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Low value for the static background 
dielectric constant in epitaxial PZT 
thin films
Georgia Andra Boni, Cristina Florentina Chirila, Luminita Hrib, Raluca Negrea, 
Lucian Dragos Filip, Ioana Pintilie & Lucian Pintilie

Ferroelectrics are intensively studied materials due to their unique properties with high potential for 
applications. Despite all efforts devoted to obtain the values of ferroelectric material constants, the 
problem of the magnitude of static dielectric constant remains unsolved. In this article it is shown that 
the value of the static dielectric constant at zero electric field and with negligible contribution from 
the ferroelectric polarization (also called static background dielectric constant, or just background 
dielectric constant) can be very low (between 10 and 15), possibly converging towards the value in the 
optical domain. It is also found that the natural state of an ideal, mono-domain, epitaxial ferroelectric 
is that of full depletion with constant capacitance at voltages outside the switching domain. The 
findings are based on experimental results obtained from a new custom method designed to measure 
the capacitance-voltage characteristic in static conditions, as well from Rayleigh analysis. These 
results have important implications in future analysis of conduction mechanisms in ferroelectrics and 
theoretical modeling of ferroelectric-based devices.

Although ferroelectric materials have been studied for the better part of the last 100 years, the magnitude of 
the static dielectric constant of these materials is still a matter of debate and controversy. For a long time, it was 
thought that ferroelectrics are materials with large values of the static dielectric constant1. However, this is valid 
for ceramics or polycrystalline films, while in the case of epitaxial layers it was found that the dielectric constant is 
significantly smaller2–4. Even when considering the same material, e.g. BaTiO3 (BTO), the reported values for the 
dielectric constant span an interval of at least one order of magnitude, from about 100 to more than 1000, gener-
ating difficulties in developing theoretical models involving this quantity5–7. Therefore, it is fair to consider that 
the static dielectric constant in ferroelectric materials is very much sample dependent, being affected by extrinsic 
contributions coming from various structural defects that may act as trapping centers for electric charges that 
may be able to respond to the small amplitude ac signal used for standard capacitance measurements8. It immedi-
ately follows that, if one intends to get closer to the intrinsic value of the dielectric constant in ferroelectrics, it has 
to prepare single crystal or epitaxial samples with reduced density of structural defects9. Values well below 100 can 
be obtained in epitaxial films of reduced thickness4,9,10, and as low as 17 in a 12 nm thick (Ba,Sr)TiO3 thin film11.

The reduction of the dielectric constant with the thickness of the epitaxial ferroelectric layers was attributed 
to the presence of so called dead-layers at the electrode interfaces, namely layers that are not ferroelectric and, 
therefore, have low value of dielectric constant12–15. The debate on whether dead-layers are present at the electrode 
interfaces is closely related to the debate regarding the partial or total depletion of the ferroelectric capacitors, 
and it is largely accepted that ferroelectric-metal interfaces behave as Schottky contacts16–20. Therefore, many 
experimental and theoretical studies were devoted to these problems for the past 20 years, some considering only 
dead-layers at the interfaces, some showing that there are no such things as dead-layers, some considering only 
depletion regions, and some considering both depletion and dead-layers1,21–33.

Returning to the subject of this study, it is known that the static dielectric constant can be estimated from 
the results of capacitance measurements, such as capacitance-voltage (C-V) characteristics, also the presence of 
ferroelectricity can be assessed if well-known butterfly shape is obtained. Standard C-V measurements involve 
simultaneous applications of two voltages on the sample: a dc voltage used to set the polarization value and direc-
tion, and a small amplitude (relative to the coercive voltage) ac voltage for determining the capacitive response 
measured with a standard LRC bridge. The C-V measurement described above is a type of dynamic measurement, 
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as the dc voltage is varied step by step, such that the dc voltage is set to a certain value and the capacitance is meas-
ured using the small amplitude ac voltage. After recording the capacitance value, the dc voltage is set to the next 
value and the procedure is repeated until the full C-V characteristic is obtained34–37. The problem that arises is the 
parasitic contributions appearing in the measured capacitance due to transitory phenomena induced by the step 
change of the dc voltage (e.g. charge carriers released from traps able to respond to the frequency and amplitude 
of the ac voltage)38. All these issues will be reflected in the value of the calculated dielectric constant!

It is fair to assume that, in a ferroelectric capacitor, the dielectric constant can be divided in two parts: one 
related to ferroelectric polarization and one related to the dielectric response when there is no contribution from 
ferroelectric polarization (the case of complete saturation). The static dielectric constant, when there is no con-
tribution from ferroelectric polarization, is sometimes called background static dielectric constant and should be 
related to the linear dielectric response associated to any non-ferroelectric material39,40.

