W CORA =

g/ﬁ%

Title Pyroelectric effect enhancement in laminate composites under
short circuit condition
Authors Chang, H. H. S.;Whatmore, Roger W.;Huang, Z.

Publication date

2009

Original Citation

Chang, H. H. S., Whatmore, R. W. and Huang, Z. (2009)
‘Pyroelectric effect enhancement in laminate composites under
short circuit condition’, Journal of Applied Physics, 106(11),
114110 (10pp). doi: 10.1063/1.3264623

Type of publication

Article (peer-reviewed)

Link to publisher’s
version

http://aip.scitation.org/doi/10.1063/1.3264623 - 10.1063/1.3264623

Rights

© 2009, American Institute of Physics. This article may be
downloaded for personal use only. Any other use requires prior
permission of the author and AIP Publishing. The following article
appeared in Chang, H. H. S., Whatmore, R. W. and Huang, Z.
(2009) 'Pyroelectric effect enhancement in laminate composites
under short circuit condition’, Journal of Applied Physics, 106(11),
114110 (10pp). doi: 10.1063/1.3264623 and may be found at http://
aip.scitation.org/doi/10.1063/1.3264623

Download date

2026-01-18 03:48:19

[tem downloaded
from

https://hdl.handle.net/10468/4749

University College Cork, Ireland
Colaiste na hOllscoile Corcaigh



https://hdl.handle.net/10468/4749

Pyroelectric effect enhancement in laminate composites under short circuit condition

H. H. S. Chang’ , R. W. Whatmore, and Z. Huang

Citation: Journal of Applied Physics 106, 114110 (2009); doi: 10.1063/1.3264623
View online: http://dx.doi.org/10.1063/1.3264623

View Table of Contents: http://aip.scitation.org/toc/jap/106/11

Published by the American Institute of Physics

0 I Journal of -
- 1 pl e hyS - " Publish your research in the
Joumnal of Applied Physics

Save your money for your research.
I's now FREE to publish with us -
no page, color or publication charges apply. physics history.

to claim your place in applied



http://oasc12039.247realmedia.com/RealMedia/ads/click_lx.ads/www.aip.org/pt/adcenter/pdfcover_test/L-37/949446391/x01/AIP-PT/JAP_ArticleDL_050317/PTBG_instrument_1640x440.jpg/434f71374e315a556e61414141774c75?x
http://aip.scitation.org/author/Chang%2C+H+H+S
http://aip.scitation.org/author/Whatmore%2C+R+W
http://aip.scitation.org/author/Huang%2C+Z
/loi/jap
http://dx.doi.org/10.1063/1.3264623
http://aip.scitation.org/toc/jap/106/11
http://aip.scitation.org/publisher/

JOURNAL OF APPLIED PHYSICS 106, 114110 (2009)

Pyroelectric effect enhancement in laminate composites under short circuit

condition

H. H. S. Chang,® R. W. Whatmore,? and Z. Huang’
Deparlmenl of Materials, Cranfield University, Bedfordshire, MK43 OAL, United Kingdom
Tyndall National Institute, Lee Maltings, Prospect Row, Cork, Ireland

(Received 16 January 2009; accepted 24 October 2009; published online 9 December 2009)

The pyroelectric coefficients of laminate composites under short circuit condition have been
investigated by analytical modeling and numerical simulations. Indicators for various pyroelectric/
non-pyroelectric material pairs that can be utilized to determine their pyroelectric coefficient
enhancement credentials have been identified. Six pyroelectric materials were paired with six
non-pyroelectric/elastic materials and their pyroelectric coefficient enhancement potential and figure
of merit for efficiency were investigated. The best performing partnership out of the 36 pairs was
lead zirconate titanate (PZT5H)-chlorinated polyvinyl chloride thermoplastic (CPVC) for thickness
ratios (R) below 0.09 and PZT5H-zinc for R larger than 0.09 with both demonstrating total
pyroelectric coefficient of approximately —20 X 107 C m~2 K~! at R=0.09, which corresponds to
approximately 300% increase in the coefficient. PZTSH-CPVC also showed maximum of 800% rise
in the pyroelectric coefficient while figure of merit for efficiency indicated up to twentyfold increase
in its electrical response output per given thermal stimuli when compared to that of PZT5H by

itself. © 2009 American Institute of Physics. [doi:10.1063/1.3264623]

I. INTRODUCTION

The pyroelectric (PY) effect describes a change in the
charge density of a material upon thermal stimulus, which
can occur in any material with a polar symmetry. Its appli-
cations range from thermal radiation detection to fire alarms,
intruder detection, and thermal imaging. The pyroelectric co-
efficient (PY coef.), usually measured at constant stress pT B
consists of the primary PY coef. at the constant strain pSF
and the secondary PY coef. arising from strain,’

TE_ SE_ (EO.EO TE
Pm =Pm +dnaCij &ij (1)

. E,O - .
Here, d% is the piezoelectric constant, Cijia 18 the elastic

stiffness, afE is the thermal expansion coefficient, E is the

electric field, and © is the temperature. Notice the use of
Einstein summation convention which is used throughout
this article along with Voigt notation.

