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Abstract

We have examined the relative longitudinal flexural resonance frequency shift of a PMN-PT/tin
PEMS with a DC bias electric field, E, in humidity detection. We showed that the relative resonance
frequency shift could be enhanced by applying an E to the PMN-PT layer during detection. A
maximum enhancement of more than three times in resonance frequency shift was observed at E =
—6 kV/cm as compared to the resonance frequency shift without a bias field. The maximal relative
resonance frequency shift at E = —6 kV/cm was about 1000 times larger than could be accounted for
by mass loading alone.
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1. Introduction

A piezoelectric microcantilever sensor (PEMS) consists of a highly piezoelectric layer such as
lead zirconate titanate (PZT) or lead magnesium niobate-lead titanate (PMN-PT) bonded to a
nonpiezoelectric layer such as silica or tin. For biologicall=8 or chemical9 sensing, receptor
to a target analyte is immobilized on the sensor surface. Binding of the target analyte to the
receptor on the sensor surface changes the PEMS resonance frequency shift, which is monitored
for detection. Unlike silicon-based microcantilevers, the detection resonance frequency shift
of PEMS has been shown to be two orders of magnitude higher than could be expected by mass
change alone.179 A recent humidity detection study using PMN-PT-based PEMS indicated
that the two orders of magnitude detection sensitivity enhancement was a result of the Young’s
modulus change in the PMIN-PT layer due to non-180° polarization domain switching in the
PMN-PT layer.10 Meanwhile, a separate study showed that applying a DC bias electric field
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(DC field, E thereafter) to the PMIN-PT layer changed the Young’s modulus of the PMN-PT
layer.11 This indicated that the underlying polarization domain switching that caused the
observed Young’s modulus change may be controlled by a DC field and that one may use a
DC bias field, E, as a means to further enhance the resonance frequency shift of a PMN-PT
PEMS in detection. In this study, we demonstrated that the flexural-mode resonance frequency
shift of a PMN-PT PEMS can be further enhanced by applying a DC bias field in humidity
detection.

2. Experimental

The PMN-PT/tin PEMS used was 650+100 um long and 70050 um wide constructed from
an 8-um thick PMN-PT freestanding film12:13 bonded to a 6-um tin layer. The PMN-PT/tin
PEMS was fabricated and poled as previously described. 10:11 An optical micrograph viewed
from the top (gold) side of PEMS is shown as an insert in Fig. 1. The phase angle versus
frequency resonance spectrum measured with an electric impedance analyzer (Agilent 4294A,
Agilent, Palo Alto, CA) is shown in Fig. 1 where the phase angle, 6 = tan 1(Im(1)/Re(l)), was
the angle between the real part, Re(l), and the imaginary part, Im(l), of the complex electrical
impedance, I. Off resonance the PEMS behaved as a capacitor with 6 = —90°. At resonance,
the large mechanical vibrations induced a large piezoelectric voltage in phase with the input
voltage causing 6 to deviate from —90° With the Young’s modulus and density of PMN-PT
(tin) being Ep, = 80 GPa and p, = 7.9 g/cm? (E,, = 50 GPa and p, = 7.3 g/cm3), respectively.
The theoretically calculated 15t and 2" flexural-mode resonance frequencies of the PEMS4
are marked by the dashed vertical lines in Fig. 1. That the vertical lines coincided with the
peaks around 17 and 105 kHz indicates that they were the 15t and 2"d flexural resonance peaks.
The Q values were 60, 100 for the 15t and 2"d peaks, respectively where Q was the ratio of the
resonance frequency to the peak width at half the peak height.

For humidity detection, the PMN-PT/tin PEMS was placed in a sealed glovebox (Bel-Art
Products, Pequannock, NJ). The humidity detection experiment was carried out by measuring
the first-mode flexural resonance frequency of the PMN-PT/tin PEMS at various relative
humidity levels between 60% relative humidity (RH) and 30% RH with a DC bias electric field
ranging from —9 to 9 kV/cm. The temperature inside the glovebox was maintained at 23 +0.1°
C throughout the humidity detection experiments.10

3. Results and discussion

The flexural resonance frequency spectra at 30%RH, and 60%RH obtained at E =0 and E =
—6 kV/cm are shown in Fig. 2(a). Clearly, for the same RH, the resonance frequency was lower
at E = -6 kV/cm than at E = 0. Furthermore, the resonance frequency increased with a
decreasing RH as a result of desorption of water molecules from the sensor surface only that
the resonance frequency shifted much more at E = —6 kV/cm than at E = 0. To more closely
examine the effect of E on humidity detection resonance frequency shift, we carried out
humidity detection in the same 60-30% humidity range but with a different DC bias electric
field. In Fig. 2(b), we plot Af(E)/f(E) versus RH at various DC bias electric field E where f
(E) and Af(E) were respectively the resonance frequency at 60%RH and the difference between
the resonance frequency of a given RH and that of 60%RH measured with a DC bias electric
field, E. As can be seen, the magnitude of the slope of Af(E)/f(E) versus RH for most E#0 was
larger than that of E = 0. To better see the effect of E on Af(E)/f(E), we plot Afzq(E)/f(E) versus
E in Fig. 3(a) where Afsg(E) is resonance frequency shift from 60%RH to 30%RH with a DC
bias field, E. As can be seen, Afzg(E)/f(E) increased from about 0.25% for E = 0, to a maximum
of about 0.75% at E = —6 kV/cm and to about 0.45 % at E = 9 and 9 -kV/cm. Note that
Af3p(E)/f(E) at E = —6 kV/cm and that at 9 and —9 kV/cm were about 3 and 1.8 times the
Afzo(E)/f(E) at E = 0, respectively.
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For comparison, the relative resonance frequency shift due to the mass change of the PEMS
from desorption of water molecules was deduced using® (Afzg/fmass = —AM/2M where Am=
(Al 'sp+ Al )WL and M = (pptp+pnty)wL were the mass change and the mass of the PEMS with
Al'sp and A7'p, denoting the water molecule adsorption density change on the tin and gold
surface, w and L the PEMS width and length, and pp = 7.9 g/cm3 and th=8um(ph =739/
cm3 and t,, = 6 um) the density and thickness of the PMN-PT (tin) layer, respectively. The mass
density change on the tin surface and that on the gold surface from 60%RH to 30%RH were
Alsy = —1.3 and ATy, = —0.4 ng/mm?, respectively.1® The deduced (Af3p/fH)mass = 7.9%x1075,
which was 320 times too small to account for the observed resonance frequency shift of
2.5x1073 at E = 0 and about 1000 and 600 times smaller than the resonance frequency shifts
of 7.5x1073 at E = —6 kV/cm and 4.5x1073 at either 9 or —9 kVV/cm, respectively.