The background static dielectric constant can be introduced with the help of the following equation:

ε= +D E P (1)0

here, D is the electric displacement, E is the electric field, ε0 is the vacuum permittivity, and P is the total polariza-
tion, including the linear part PL specific for any dielectric/semiconductor material, and the non-linear ferroelec-
tric part characterized by the spontaneous polarization PS. Replacing PL with ε0χE (χ is the electric susceptibility), 
Eq. (1) can be written as:

ε χ ε ε= + + = +D E P E P(1 ) (2)S b S0 0

here εb is the static background dielectric constant. The total static dielectric constant of a ferroelectric εf can be 
defined as:

ε ε
ε

= +
∂
∂

P
E

1
(3)f b

S

0

It is clear from Eq. (3) that, if the spontaneous polarization is saturated and no longer varies with the applied 
electric field, then εf reduces to εb.

The question is: how large is the static background dielectric constant? In this paper we suggest that the static 
background dielectric constant of an epitaxial ferroelectric layer can have values as low as 10–15 and may con-
verge towards the optical dielectric constant, even in the low frequency domain, in defect free, very thin epitaxial 
films. In order to sustain this claim, a new C-V measurement procedure, named “static” C-V, was developed 
to estimate the values of the dielectric constant in conditions as close as possible to the electrostatic ones. The 
differences compared to the results of standard C-V measurements are discussed in terms of Schottky contacts 
that are present at the electrode interfaces. Rayleigh analysis was also performed to confirm the results and, by 
comparing them with those extracted from static C-V, it was possible to estimate the polarization contribution at 
small amplitude ac electric fields used for capacitance measurements.

Results
The results were obtained on a set of epitaxial Pb(Zr0.2Ti0.8)O3 (PZT) films having thicknesses of 20, 50 and 
150 nm. The proposed “static” C-V measurement uses the following procedure: a pre-poling pulse of a certain 
period is applied on the sample in order to set the polarization in the –P state; the pre-poling voltage is removed 
and the capacitance is measured with the small amplitude ac signal after a waiting time (this is the first point, cor-
responding to 0 V, thus to the remnant polarization; the waiting time is necessary to allow relaxation of transitory 
phenomena); the dc voltage is set to a positive value slightly higher than zero and it is applied on the capacitor for 
a certain period of time; the dc voltage is removed and the capacitance is measured again, after the waiting time, 
at zero volt but with polarization set by the positive voltage previously applied on the sample; the dc voltage is set 
to a positive value slightly higher than the previous one and applied to the sample for the same period of time as 
the previous one; the dc voltage is removed again and the capacitance is measured after the same waiting time; the 
procedure is repeated step by step until a full hysteresis cycle is obtained (see the dc voltage sequence in Fig. 1a). 
One can observe that, contrary to the standard dynamic C-V, in this case no dc bias is applied on the sample while 
the capacitance is measured with the small amplitude ac signal. The resulting C-V characteristic is presented in 
Fig. 1b) together with the one obtained after a standard C-V measurement using staircase like increase of the dc 
voltage. The waiting time was set to 1 second after checking that it is long enough to allow relaxation of all transi-
tory phenomena (see Supplementary Information SI).

It can be seen that the C-V characteristic obtained using “static” C-V measurement retains the butterfly shape 
but, contrary to the standard C-V measurement (which from now on will be referred to as “dynamic”), the capac-
itance value has a very small variation with the dc voltage after achieving the saturation of the ferroelectric polar-
ization. In fact, when the dc voltage is swept down from maximum value to zero, the capacitance variation is 
below 1%, being virtually voltage independent as it should be if the polarization is saturated. Similar results were 
obtained on samples with other thicknesses (see Fig. 2a) and for different frequencies (see details in SI). One can 
see that the capacitance remains constant after switching, once the polarization is saturated.

An interesting observation is that, for the samples of 20 and 50 nm thickness, the “static” capacitance has dif-
ferent values for sweeping the voltage up and down between maximum negative and positive voltage values. This 
may be related to the presence of an internal electric field, as evidenced from the hysteresis loops presented in 
Fig. 2b). As the thickness increases, the intensity of the internal electric field reduces, the hysteresis loop becomes 
more symmetric and the differences in the capacitance values obtained when the dc voltage is swept up and down 
becomes negligible as it is the case for the 150 nm thick sample.
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The dielectric constant was estimated from capacitance values for several situations: at 0 V-“static” measure-
ment (average between capacitances measured while sweeping up and down the dc voltage); at 0 V-“dynamic” 
measurement (average between capacitances measured while sweeping up and down the dc voltage); at maximum 
applied V-“dynamic” measurement (average between capacitances corresponding to maximum negative and pos-
itive dc voltages). The results are presented in Fig. 3a) as function of sample thickness.