A number of researches on the secondary PY coef. can
be found in the literature.”> For instance, the effect of a
substrate on PY thin films, arising from thermal expansion
mismatch, has been investigated extensively by various
researchers.””’ Generally speaking, for perovskite-based
ferroelectric materials the product term dto cﬁk? aEE is
much smaller than the primary term p>F and hence the effect
of this mismatch is expected to be rather limited.*” The pos-
sibility of utilizing secondary PY effect to enhance the total
PY coef. was researched by Newnham et al® and Nan.’
Their works led to the development of various composites
with superior mechanical flexibility accompanied by good
PY perforrnances.l(H4 They concluded that in most cases
due to the small hydrostatic piezoelectric effect, arising from
cancellation between coefficients of opposite signs, the
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enhancement available through the secondary contribution is
rather limited.

In our previous communication, we reported a substan-
tial PY coef. enhancement in laminar stainless steel/lead zir-
conate titanate (PZT)/stainless steel structures.'> With both
experimental observation and theoretical prediction demon-
strating PY coef. enhancements of more than 100%, we at-
tributed this large enhancement to dissimilar signs of the
piezoelectric coefficients of PZT and the exploitation of this
particular symmetry through deployment of 2—2 connectivity
configuration, where externally exerted strains by the non-
pyroelectric (NP) elastic layer, namely, stainless steel, are
transferred through in two axes resulting in cumulative pi-
ezoelectricity arising from three separate axes owing to Pois-
son effect.

This dissimilarity in piezoelectric coefficient signs also
results in small hydrostatic piezoelectric effect, which in turn
lead to the previously held belief that for materials such as
PZT the expected gain in PY coef. through its secondary
effect would be rather limited.**° As our research so far
seems to suggest to the contrary, we believe this employment
of 2-2 connectivity configuration in pyroelectricity requires
further exploration, which could potentially uncover PY
coef. enhancements of even greater proportions.

At the outset in Sec. II, we first examine the theoretical
and mathematical background behind this subject by apply-
ing thermodynamic and plate theory, results of which are
presented in later section with the use of Mathematics pack-
age MAPLE 9.50."® In order to analyze the effects of increased
thermal mass due to the introduction of NP elastic layer, we
also define a quantity termed efficiency and utilize it to as-
sess the trade-off between increased thermal mass and PY
response by defining a figure of merit for efficiency.

Section III consists of a brief introduction to the materi-
als considered for our simulation. This should clarify the

© 2009 American Institute of Physics
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reasons behind the choice of our materials, illustrating vari-
ous relevant properties they possess. The outcomes of the
ensuing mathematical simulations and corresponding conclu-
sions are demonstrated in Secs. IV and V.

Il. GENERAL THEORETICAL ANALYSIS

A. Pyroelectric coefficient under short circuit
condition

To enable the mathematical model to describe our en-
hancement, a more general case of the above expression (1)
needs to be derived from the thermodynamic principles since
the final configuration will consist of a PY material attached
to a thermally active NP material, which will then exert
“thermally motivated external” stress onto the PY material.
This implies previous model for PY coef. given by Eq.
(1)1 does not supply sufficient enough description of
the mechanisms behind our desired effect. So, we derive the
expression for the PY coef. (p;) from its fundamental
definition;'? p;=APg;/ AO@=dPg;/d0, i=1...3, where dPg; is
the change in spontaneous polarization vector’s component
in i-direction, d® is the change in temperature, APg; is the
dipole moment per unit volume, i.e., spontaneous polariza-
tion, in i-direction, A® is the uniform temperature change,
and p; is the PY coef. in i-direction. Also, D=g,E+P in any
dielectric material and P=Pg+Py,4 in piezo- or PY materials
with Py g=g¢ Xe E* implying D=¢, &, E+Pg and hence
Pg;=D;-g((&,);E;. Therefore for short circuit condition (dE;
=0),

p; = dPg/d® = dD;/dO, (2)
where P is the total polarization, Pg is the spontaneous po-
larization, D is the electric displacement, E is the electric
field (intensity), Py, is the induced polarization owing to E,
X.=¢&.-1 is the dielectric susceptibility, I is the identity
matrix/vector, g, is the permittivity of free space, and &, is
the relative dielectric constant.

