiN,
and Pt/HfAIO,/TiN devices after the electroforming and first reset in the first cycle. The linear
scale of the [-V curve is also presented to highlight the nonlinear characteristics for three devices in
the inset of Figure 2a—c. The Pt/HfO,/TiN device shows quite a nonlinear curve in the positive region
during its on-state in the inset of Figure 2a. This is typical asymmetric conducting filament evolution
behavior with the applied bias voltage and polarity from the HfO; layer [37]. The Pt/Al,O3/TiN device
shows BRS with a relatively linear on-state in Figure 2b. The SET process occurs in the negative region
where the off-state changes to the on-state for BRS. A self-compliance phenomenon in which the current
slowly increases with increasing voltage after the current jumps rapidly to about 1 mA is observed.
The reset process occurs under a positive voltage sweep, where the on-state changes to the off-state.
The Pt/HfAlO,/TiN device shows a CRS-like curve in the positive region of Figure 2c. We can clearly
observe a CRS-like curve on the linear scale (inset) where the current increases then decreases again
with increasing voltage after the SET process takes place in the negative region.
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Figure 2. [-V characteristics: (a) Pt/HfO,/TiN; (b) Pt/Al,O3/TiN and (c) Pt/HfAlO,/TiN devices after
first cycle; inset is linear scale to make it easier to compare nonlinear characteristics among three devices.

Figure 3a—c show the cycle-to-cycle distribution as a function of voltage for the respective
Pt/HfO,/TiN, Pt/Al,O3/TiN, and Pt/HfAIO,/TiN devices. The on-state current of the Al,O3 device
with the applied voltage is almost linear characteristic. The HfAIO, device shows a fairly uniform
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cycle-to-cycle distribution at the read voltage (Vreap), with an even jump of about 0.9 V. The variability
of turn-on voltage is very important for setting the Vrgap. It is noted that the difference between
on-state current and off-state current at the low voltage region is not noticeable due to the suppression
of on-state current after the set process. This property is very desirable to implement high-density
memory applications and we will discuss this in more depth later. In addition, the HfAIO, device has
an on/off ratio, SET voltage (Vsgr), and RESET voltage (Vrgsgr) that are comparable with the HfO,
and Al,Oj3 devices in Figure 3d—f. However, relatively high Vie,q is required to obtain a high on/off
ratio in the HfA1O, device.
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Figure 3. Cycle-to-cycle current variation as a function of voltage for (a) HfO,; (b) Al,Os; (c) HfAIO,
devices. (d) SET voltage; (e) RESET voltage; (f) maximum on/off ratio at three devices.

Next, we investigate the conditions for obtaining a stable CRS-like curve in the HfAIO, device.
Figure 4a,b show the forming of the first RESET, subsequent SET, and second RESET I-V curves
for the Pt/HfAIO,/TiN device at forming compliance currents (CC) of 300 and 500 pA. It should be
noted that after forming, additional current rises occur before the RESET process shown in Figure 4a.
This curve is similar to the CRS-like curve that is helpful in reducing the sneak current path in
cross-point array structures. Figure 4b shows a typical bipolar resistive switching (BRS) curve after
the forming and first RESET processes. We found the control parameters that determine CRS and
BRS through a statistical approach. Figure 4c shows the on-current at a read voltage of 0.2 V as a
function of the forming voltage for the Pt/HfAIO,/TiN device. When a low on-current flows through
the insulator after forming, the current rapidly increases before RESET occurs during positive bias.
It can be seen indirectly how conducting defects are formed by the on-state current. A CRS-like curve
is achieved when weak conducting filament is formed without any severe overshoots during the
forming process [31]. Figure 4d shows the first RESET peak current as a function of RESET voltage
(Vreser) for the Pt/HfAIO,/TiN device. When a first peak reset current of less than about 4 mA is
observed, stable CRS processes tend to be observed from the second curve. This suggests that the high
overshoot current creates a lot of defects in the HfAIO, dielectric when the first RESET process occurs,
and these can then affect subsequent switching. A high on-current leads to typical BRS from second
switching. To find the different properties of the HfAIO, dielectric in the on-state between CRS and
BRS, we investigate the conduction mechanism using a fitting process. The inset of Figure 4a shows a
linear fitting of a CRS-like I-V curve for In(I) versus V2 in the on-state under a positive bias. The fitting
result suggests that Schottky emission is the dominant mechanism; this is mainly determined by the
interface between the HfAlO, and the TiN bottom electrode. Although electroforming occurs under
a negative bias, since a sufficient number of defects were not formed inside the HfAIO, dielectric,
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the conduction can be determined by the interface according to the difference in work function between
the TiN electrode and HfAIO, layer [38]. On the other hand, for BRS, Ohmic conduction is dominant
under linear fitting for In(I) versus In(V) with a slope of about 1 in the on-state under a positive bias,
as shown in the inset of Figure 4b. The fitting results support the theory that a lot of defects are
generated inside HfAlO, during electroforming, and that thermally excited electrons move from one

isolated state to the next state in the dielectric by hopping conduction [38].
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Figure 4. [-V characteristics including the forming process for (a) CRS and (b) BRS modes in the
Pt/HfAIO,/TiN device. Ln(I) versus sqrt(V) and In(I) versus In(V) fitting (inset); (c) on-current as
a function of forming voltage and (d) first reset peak current as a function of reset voltage for
Pt/HfAIO,/TiN device.