Considering that the hysteresis loops are almost rectangular (see Fig. 2b), one can assume that the ferroelectric 
polarization is saturated when the voltage goes down to zero from the maximum applied dc voltage. The ampli-
tude of the ac voltage used for capacitance measurements is of 100 mV, at least one order of magnitude smaller 
than the coercive voltage. One can be tempted to assume that the polarization contribution is negligible in the 
case of the three situations mentioned above, and that the estimated value is the static background dielectric 
constant εb. However, one cannot exclude small, reversible, polarization variations at electric fields below the 
coercive one (usually below half of the coercive field, as it is the case for the amplitude of the ac voltage used for 
capacitance measurements). These may contribute to the static dielectric constant even the dc bias is removed, as 
it is the case for static C-V. Therefore, Rayleigh analysis was performed on the three samples, following the proce-
dure described in refs41,42 (see details in SI). The values estimated for the dielectric constant at zero field, using the 
Rayleigh analysis, are also presented in Fig. 3a).

One can observe from Fig. 3a) that the values estimated from the C-V characteristics at zero volt are about 
the same, while the values at maximum applied dc voltage during dynamic measurements are significantly lower, 
especially as the thickness increases. Also, one can observe that all the methods give about the same value for 

Figure 1.  (a) The voltage pulse sequence for the “dynamic” and “static” C-V: tdelay is the delay time between 
changing the dc voltage and measuring the capacitance in the “dynamic” mode; tdc is the time for applying 
the dc voltage that sets the polarization state in the “static” mode; tw is the waiting time after removing the dc 
voltage; (b) the “static” and “dynamic” C-V characteristics for the 150 nm thick sample (pre-poling pulse of 0.1s; 
tdc = 0.1s; tw = 1s; frequency of the ac voltage of 100 kHz).

Figure 2.  (a) The “static” C-V characteristics for epitaxial PZT layers of different thicknesses (the measuring 
times are the same as in Fig. 1b; the frequency of the ac voltage was 100 kHz); (b) the hysteresis loops recorded 
for epitaxial PZT films of different thicknesses (triangular voltage with 1 kHz frequency).
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the thinnest sample, around 23–25, while for the thicker samples the values obtained from C-V measurements 
are slightly higher than those obtained from Rayleigh analysis. One may infer that the difference is due to the 
response of the ferroelectric polarization to the small ac voltage used for capacitance measurements. The contri-
bution of the ferroelectric polarization is increasing with thickness as 900 domains start to develop in the sample 
of 150 nm thickness, as shown in TEM investigations presented in Fig. 3b). Based on these results, one may 
assume that the values obtained from Rayleigh analysis are closest to the static background dielectric constant, 
and that in very thin epitaxial films the polarization contribution to the static dielectric constant estimated from 
C-V measurements can be well below 10% (see SI). These results will be further discussed in the next section.

Figure 3.  (a) The thickness dependence of the dielectric constant evaluated from C-V measurements 
performed at 100 kHz. Evaluation was performed in three cases: at 0 V “static”; at 0 V “dynamic”; at maximum 
applied voltage “dynamic”. (b) TEM images for 20 nm and 150 nm thick samples (inside each image the 
notations are a-low magnification image cross-section; b-SAED image; c-low magnification HR-TEM 
image; d-high magnification HR-TEM image of PZT/SRO interface and SRO/STO interfaces; these images 
demonstrate the high quality of the epitaxial growth).
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Discussion
Figure 3a) suggests a linear dependence of the dielectric constant on sample thickness (see the inset, showing that 
the linear fitting has a confidence factor of 0.99). Assuming that this empirical dependence continues to remain 
true for lower thicknesses, then a value of about 14–15 is obtained for the background dielectric constant in sam-
ples around 1.2 nm in thickness, which are still ferroelectric according to literature43–46. This value is about twice 
the value of 6–7 reported to date for the optical dielectric constant of PZT type materials47.