Now, define Gibbs free energy, G, of a piezoelectric
crystal as™'® G=U-S;T};-D,E,~d® where i,j,k,I,m,n
=1...3. Also defining the temperature, stress, and electric
field as the independent variables, we have G=G (Tij ,E.,,0)
and assuming constant external electric field (i.e., dE,=0 for
all n) for short circuit condition,

dSIJ = (0Sij/aTkl)E,@)dil + (ﬂSij/&En)Tq@dEn
+ ((981_]/19®)T’Ed®
= (&Sij/aTkl)E,@dil + ([981]/(9®)T’Ed® 5

dDm = ((7Dm/(9Tk1)E’®dil + (&Dm/éEn)T’@dEn
+(dD,,/d0)1 gdO
= (&Dm/ﬂTkl)Eq@dil + ((9Dm/(9®)T,Ed® N

which 1mplles diI: (08lJ / oVTkl)E}@)[dSIJ - (5SU/ &®)T,Ed®]
and hence

dD,, = ((7Dm/(7Tk1)E,(~)(<9Sij/f7Tk1)E,1(~)[dSij
= (3S90)1 gdO] + (dD,/IO) 1 pdO. (3)
From Egs. (2) and (3) we get

J. Appl. Phys. 106, 114110 (2009)

dD,,
=" _ (4D, /30
p 10 ( ITE
- (aDm/&Tkl)E,G)(asij/aTk])E,l(ﬂ[(aSij/a)T,E

0 O ds;;
- dSU/d(’D] = PLE - (di’lgl))(sgl’((l)) ! [aT’E - _‘l:|

LIS (C)
ds;
=P~ (D (i [a5~E - @1} , “)

where p,, is the PY coef., sﬁl’f is the elastic compliance at
constant temperature and electric field, and dSij is the total
strain experienced by the PY material.

It is evident from Eq. (4) that larger the strain the NP
component can exert on PY component and greater the pi-
ezoelectric coefficient of the PY material, bigger the change
in secondary contribution. This leads to the conclusion that
stiffer NP material with greater disparity in thermal expan-
sion coefficient («) with that of PY and more compliant PY
material with high piezoelectric coefficients would be desir-
able.

B. Force balance equation and its solution

Plate theory23 and force balance equations were used to
elicit the strain NP can exert on PY. As the system is sym-
metrical about the 1-2 plane, two layer plate theory should
present a good approximation to our three layer case. From
the generalized Hooke’s law for orthotropic materials™ with
the assumptions of the Kirchhoff plate conditions,* i.e., only
S1, Sy, S5, and Sy are non-zero (but T;=T,=Ts=0), and that
the shear stress in 1-2 plane, i.e., T¢=7, is negligible, the
total strain experienced by PY can be derived.

1. Solving the force balance equation

In general, any solid material has the following elastic
relations between the strain (S;) and stress (Ty): S;
:EE=lsjka and Tk=2j6=lckjsj. However the Kirchhoff plate
conditions and our assumption on the shear stress in 1-2
plane implies we only need to consider S; for j=1...3 and Ty
for k=1...2. Hence, Sj=2ﬁzlsjka and Tk=2leckjsj.

Using force balance law at the interface we get the force
balance equations parallel to i-axis as

0= PYI_—;1 + NPF1 — PYF2 + NPF2 — PYTIPYAI + NPTINPAI

— PYTZPYA2 + NPTZNPAz

3

PY. PYq [PYA . NPT NP -

=>0=|:2 Cjj Sj] A+ T A fori=1...2
J:

(5)

where A;=surface area perpendicular to i-axis and F;=force
acting perpendicular to A; and along the i-axis.

Now, for NPTk for k=1...2, in general the stiffness ma-
trix of a NP material is unknown, therefore we use general
plate theory:
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NPSI 1/E1 - V21/E2 - V3]/E3 NPTI
NPSZ =\ - VIZ/EI 1/E2 - V32/E3 NPTQ
NPS3 - V13/E1 - V23/E2 1/E3 NPT3 = 0

=SNT =B (S, + vy VS)/(1 - vy ) =X, NS,

+X, s,

NPT, =B, (YSy + vy, NS)/(1 = vy ) = Y NS,
+ Y2 NPSZ

where X =E/(1-vyvyp), Xo=Evy/(1-vyvp), Y,
=E,v15/ (1-vy1v)5), and Y,=E,/(1-vy,vy5).
Therefore, Eq. (5) becomes

[ 3
| j=1

[ 3
0= 2 PYCszYSj PYA2 + [Y] NPS] + Y2 NPSQ]NPAQ.
L j=1

(6)
Also, the strain in three direction can be expressed as
PYS3 =83, T; + 83T, =s3(cy PYSl +Cp PYSz +Ci3 PYS3)
+535(C PYSl +Cx» PYSz +Co3 PYS3) =[(ss1c1y
+832C21) 7S+ (831¢ 10+ 53220) VS, I 1 = (s31¢43
+53023)]="YALTYS + PYALYS,,
where

PY
Ay =(s31¢11 +532¢21)/[1 = (s31€13 + 832¢23) ] and

PYAp = (s31¢12 + 530620)/[ 1 = (83,€13 + 832¢03) . (7)

The dimensions for each material at each temperature state to
be considered are (henceforth in this section all the expres-
sions are true for j=1...2 unless stated otherwise):

Case (a). This is the initial state of the composite (at
initial temperature ©,): P Yl;,P YA},NP IJ,NP AJ!.