Next, to take advantage of the CRS-like -V curve in the cross-point structure, we take a closer look
at the nonlinear characteristics. Figure 5a shows a CRS-like curve on a linear scale where the selectivity
can be defined as the ratio between the current at Vrgap and the current at 0.5 Vggap. The maximum
selectivity is about 76 when we take the peak current to be a Vrgap of 0.88 V. The transient characteristics
are confirmed by the pulse response during practical operation. In order to obtain CRS-like motion,
a series of pulses with different amplitudes and polarity that are organized systematically were applied
to the Pt/HfAIO,/TiN device in Figure 5b. After being SET by a pulse with a large amplitude and
a negative polarity, a CRS-like curve is observed as the voltage of the positive amplitude gradually
increases. A selectivity of about 17.2 was obtained when 1/2 Vipap voltage and Vrgap voltage are
continuously applied, as shown in Figure 5d. In the Forming/SET process by pulse, a single pulse was
applied, so a more stable CRS-like curve with less overshoot than that formed by a DC sweep can be
obtained. On the other hand, very low selectivity was observed using a similar pulse scheme after the
BRS DC curve in Figure 5c.
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Figure 5. (a) Selectivity definition for Pt/HfAIO,/TiN device; (b) Transient characteristics of CRS-like
curve in Pt/HfAIO,/TiN device; Selectivity by pulse transient in Pt/HfAIO,/TiN device for bipolar mode
(c) and CRS-like mode (d).

To evaluate the nonlinear properties of the devices, we calculate read margin in a cross-point
array structure (Figure 6a). A half-bias read scheme and equivalent circuit models are presented,
considering the sneak current model in Figure 6b—d. Vrpap is applied to the cell to be read, and the
voltage of less than half of it is applied to the remaining cells in a half-bias scheme. Three regions
consist of the selected cell, Rgpeak-1 region that shares the same bit-line and word-line as the selected
cell, and Rgpeqi-2 that does not shares the same bit-line and word-line as the selected cell in Figure 6b.
The circuit model, including each equivalent resistance of three regions and Rpy (pull up resistance),
is shown in Figure 6¢,d. We can calculate the read margin using the following equation.

AV R
Ve N = o
Pu ZR(W,(%) Ron(Vo)
([Ron (weer) DIl N1 T (N=1)2 ) + Rpy
Rp, @

Veell
ZRUff(T) + Ron(VO)
N-1 (N-1)%

([Roff(vcell)])” ) + Rpy,

where V. is the applied voltage on the target cell, Ron and R is one resistance and off resistance at
read voltage, N is number of word-lines, Ry is considered as the resistance of nearly zero voltage region
Rgneak-2 region, and Rpy is the same value with the Ron to maximize the read margin. Figure 6e shows
the read margin as a function of the number of word-lines. The read margin of the Pt/HfAlO,/TiN
device in CRS-like mode is highest among the Pt/HfAIO,/TiN devices in BRS mode and compared
to Pt/HfO,/TiN and Pt/Al,O3/TiN devices with the same number of word-lines. Under the condition
of securing a 10% read margin, the CRS-like curve of the HfAlO, device improves the number of
word-lines and is more than 3 times than in BRS conditions. With a CRS-like curve, leakage current can
be further suppressed when 1/2 Vggap or zero bias is applied to adjacent cells in the on-state, excluding



Coatings 2020, 10, 765 7 of 9

the target cell. Therefore, a CRS-like curve is helpful for increasing the array size for high-density
memory. Although there is not enough read margin in one memory cell, if a selector element is
connected, a larger array size can be secured.
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Figure 6. (a) Cross-point architecture including sneak current and selected current; (b) Half-bias scheme
at cross-point array; (c) Three regions for simple circuit model; (d) Equivalent circuit model; (e) Read
margin as a function of number of word-lines in Pt/HfO,/TiN, Pt/Al,O3/TiN, and Pt/HfA1O,/TiN devices.

4. Conclusions

In summary, we closely investigated the nonlinear CRS characteristics of a Pt/HfAIO,/TiN
device while comparing to Pt/HfO,/TiN and Pt/Al,O3 /TiN devices. We found that the on-current
and 1st RESET peak current after electroforming are important switching parameters to achieve
CRS characteristics. In addition, Schottky emission and a hopping conduction mechanism during
on-current were confirmed by a fitting process for CRS and BRS. CRS-like transient characteristics
were also achieved using multiple pulse responses Finally, we demonstrated that the CRS mode
of the Pt/HfAlO,/TiN device has the highest read margin in a cross-point array when compared to
Pt/HfO,/TiN and Pt/Al,O3/TiN devices. See the supplementary material for cycle-to-cycle current
variation as a function of voltage and maximum on/off ratio at three devices and pulse transient
characteristics of the Pt/HfAlO,/TiN device in BRS mode and half-bias scheme at cross-point array.
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