Therefore, the value of εb can be as low as 14–15 in ultra-thin epitaxial layers, possibly including a minimal 
contribution from polarization (well below 10%) if a small amplitude ac voltage is used to measure the capaci-
tance. A value virtually free of polarization contribution may be obtained using Rayleigh analysis, but this is hard 
to apply to very thin films due to larger leakage compared to thicker films. Another contribution comes from the 
structural defects that may be charged and may still respond to the low amplitude ac signal used for capacitance 
measurements in the low frequency domain. Such defects, especially point defects (e.g. vacancies), are present 
even in high quality, very thin epitaxial films. More defects (e.g. dislocations) can form as the thickness increases 
and the film start to relax from the strain imposed by the substrate, as can be seen in TEM images presented in 
Fig. 3b). This can also contribute to the larger static dielectric constant in thicker films. In a perfect epitaxial film, 
the contribution from structural defects vanishes and the value of the dielectric constant can be lower. One can 
imagine the extreme case of an ideal mono-domain ferroelectric film where the static background dielectric con-
stant is only slightly larger than the optical dielectric constant, due to a very small contribution of the ferroelectric 
polarization. This result, based on experimental findings, confirms the early predictions of Watanabe et al. that 
the value of background permittivity in ferroelectrics may be close to the vacuum permittivity48.

Theoretical calculations performed on bulk crystal, as well as early experimental findings based on Raman meas-
urements performed on bulk samples, report values of the dielectric constant of about 80 (thermodynamic theory 
applied to PZT with Zr/Ti ratio of 20/80)49, or around 30–35 (first principle calculations, Raman measurements 
combined with Liddane-Sachs-Teller equation)50–52. The values experimentally reported for thin films can go down 
to 15–20 (see ref.11. and the present study). There are some theoretical studies suggesting a hardening of the soft 
modes in epitaxial thin films53. This can potentially lead to lower values of the dielectric constant along the direc-
tion perpendicular to the electrodes due to the strain constrains imposed by the substrate, especially in the case of 
ultra-thin films. Other theoretical studies suggest that it is possible to reach values as low as 10 in thin films54. One 
can conclude that our experimental results, based on the “static” C-V measurement, are in agreement with previous 
reports in literature regarding the value of the static dielectric constant in very low thickness thin films.

In order to further test the results presented until now, we have calculated the static dielectric constant using 
density functional perturbation theory calculations implemented in the Quantum Espresso simulation package55. 
The method for calculating the static dielectric constant has been developed by Gonze et al.56 and has been used 
successfully to calculate the dielectric function for hybrid organic/inorganic halide perovskites57. For simplicity’s 
sake, we have used PbTiO3 as a test material in three scenarios: completely relaxed bulk, strained bulk and thin 
film. The obtained values are approximately 29 in the case of a bulk unstrained crystal, 32.35 for the strained bulk 
and about 32.3 for a 5 unit cells film with SRO contacts with the same basal strain as in the previous bulk case. 
These results are comparable to the experimental values and confirm that the background dielectric constant in 
PZT crystals or epitaxial films is very low. The details of the calculations can be found in the SI.

There are other aspects that have to be discussed:

•	 The increase of the static background dielectric constant as the thickness increases. This can be explained by 
the occurrence of structural defects as revealed by the TEM investigations (results presented in Fig. 3b). One 
can see in the low magnification TEM images that, as the thickness increases, more and more defects occur in 
the film (dislocations, grain boundaries, domains and domain walls).

•	 The constant capacitance in the case of “static” C-V compared to the voltage dependent capacitance in the 
case of the “dynamic” C-V. This behavior can be explained assuming the presence of Schottky type contacts 
at the electrode interfaces. As already mentioned in the Introduction section, the presence of Schottky type 
contacts at electrode interfaces in ferroelectric capacitors is already demonstrated and accepted in the lit-
erature16–20,58,59. Schottky contacts assume the presence of space charge (depletion) regions at the electrode 
interfaces, with voltage dependent thickness translated into voltage dependent capacitance60 as can be seen 
in “dynamic” C-V characteristics (Fig. 2a). The relative capacitance variation with the applied voltage, after 
polarization switching (saturated polarization), reduces from about 15% for the 150 nm thick sample to about 
5% for the 20 nm thick sample. This result suggests that, as the thickness decreases, the metal-ferroelec-
tric-metal (MFM) structure tends towards full depletion. Therefore, in the case of “dynamic” C-V, the effect 
of the Schottky contacts will be less visible at small thicknesses and it is expected to disappear in very thin 
films, these being fully depleted at any voltage except the voltage range where the polarization switching takes 
place. On the other hand, in the case of “static” C-V, the films are fully depleted at any thickness because the 
free carriers from the ferroelectric film are blocked at the interfaces to compensate the polarization charges. 
As a consequence, the capacitance is nearly constant at any voltage outside the range where the polarization 
switching takes place.