Case (b). Composite is not bonded; however, the thermal
expansion has taken place separately for each PY and NP
material (initial state for force balance equation where tem-
perature has been raised to the required higher level, 0,):

! ! ! ! ’
PY IJH,PY AJH,NP IJH,NP A_]H N PY 1}[ — PY]}(I + PYajd)

and Y11= NP(1 + Y yd@). (8)

Case (c). This is the actual final state of bonded compos-
ite which is at equilibrium (final state for force balance equa-
tion with temperature still at the higher level, ©,):

! ’
PYIH’PYAH’ NPIH’NPAH — MIH(PY 111’ NP IH) < PYIH — NPIH
J J ] J J J J J
’ ’
< Max(PY'IILN), )

Solving of the force balance equation is required to obtain
these lengths at equilibrium (i.e., final lengths for the bonded
samples). Once the force balance equation is solved, the re-

J. Appl. Phys. 106, 114110 (2009)

sulting expressions will lead us to the final strain terms aris-
ing from the interaction between the two constituents.

In order to acquire strain expressions for the force bal-
ance equation (Note: PYSJ» and NPSj in force balance equation
are when PYIJH and NpljH are achieved.) at ©,, force balance
must occur: initial state for force balance equation [Case (b)]
EPY,IJ-H,NPIIH, final state for force balance equation [Case
(c)] EPYle ,JNPl}IzLjII (NB: since bonded, PYl}zNPlezL} as
well).

From Eq. (8) the strains in terms of lengths: PY,I}I

=LI(1+" 2d®) and "'1'=Li(1+ " 0d®)

= Strains at final state are

S = [Li' - Li(1 + ™ eyd @) [L{(1 + " yd0)]
and
¥S; =L - Li(1 + " ayd®)V[LI(1 + " a;d®)].  (10)

Before solving the force balance equation, we require an-
other relationship between PYSj and NPSj. Solving Eq. (10)
for LJH:

=L = (S + DL(1+ 7 9d®) = (s, + DLi(1
+ Npajd)

Prg s+ D1+ de)
. (1 + PYCde@)
_ NPSJ(l + NPajd®) + (NPaj - PYCYj)d@
- (1+"qd®)

and

g _ (Y + D(1 + ™Y yd®) ~
! (1 + NPCde@)
P81+ M ayd®) + (M - " ay)dO
- (1+ P ad®)

(11)

Now, substituting Eq. (11) into Egs. (6) and (7):
=0=[c;; 7S +cpp VS, + €13 PYSa]pYAl +[x, s,

+X, NPS, VA,
=PYA1[011 PYSl +Cpo PYsz + C13{PYA1PY51 + PYAszsz}]

PYsl(l + PYa'ld®) + (PYal - NPal)d®
(1 + NPoqd@)

PYSz(l + PY(l’zd@) + (PYCYZ - NPCYz)d@

(1 + NPC(zd@)

+NPA1[X1

+ X,

=0y, 7S+, TSy + MA X Ty + X, 1)

and 0= [C21 PY51 +Cyp PY52 +Cyx3 PYS3]PYA2 + [Yl NPS]

+Y, NS, 1VPA,

PY PY PY PY, PY PY, PY
=" Agfcy TSyt TSoteps{ TATTTS + AL TS,
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PYSI(l + PYald) + (PYal - NPal)dG)
(1 + NPa1d®)
PYSz(l + PYCde@) + (PYa’z - NPC(z)d@
(l + NPCde@)

+NPALL Y,

+Y,

=0y 7S+ Q) TSy + N ALY Ty + Yol'no), (12)

where F]1=(1+PYald®)/(1+NPa1d®), F]2=(1
+PYa2d®)/(1 +Npa2d®), F21=(PYa1—NPal)d/(1
+NPa1d®), F22=(PYa2—Npa2)d®/(1+Npa2d®), Q]l

={"A (e e TAD+NA X Qp={""A(cp,

J. Appl. Phys. 106, 114110 (2009)

+Ci3 YA +NPAXOT o, O ={"Ax(cy +Co3 PYAY)
+M ALY Ty} and Qpp={"Ax(cortcas TYA) + ALY, ).