As shown earlier, the resonance frequency shift of the PMN-PT PEMS during humidity
detection was a result of the Young’s modulus change in the PMN-PT layer as a result of the
non-180° polarization domain switching.10 It is known that the relative dielectric constant of
a ferroelectric is sensitive to non-180° polarization domain switching.16:17 To examine if the
present DC-biased electric field enhanced resonance frequency shift was due to enhanced
non-180° polarization domain switching in the PMN-PT layer, we measured the relative
dielectric constant, ¢, as a function the DC bias electric field, E. Figure 3(b) shows Ag(E)/e
versus E where Ae¢ (E) = ¢(E) — ¢ and ¢ and ¢(E) are the dielectric constantat E=0an E # 0,
respectively. As can be seen the relative dielectric constant changes with E. From Ag(E)/e
versus E plot in Fig. 3(b), four regions of behavior may be inferred. In Region | (0 <E <5 kV/
cm) Ae(E)/e exhibited little change indicating minimal non-180° domain switching in this
region. A schematic of the polarization configuration representing region | is shown in | of
Fig. 3(c). The minimal change in Afzg(E)/f(E) in region | is consistent with the observed little
change in Ag(E)/e in this region. When E > 5 kV/cm, Ae¢(E)/e decreased sharply due to the
switching of the in-plane polarization to the direction of the electric field parallel to the
polarization. A schematic of Region Il is shown as Il of Fig. 3(c). For —6 k\V/cm < E <0 (Region
I11), Ae(E)/e increased with a negative DC bias electric field, indicating that under a negative
DCfield, i.e., electric field whose direction was opposite to the polarization some of the initially
vertical polarizations switched to an in-plane direction instead of switching directly to the
negative field direction as schematically shown in 111 of Fig. 3(c). For E < —6 kV/cm (Region
IV), Ae(E)/e decreased with an increasing negative DC field, indicating that switching of in-
plane polarization to the negative field direction as schematically shown in IV of Fig. 3(c).
From Figs. 3(a) and 3(b), one can see that the higher Afzg(E)/f(E) values at —6 kV/cm <E <0
(Region 111) was related to the increased in-plane polarization population in this range. The
increase in in-plane polarization due to a negative DC field increased the “switchability” of
the polarization domains® thereby enhancing the resonance frequency shift in the presence of
a negative DC field in Region I11. Note when the magnitude of the DC field was large enough
such as in regions Il and IV the DC field coerced the polarization into the field direction, which
also enhanced the relative resonance frequency shift even though the effect was not as high as
that at E = —6 k\V/cm. Note that the polarization in region Il was not saturated yet. Both the
direction and the magnitude of the polarization could further change with field due to the fact
that the PMIN-PT was on a rhombohedral (R)-tetragonal (T) morphotropic phase boundary and
that more switching between the R phase to the T phase occurred in this region to result in a
high Afso(E)/f(E).

4. Conclusions

In summary, we have investigated the relative flexural resonance frequency shift of a PMN-
PT/tin PEMS in humidity detection with a DC bias electric field. It is shown that the relative
flexural resonance frequency shift can be enhanced by applying a DC bias electric field to the
PMN-PT layer during detection. The maximum enhancement occurred at a DC bias electric
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field of —6 kV/cm where the negative DC field began to switch the in-plane polarization to the
field direction. That the detection flexural resonance frequency shift was enhanced by a DC
bias electric field further confirmed that the detection flexural resonance frequency shift of the
present PMN-PT PEMS was due to the Young’s modulus change in the PMN-PT layer induced
by the polarization orientation switching in the PMN-PT layer. The DC-bias-field-enhanced
relative resonance frequency shift at —6 k\/cm was 0.75%, about 1000 times what could be
accounted for by mass loading alone.
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Fig. 1.
Phase angle versus frequency flexural resonance spectra of the PEMS. The insert is an optical
micrograph of the PEMS.
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Fig. 2.

(a) Phase angle versus frequency resonance spectra at various RHs with E = -6 kV/cm and
E =0, and (b) relative resonance frequency shift Af(E)/f(E) versus relative humidity at various
E. The lines are only to guide the eye.
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(a) Afzg(E)/f, (b) Ae(E)/e versus E and (c) schematics of the polarization orientation switching
in regions I, 11, 111, and 1V of (a) and (b).

Sens Actuators B Chem. Author manuscript; available in PMC 2010 April 24.