•	 The frequency dependence of the dielectric constant confirms that this quantity decreases as the thickness 
of the epitaxial film is decreased (see details in SI). One interesting aspect is that, for the 20 nm thick film the 
frequency dependence can be fairly well simulated with a simple Debye equation, as shown in the Supple-
mentary Information.

In summary, it was shown that the static background dielectric constant at low frequencies, in ultra-thin epi-
taxial ferroelectrics, can have low values, of about 10–15, and can be even lower in ideal, defect free, mono-domain 
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ferroelectric layers. The large values reported in the literature are resulting from extrinsic contributions associated 
to structural defects, mainly ferroelectric domains and domain walls, but also other structural defects, that occur 
as the films start to relax when the thickness is increased. It was also evidenced that the natural state of an epitaxial 
ferroelectric in mono-domain state, with no applied dc voltage, is that of full depletion. Once step dc voltage is 
applied the state may change to partial depletion in thick films but remains of full depletion in very thin films. 
These findings can have an important impact in the analysis of conduction mechanisms in ferroelectrics as well 
in developing models to simulate the characteristics of ferroelectric-based devices.

Methods
Samples.  The samples were grown by pulse laser deposition (PLD) on single crystal SrTiO3 (STO) substrates. 
The bottom electrode was a 20 nm thick layer of SrRuO3 (SRO). Top SRO/Pt electrodes were deposited for elec-
trical measurements, with area of 0.01 mm2. The epitaxial quality of the structures was analyzed by transmission 
electron microscopy (ARM-200F from JEOL). Details about the deposition process and about the structural 
characterization can be found in previous publications61,62.

Electric measurements.  Polarization and current hysteresis loops were recorded using a model TF2000 
ferritester from AixACCT. Capacitance and dielectric losses were recorded using a LCR bridge model Hioki 
3536 or a HP 4194A impedance analyzer. The voltage pulses were applied using a Keithley 6517 electrometer. All 
data were recorded using special designed acquisition programs. All the measurements were performed at room 
temperature.

Numerical calculations.  Density functional perturbation theory calculations were performed using the 
Quantum Espresso distribution and the included Phonon package.

References
	 1.	 Waser, R. Dielectric analysis of integrated ceramic thin film capacitors. Integrated Ferroelectrics 15, 39–51 (1997).
	 2.	 Petzelt, J. Dielectric Grain-Size Effect in High-Permittivity Ceramics. Ferroelectrics 400, 117–134 (2010).
	 3.	 Setter, N. et al. Ferroelectric thin films: Review of materials, properties, and applications. J. Appl. Phys. 100, 051606 (2006).
	 4.	 Khan, A. I. et al. Negative capacitance in a ferroelectric capacitor. Nat. Mater. 14, 182 (2015).
	 5.	 Zhu, J., Zheng, L., Luo, W. B., Li, Y. R. & Zhang, Y. Microstructural and electrical properties of BaTiO3 epitaxial films on SrTiO3 

substructures with a LaNiO3 conductive layer as a template. J. Phys. D: Appl. Phys. 39, 2438–2443 (2006).
	 6.	 Wang, X. W. et al. Microstructure and ferroelectric properties of epitaxial BaTiO3/SrRuO3/SrTiO3 (001) films grown by pulsed laser 

deposition under high oxygen pressure. Thin Solid Films 520, 2785–2788 (2012).
	 7.	 Yu, J. et al. Extrinsic origin of giant permittivity in hexagonal BaTiO3 single crystals: Contributions of interfacial layer and depletion 

layer. Appl. Phys. Lett. 87, 252904 (2005).
	 8.	 Chilibon, I. & Marat-Mendes, J. N. Ferroelectric ceramics by sol–gel methods and applications: a review. J. Sol-Gel Sci. Technol. 64, 

571–611 (2012).
	 9.	 Vrejoiu, I. et al. Intrinsic Ferroelectric Properties of Strained Tetragonal PbZr0.2Ti0.8O3 Obtained on Layer–by–Layer Grown, 

Defect–Free Single–Crystalline Films. Adv. Mater. 18, 1657–1661 (2006).
	10.	 Khan, A. I. et al. The effects of strain relaxation on the dielectric properties of epitaxial ferroelectric Pb(Zr0.2Ti0.8)TiO3 thin films. 