It must be noted that PYAJ» and NPAj (for all j=1...3) can
also be expressed in terms of PYSj (j=1...3). However, this
will destroy the linearity of this force balance equation and
introduce unnecessary complications. Therefore, it is as-
sumed that the areas remain constant even after the linear
thermal expansions in all three directions. Hence, "YA,
=L,"t, PYA,=L,"t, YA ,=L,™t, and “A,=L,"t when
PYII:NPLI:LP PYIE:PYL and NP112 NP

PYg, and

Solving the force balance Eq. (12), in terms of
PYS,, we obtain following expressions:

Y8y = [NPA 1 Q0{X Ty + XoT ot = NPALQ (Y oy + Yo V[Q 100, — Q001

Y8, =[MAQ (Y Ty + Yol = NPA 1 Qy {X0 Ty + Xl 0100, — 00441,

F‘YS3 — F’Y/\IPYS1 + PYAQPYSZ —

NPAXG Ty + XD (YA Qg = YA 05) + N ALY Ty + Yol (TYAL Q- TYA Q)

lll. CORRECTION FOR THE STRAIN EXPRESSIONS
BEFORE THEY CAN BE APPLIED TO THE
PYROELECTRIC COEFFICIENTS

Although we now have the solution for the force balance
equation, we must remember that the strain expressions in
the force balance equation have different lengths at their ini-
tial state [Case (b)] when compared to the strain expression
in the PY coef. [Case (a)]. We compensate for this by setting
ds; (strain expression to be substituted into the PY coef.) as
the strain with the initial state at " 1!'="1'=L! However,
P YSJ- in force balance equation is the strain with the initial

state at ™ 1'=LI(1+" qd®) # N 1'=L](1+ ;@)
I I I PY I I
=dsj=(LI'-L)/L} and P'S;=[L{'-L{(1
+ Yoy d®)V[Li(1 + " ;d®)]

=after equating for L}I,we get
~dS; =[S+ DIL{(1 + " qyd®)} - LiVL; = (7S + 1)
X(1+™ad®) -1 for all j=1...3. (14)

One can now evaluate the PY coef. of any 2-2 connectivity
laminate composites by substituting Eqs. (13) into (14) and
then putting the resulting expression into Eq. (4).

IV. SIMPLIFIED EXPRESSION FOR THE STRAINS
EXPERIENCED BY PY MATERIALS

We can also simplify the strain expression in Egs. (13)
and (14) further by considering the symmetry of our PY

Q1205 = Q0
(13)

materials. Due to limited information available and with the
aim of simplifying our mathematical model, the following
assumptions are made. For PY material, s;3=853, C;;=Cn0,
C13=Cyy, and co3=cy;; for both PY and NP material, "o
=", "a="q; for all j=1...3 and Y=E,=E,, and v
=Vp=r.

Applying these assumptions to Egs. (6), (7), and (12):

=X, =Y,=Y/(1-v%), X,=Y,=Yw(l -1,
F=Tp=0+"ad®)/(1 +ad®),

[y =Tyn=a-""a)d0/(1 + ¥ adO),

PYAI = PYAz =sp3(c +ep)/(1=2sy3¢3) = A,
Q= {"A (cqy +c3A) + YA X Ty ),

Qo ={"A (cpp+cp3A) + VA X,

Q= {"Ay(cip+c13A) + “AXT ), and

Qo ={"As(cy +ci3A) + VW AX T )

Now, substituting above stated relations into Eq. (13) along
with PYA =L,"t, PYA,=L,"'t, "A,=L,"t, and A,
=L,t, we attain the following expression:

1- cip+c
ﬁPYslzPYSzz(NPOZ_pYa)d@/{( V)( 11+Cp )
Y 1—2513C13

X(1+MadO)R + (1 + PYad)] and
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PYS3 — PYAIPYSl + PYAzPYs2 =2A PYSl

_ 2si3(cii+cn) | np
=l— |
1=2sy3¢q3
1- +
_PYa)d®/{( V)( nrtn )(1+Npad®)R
Y 1—2813013

Y(l — 25]3C13)(1 + PYa’d@)(NPa' - PYa)d@

J. Appl. Phys. 106, 114110 (2009)

+(1+Yado) |. (15)

In order to obtain the strain expression to be substituted into
the PY coef. expression, substitute Egs. (15) into (14) to
obtain

d™s,=d"™s,=

2YSI3(C11 + Clz)(l + PYCYd@)(NPa - PYa)d@

+™ad® and

(1 - V)(Cll + CIZ)(l + NPCVd@)R+ Y(l —2513013)(1 + PYad@)

d™s;=

where Y and v are the Young’s modulus and Poisson’s ratio
of NP, respectively, s;; is the elastic compliance of PY, ¢;; is
the elastic stiffness of PY, and R is the thickness ratio of PY
to NP layers.

Substituting Egs. (16) into (4) yields the PY coef. of our
structures, depicting the performance of our enhancement. It
must be noted that although Egs. (4), (13), and (14) are ap-
plicable to any PY material universally, Eqs. (15) and (16)
are simplified forms of the solution with certain assumptions
of symmetry on the PY material, which all but one, namely,
poly-vinylidene fluoride (PVDF), PY materials explored in
this article suffice. For PVDF we implemented the full solu-
tion to the force balance Egs. (13) and (14), the conse-
quences of which are elucidated in later sections.

A. Thermal mass and efficiency

Although thermal mass should not be a major concern
where an abundant heat energy source exists nearby the PY
application, such as in some energy harvesting applications,
for others this could play an integral part as the measure of
performance.25 Therefore, we define a measure termed “Ef-
ficiency (Eff)” and use it as a measure of how efficiently our
PY structures convert heat energy into electricity. Eff
=Polarisation change due to PY effect/thermal energy input
=APg/(Vol X ¢y X AB)=p;A0/(Vol X ¢, X AD)
=ps/(Vol X ¢c,,)) measured in C m™ J~!, where APy is the
polarization change, Vol is the volume, c,, is the volumetric
heat capacity, and p; is the PY coef.

Total thermal energy input of the whole composite
=arithmetic sum of each constituent’s Vol X ¢, X AO
Hence, “"Eff=efficiency of a composite

_ )

" Total thermal energy input

~ (Comp3)A® ~ (Comp3)

- {z[(\/ol)i X (cvol)i]} X A® {z[wol)i X (cvol)i]}’

(17)

+
(1 - V)(Cll + Clz)(l + NPad@)R + Y(l —2513C13)(1 + PYad@)

PY 2do, (16)

where “°™ denotes “composite” and ( ); stands for “of the ith
constituent”.

With Eff, we can quantify the ratio of electrical energy a
material can produce given a unit of thermal energy. Since
we only consider 2-2 connectivity structures, we assume all
constituents of the structure to have the same length L and
width W. As the PY coef. is dependent on the thickness ratio
between PY and NP materials (R), it would make sense to
have R as the independent variable. In order to derive the
efficiency comparison expression, let t; be the total thickness
of all the constituents added together; t;=""t+"t and R
=PYe/ NP PYe=t;R/(R+1) and Mt=t;/(R+1). Substituting
into Eq. (17),

Com _ (Comp3)
Eff =
[E((VOI)I X (Cvol)i)]
i
P(R)
LW PYCvolt3R i NPCV01t3
R+1 R+1
_ PR)
T LW ’
ﬁ[PYCVOIR + NPCVO]]

where PYt is the thickness of PY, NPt is the thickness of NP,
p(R) is PY coef. as a function of R, and *¥c,; or Ve, is the
volumetric heat capacity of PY or NP.

One can now make a comparison between a PY material
by itself and its 2-2 connectivity composite. The simplest
way to do this is by ratio. Hence, we define a figure of merit
for efficiency by Foy="""Eff/ "YEff, where "YEff denotes the
efficiency of the pure PY material. Depending on the appli-
cation, we have derived two different expressions for Fg.

(a) First is the ratio between the same total volume of PY
material and 2-2 connectivity composite, namely, Fi,
which will result in the ratio between a 2—2 connectiv-
ity composite and a PY material with the same thick-
ness as the total thickness of the composite (this means
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TABLE I. PY materials assessment.

J. Appl. Phys. 106, 114110 (2009)

PZT-5H PZT-5A BTO PVDF
Young’s modulus (X10° Nm™2) 134.0 147.0 275.1 3.6
dcl (Cm™) —15.879 —11.337 —2.690 0.0355
de2 (Cm™) —15.879 —11.337 —2.690 0.0004
de3 (Cm™) 16.002 8.464 3.660 —0.0176
Primary PY coef. (X10™* C m™2 K —4.527 —2.432 —1.382 —0.265
Secondary PY coef. (X10™ C m™2 K™') —0.473 —0.568 -0.618 —0.009
PY coef. Before enhancement (X10™* C m2 K™!) —5.000 —3.000 —2.000 —0.274
Largest PY coef. after enhancement at R=0.2 (
X10™* Cm2 K™ —18.7 —11.5 —3.40 —0.301

the thickness of the PY material used in the composite
is thinner than the stand alone PY material). Assume
the total volume for both cases to be t;LW:

o CMERF CMpy/[(MYeyoR + ey o) GLW/R + 1)]
B (LW ey)
Comp3PYCvol[R + 1]

= , (18)
PYP3[PYCvolR + NPCvol]

where PYp; is PY coef. of PY material.

If Fi;>1, then this denotes an improvement in the
thermal-to-electrical conversion efficiency compared with
that of pure PY material, while Fi;<1 implies an inferior
conversion performance. Since both the composite and the
PY material are of the same volume, this ratio will indicate

an improvement as long as FYc,;>c ., and “©™py>FYp,.

(b)  Another ratio is between a PY material and a compos-
ite with the PY material of the same thickness. Since
PYt=t;R/(R+1), we have

Eb = COMEff/PYESf
ComPS/[(PYCvolR + NPCvol)tSLW/(R + 1)]
Yy (PHLW e, )

M /(MY eyoR + Mo ) LW/R + 1)]
[(R+ /(R pa)/ (LW ey )]

Com

PY
P3 CVOIR

= PY_ [PY NP :
p3l cvoR + eyl

(19)

Once more, F2.> 1 signifies rise in efficiency. However, in
this case the enhanced PY coef. and augmented thermal mass
due to the additional mass of NP material means there is a
tradeoff between the increased efficiency from the enhanced
PY coef. and the decrease from the additional thermal mass.