Appl. Phys. Lett. 105, 022903 (2014).
	11.	 Saad, M. M. et al. Investigating the Effects of Reduced Size on the Properties of Ferroelectrics. IEEE T. Ultrason. F. 53, 2208–2225 

(2006).
	12.	 Kim, S. H. et al. Thickness effects on imprint in chemical-solution-derived (Pb, La)(Zr, Ti)O3 thin films. Appl. Phys. Lett. 78, 

2885–2887 (2001).
	13.	 Cho, H. J. & Kim, H. J. Improvement of dielectric properties of (Ba, Sr)TiO3 thin films deposited by pulse injection chemical vapor 

deposition. Appl. Phys. Lett. 72, 786 (1998).
	14.	 Larsen, P. K., Dormans, J. M., Taylor, D. J. & van Veldhoven, P. J. Ferroelectric properties and fatigue of PbZr0.51Ti0.49O3 thin films of 

varying thickness: Blocking layer model. J. Appl. Phys. 76, 2405 (1994).
	15.	 Bouregba, R., Le Rhun, G., Poullain, G. & Leclerc, G. Investigation of thickness dependence of the ferroelectric properties of 

Pb(Zr0.6Ti0.4)O3 thin-film capacitors. J. Appl. Phys. 99, 034102 (2006).
	16.	 Hwang, C. S. et al. Depletion layer thickness and Schottky type carrier injection at the interface between Pt electrodes and (Ba, Sr)

TiO3 thin films. J. Appl. Phys. 85, 287–295 (1999).
	17.	 Shin, J. C., Hwang, C. S., Kim, H. J. & Park, S. O. Leakage current of sol-gel derived (Pb.Zr)TiO3 thin films having Pt electrodes. Appl. 

Phys. Lett. 75, 3411–3413 (1999).
	18.	 Yang, Y. S., Lee, S. J., Kim, S. H., Chae, B. G. & Janga, M. S. Schottky barrier effects in the electronic conduction of sol–gel derived 

lead zirconate titanate thin film capacitors. J. Appl. Phys. 84, 5005–5011 (1998).
	19.	 Choi, T., Lee, S., Choi, Y. J., Kiryukhin, V. & Cheong, S.-W. Switchable Ferroelectric Diode and Photovoltaic Effect in BiFeO3. Science 

324, 63–33 (2009).
	20.	 Liu, X., Wang, Y., Burton, J. D. & Tsymbal, E. Y. Polarization-controlled Ohmic to Schottky transition at a metal/ferroelectric 

interface. Phys. Rev. B B 88, 165139 (2013).
	21.	 Mihara, T. et al. Process Dependent Electrical Characteristics and Equivalent Circuit Model of Sol-Gel Based PZT Capacitors. Proc. 

3rd International Symposium On Integrated Ferroelectrics (ISIF), 116–138 (1991).
	22.	 Brennan, C. J. A Physical Model for The Electrical Ferroelectric Capacitors. Ferroelectrics 132, 245–257 (1992).
	23.	 Brennan, C. J. Characterization and Modelling of Thin-Film Ferroelectric Capacitors Using C-V Analysis. Integrated Ferroelectrics 

2, 73–82 (1992).
	24.	 Miller, S. L., Nasby, R. D., Schwank, J. R., Rodgers, M. S. & Dessendorfer, P. V. Device modelling of ferroelectric capacitors. J. Appl. 

Phys. 68, 6463–6471 (1990).
	25.	 Evans, J. T. & Bullington, J. A. A ferroelectric capacitor simulation model. Proc. IEEE 7th International Symposium on Applications 

of Ferroelectrics 692–697 (1990).
	26.	 Scott, J. F. Depletion width in SrTiO3 and BaxSr1−xTiO3 films. Ferroelectrics 232, 905–914 (1999).
	27.	 Ng, N., Ahluwalia, R. & Srolovitz, D. J. Depletion-layer-induced size effects in ferroelectric thin films: A Ginzburg-Landau model 

study. Phys. Rev. B 86, 094104 (2012).
	28.	 Liang, K. et al. The conductivity mechanism and an improved C-V model of ferroelectric PZT thin film. J. Appl. Phys. 117, 174107 

(2015).
	29.	 Filip, L. D., Pintilie, P., Stancu, V. & Pintilie, I. Simulation of the capacitance-voltage characteristic in the case of epitaxial ferroelectric 

films with Schottky contacts. Thin Solid Films 592, 200–206 (2015).

https://doi.org/10.1038/s41598-019-51312-8


7Scientific Reports |         (2019) 9:14698  | https://doi.org/10.1038/s41598-019-51312-8

www.nature.com/scientificreportswww.nature.com/scientificreports/

	30.	 Saad, M. M. et al. Intrinsic dielectric response in ferroelectric nano-capacitors. J. Phys.: Condens. Matter 16, L451–L456 (2004).
	31.	 Nagarajan, V. et al. Scaling of structure and electrical properties in ultrathin epitaxial ferroelectric heterostructures. J. Appl. Phys. 

100, 051609 (2006).
	32.	 Chang, L., Alexe, M., Scott, J. F. & Gregg, J. M. Settling the “Dead Layer” Debate in Nanoscale Capacitors. Adv. Mater. 21, 4911–4914 

(2009).
	33.	 Pintilie, L., Vrejoiu, I., Hesse, D., Le Rhun, G. & Alexe, M. Extrinsic contributions to the apparent thickness dependence of the 

dielectric constant in epitaxial Pb(Zr, Ti)O3 thin films. Phys. Rev. B B 75, 224113 (2007).
	34.	 Bell, J. M., Knight, P. C. & Johnston, G. R. Ferroelectric-electrode interactions. In Ferroelectric Thin Films: Synthesis and Basic 

Properties, editors Paz de Araujo, C., Scott, J. F. & Taylor, G. W., 93–134, Gordon and Breach Publishers (1996).
	35.	 Chai, F. K., Brews, J. R., Schrimpf, R. D. & Birnie, D. P. Profiling of electrical doping concentration in ferroelectrics. J. Appl. Phys. 82, 

2517–2527 (1997).
	36.	 Nguyen C. A. & Lee P. S. Capacitance-voltage measurement in memory devices using ferroelectric polymer. Proc. of SPIE Vol. 6037, 

60370S-1-8 (2005).
	37.	 Li, H. & Subramanyam, G. Capacitance of Thin-Film Ferroelectrics Under Different Drive Signals. IEEE T. Ultrason. F. 59, 

1861–1867 (2009).
	38.	 Kim, H.-S., Polla, D. L. & Campbell, S. A. Charge Trapping and Degradation Properties of PZT Thin Films for MEMS. MRS Proc. 

444, 161–166 (1997).
	39.	 Levanyuk, A. P., Strukov, B. A. & Cano, A. Background dielectric permittivity: Material constant or fitting parameter? Ferroelectrics 

503, 94–103 (2016).
	40.	 Tagantsev, A. K. The role of the background dielectric susceptibility in uniaxial ferroelectrics. Ferroelectrics. 69, 321–323 (1986).
	41.	 Hall, D. A., Ben-Omran, M. M. & Stevenson, P. J. Field and temperature dependence of dielectric properties in BaTiO3-based 

piezoceramics. J. Phys.: Condens. Matter 10, 461–476 (1998).
	42.	 Hall, D. A. & Stevenson, P. J. High field dielectric behaviour of ferroelectric ceramics. Ferroelectrics 228, 139–158 (1999).
	43.	 Zhang, S. et al. Giant Polarization Sustainability in Ultrathin Ferroelectric Films Stabilized by Charge Transfer. Adv. Mater. 29, 

1703563 (2017).
	44.	 Xi, Z. et al. Giant tunnelling electroresistance in metal/ferroelectric/semiconductor tunnel junctions by engineering the Schottky 

barrier. Nat. Comm. 8, 15217 (2017).
	45.	 Gerra, G., Tagantsev, A. K., Setter, N. & Parlinski, K. Ionic Polarizability of Conductive Metal Oxides and Critical Thickness for 

Ferroelectricity in BaTiO3. Phys. Rev. Lett. 96, 107603 (2006).
	46.	 Fong, D. D. et al. Stabilization of Monodomain Polarization in Ultrathin PbTiO3 Films. Phys. Rev. Lett. 96, 127601 (2006).
	47.	 Moret, M. P., Devillers, M. A. C., Worhoff, K. & Larsen, P. K. Optical properties of PbTiO3, PbZrxTi1−xO3, and PbZrO3 films 

deposited by metalorganic chemical vapor on SrTiO3. J. Appl. Phys. 92, 468 (2002).
	48.	 Watanabe, Y. Proper Permittivity for Depolarization Field in Perfectly Insulating Ferroelectric and Examination of Background 

Permittivity. Ferroelectrics 461, 38–43 (2014).
	49.	 Haun, M. J., Furman, E., Jang, S. J. & Cross, L. E. Thermodynamic theory of the lead zirconate-titanate solid solution system, part V: 

theoretical calculations. Ferroelectrics 99, 63–86 (1989).
	50.	 Sai, N., Rabe, K. M. & Vanderbilt, D. Theory of structural response to macroscopic electric fields in ferroelectric systems. Phys. Rev. 