V. VARIOUS PY AND NP MATERIALS CONSIDERED

Six different PY and NP materials were paired and ana-
lyzed for their enhancement potentials with their extreme
thermal expansion coefficients/material stiffness, and/or pi-
ezoelectric coefficients in mind. The PY materials investi-
gated are PZT, such as PZT-5H and PZT-5A, barium titanate
(BTO), PVDF, and lithium tantalate (LTO) and lithium nio-
bate (LNO) for their deployment in applications such as PY
X-ray ge:ne:ration27’28 and electron accelerators.” The analysis

on LTO and LNO will mainly be dealt in our other
publicati0n30 since their application utilizes PY coef. under
open circuit condition.

Expression (4) is the general PY coef. for any PY mate-
rial under strain. With the symmetry of our particular choice
of PY materials (again, this excludes PVDF) in mind, Eq. (4)
can be simplified further to

3

ds;
TE _4E0 EO® , EO\ TE
p3=p3" —d3j |:(C1j + G N & —

j=1 ] _d®
’ ds
-d5® [cﬁj’@ ajT*E—%l ] (20)
j=1

When Eq. (20) is evaluated for a typical PZT, e.g.,
PZT-5H,*"* the sums of d&o cgl’((f) terms for each direction,
i.e., corresponding to dS; or dS, and dS;, termed dcl or dc2
and dc3, are dcl=dc2=-15.9 and dc3=16.0 C m~2. This
implies that positive strains in 1 and 2 directions accompa-
nied by a negative strain in 3 direction would lead to a larger
negative secondary contribution, resulting in the greatest PY
coef. enhancement. The best configuration for this require-
ment is a 2-2 connectivity laminate since, with increasing
temperature, it can lead to PY material’s strains in 1 and
2-axis being positive while strain in 3-axis becomes negative
as a consequence of Poisson effect.

These dcl, dc2, and dc3 values are the main indicators
of potential PY coef. enhancement. Similar analysis on our
PY materials are presented in Table 1.

As depicted in Table II, PVDF has rather anisotropic
thermal expansion behavior due to its uniaxial orientation
with very large thermal expansion coefficients. Although the
minute size of Young’s modulus suggests potential for high

TABLE 1II. Thermal coefficients of various PY materials (units: -a;
X107% m m™' K~'-c,;; X10° Jm™3 K71).

PZT-5H PZT-5A BTO* PVDF
ot 3.0° 4.0° 15.7 1359
af 3.0° 4.0° 15.7 145°¢
af 3.0° 4.0 6.2 80°
Cool 3.15°¢ 3.15°¢ 3.19 23"

“Reference 46.
PReference 38.
“Reference 34.
dReference 45.

‘Reference 48.
‘Reference 39.
Reference 49.
"Reference 50.
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TABLE III. Material properties of NP materials (units: -a; X107 mm™ K'-c,o; X10° Jm= K-1-Y;

x10° Nm™2-»; no unit).

St* PTFE" CPVC® FNIAN Zn°f Invar362"
o 14.4 79.0 80.0 24.3 30.2 1.0
Cool 391 0.72 1.40 2.40 277 5.15
Young’s modulus (Y) 193 0.5 3.15% 73.1 108 141
Poisson’s ratio (v) 0.30 0.46 0.27 0.33 0.25 0.26

“Reference 35.
PReference 51.
“Reference 52.
dReference 40.
“Reference 53.

enhancement, it in fact also leads to extremely small dcl,
dc2, and dc3 values which result in diminutive secondary
contribution. The sum terms dcl, dc2, and dc3 also have
opposite signs to that of PZTs insinuating that for PVDF, NP
materials of smaller thermal expansion coefficients should
introduce enhancement. It must also be noted that the mate-
rial properties of PVDF varies greatly among different PVDF
samples  fabricated  using  dissimilar  preparation
techniques.33’34 As different sources attribute different pro-
portions of the total PY coef. to the secondary effect, Kepler
and Anderson™ approximately half and Nix et al® at only
10%—-60%; the absolute magnitude of our secondary contri-
bution must be considered with these conflicting views in
mind. This is the reason why the comparison of the enhance-
ment in PVDF is made in terms of percentile enhancement of
the secondary contribution alone rather than the absolute
magnitude, the conclusions of which is presented in later
section.

The NP materials investigated include stainless steel
(S), poly-tetrafluoroethylene (PTFE or Teflon), chlorinated
polyvinyl chloride thermoplastic (CPVC), aluminum (Al),
zinc (Zn), and Invar 36 (Invar36) whose most important
property is its low thermal expansion coefficient, making it
the perfect NP material for introducing opposite sign strains
in PVDEFE. The properties of these materials are presented in
Table III.