B 66, 104108 (2002).
	51.	 Burns, G. & Scott, B. A. ‘Dirty’ Displacive Ferroelectrics. Solid State Comm. 13, 417–421 (1973).
	52.	 Frey, R. A. & Silberman, E. The Raman Spectrum of Ferroelectric PbTiO3. Helvetica Physica Acta 49, 1–11 (1976).
	53.	 Sun, L. et al. Phonon-mode hardening in epitaxial PbTiO3 ferroelectric thin films. Phys. Rev. B 55, 218–222 (1997).
	54.	 Baudry, L. & Tournier, J. Model for ferroelectric semiconductors thin films accounting for the space, varying permittivity. J. Appl. 

Phys. 97, 024104 (2005).
	55.	 Giannozzi, P. et al. Quantum Espresso: a modular and open-source software project for quantum simulations of materials. J. Phys. 

Condens. Matter. 21(39), 395502 (2009).
	56.	 Gonze, X. & Lee, C. Dynamical matrices, Born effective charges, dielectric permittivity tensors, and interatomic force constants from 

density-functional perturbation theory. Phys. Rev. B 55, 10355 (1997).
	57.	 Perez-Osorio, M. A. et al. Vibrational Properties of the Organic-Inorganic Halide Perovskite CH3NH3PbI3 from Theory and 

Experiment: Factor Group Analysis, First-Principles Calculations, and Low-Temperature Infrared Spectra. J. Phys. Chem. C 119, 
25703–25718 (2015).

	58.	 Robertson, J. & Chen, C. W. Schottky barrier heights of tantalum oxide, barium strontium titanate, lead titanate, and strontium 
bismuth tantalite. Appl. Phys. Lett. 74, 1168 (1999).

	59.	 Chen, F., Schafranek, R., Wu, W. & Klein, A. Formation and modification of Schottky barriers at the PZT/Pt interface. J. Phys. D: 
Appl. Phys. 42, 215302 (2009).

	60.	 Sze, S. M. Physics of Semiconductor Devices, 2nd ed. Wiley, New York, chap. 5 (1981).
	61.	 Pintilie, I. et al. Polarization-Control of the Potential Barrier at the Electrode Interfaces in Epitaxial Ferroelectric Thin Films. ACS 

Appl. Mater. Interfaces 6, 2929–2939 (2014).
	62.	 Pintilie, L. et al. Polarization induced self-doping in epitaxial Pb(Zr0.20Ti0.80)O3 thin films. Sci. Rep. 5, 14974 (2015).

Acknowledgements
The authors acknowledge the financial support of the Romanian Ministry of Research and Innovation through 
the project CEPROFER/PN-III-P4-ID-PCCF-2016-0047 (contract 16/2018, funded UEFISCDI) and the Core 
Program of NIMP. Publication fee from project 12PFE/2018.

Author Contributions
L.P. had the idea of the manuscript, designed the “static” C-V method, collected and analyzed the experimental 
data, and wrote the manuscript. C.C. and L.H. grew the samples and deposited the top electrodes. I.P. and G.A.B. 
have arranged the set-ups for electrical measurements, performed these measurements, and contributed to data 
analysis. R.N. had performed the TEM investigations. L.D.F. has performed some theoretical calculations and 
helped with the English language. All the authors have commented on the manuscript.

Additional Information
Supplementary information accompanies this paper at https://doi.org/10.1038/s41598-019-51312-8.
Competing Interests: The authors declare no competing interests.
Publisher’s note Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

https://doi.org/10.1038/s41598-019-51312-8
https://doi.org/10.1038/s41598-019-51312-8


8Scientific Reports |         (2019) 9:14698  | https://doi.org/10.1038/s41598-019-51312-8

www.nature.com/scientificreportswww.nature.com/scientificreports/

Open Access This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the Cre-
ative Commons license, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons license and your intended use is not per-
mitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from the 
copyright holder. To view a copy of this license, visit http://creativecommons.org/licenses/by/4.0/.
 
© The Author(s) 2019

https://doi.org/10.1038/s41598-019-51312-8
http://creativecommons.org/licenses/by/4.0/

	Low value for the static background dielectric constant in epitaxial PZT thin films

	Results

	Discussion

	Methods

	Samples. 
	Electric measurements. 
	Numerical calculations. 

	Acknowledgements

	Figure 1 (a) The voltage pulse sequence for the “dynamic” and “static” C-V: tdelay is the delay time between changing the dc voltage and measuring the capacitance in the “dynamic” mode tdc is the time for applying the dc voltage that sets the polarization
	Figure 2 (a) The “static” C-V characteristics for epitaxial PZT layers of different thicknesses (the measuring times are the same as in Fig.
	Figure 3 (a) The thickness dependence of the dielectric constant evaluated from C-V measurements performed at 100 kHz.