VI. RESULTS AND DISCUSSION

Generally speaking, LTO and LNO displayed relatively
small enhancement with similar trends to that of BTO. In
addition, PZT-5A also exhibited similar enhancement behav-
ior to that of PZT-5H. In almost all the simulations, Zn out-

0.0000 1
o -~ -0.0005
s Nx -0.0010 §, ot 0000000000
8 g -0.0015 W&-
o O -0.0020 [ N
o N | a
£ = 0.0025 R
2 © -0.0030
E é’ -0.0035 |/ ©PZT5H-St APZT5H-CPVC o PZT5H-Al
|2 g -0.0040 | ©PZT5H-Invar36 - PZT5H alone
o -0.0045 p
-0.0050 f f ; ; f
0.0 0.2 0.4 0.6 0.8 1.0

Thickness ratio R

FIG. 1. Total PY coef. vs thickness ratio PY to NP for PZT-5H pairs.

Reference 54.
€Reference 55.
bReference 56.
'Reference 57.
JReference 58.

performed Al when it comes to enhancement and figure of
merit for efficiency. Since their difference is quite consistent
throughout our investigative thickness range, the pairs with
Al are only presented where appropriate.

A. PZT-5H

Figure 1 portrays the extreme PY coef. enhancement
with CPVC at low R values (R<0.15), while at higher R
values aluminum outperforms CPVC largely due to much
smaller Young’s modulus of CPVC. However, it is quite
clear that with aluminum or CPVC, one should expect to see
much higher PY coef. enhancement than the one with St
owing to their superior thermal expansion coefficients as il-
lustrated in Table III. PZTSH-Al pair has the PY coef. of
—-0.5X 1073 -[(66 X 10°)/{55 X 103+ (45
X 10%)xR}] C m=2 K~! and PZT5H-CPVC’s is —0.5X 1073
—[(94x10%)/{22 X 107 +(45X 10%)xR}] Cm™2K~'. At R
=0.15, the PY coef. is approximately —16
X 10™* C m=2 K~! for both pairs while at R=0.005 PZT5H-
CPVC pair exhibits the maximum PY coef. of —45
X 107 C m~2 K~!. This value at R=0.005 is for the ideal
case where there exists no loss at the interfacial layer, which
in reality is probably difficult to achieve. However, it dem-
onstrates the magnitude of enhancement potential in PZT-5H
since its PY coef. without enhancement is -5.0
X 10™* C m™2 K™! as illustrated in Table IV.

The efficiency (FZy) increase illustrated in Fig. 2 is also
very large. At extremely low R of 0.005, F; peaks at 20 for
PZT5H-CPVC pair, indicating a twentyfold increase in effi-
ciency. PZT5H-Al overtakes PZTSH-CPVC pair at R=0.35
with Fi; of 3.5 and continues to outperform the latter at
higher R values. This could be important in applications such

TABLE IV. PY coefs. and dielectric constants of various PY materials
(units: -PE; X107 C m™2 K~'-P[E=0=P]F-&; no unit).

PZT-5H'? PZT-5A%" BTO®"¢ PVDF'#
pIE -5.0 -3.0 -2.0 —0.274
el 2438 1796 2920 7.35
&5 2438 1796 2920 9.27
&1 2874 1803 168 7.75

“Reference 44.
‘Reference 43.
£Reference 45.

“Reference 38.
PReference 39.
“Reference 40.
dReference 41.
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FIG. 2. Efficiency ratios for the same volume of composites and PY mate-
rial alone vs thickness ratio PY to NP for PZT-5H pairs.

as PY sensors.>*® In particular, the large efficiency increases
at extremely low R values suggest a thin PZT-5H on CPVC
substrate may find potential application in PY sensors. Even
for the figure of merit for efficiency between PY material
alone and NP material added on top (F3), as illustrated in
Fig. 3, PZT-5H attains values above 1.0, i.e., an improve-
ment, for PTFE, CPVC, Al, and Zn. This means PZT-5H
seems very promising in applications where large amount of
steady heat energy is readily available, for example in PY
electricity plroduction37 which utilizes industrial residual
heat.

B. BTO

Figure 4 describes largely subdued enhancement for
BTO due to relatively small dc values when compared to
PZT-5H. However, BTO-CPVC displays rather high en-
hancement for small thickness ratios of R<<0.1 with a peak
of —=8.5X 10™* C m~2 K~! at R=0.005, which is a gain of
325%. It then settles to around -3.0X107*~-2.5
X107 Cm™ K™ for R>0.1. As far as Fi is concerned,
PTFE (Teflon) displays the most promising figure of merit
for efficiency at low R values with Al performing the best of
the rest, excluding CPVC, which performed only slightly
worse than PTFE with similar trends of high values at low R.
Where Fgff of BTO pairs is considered, BTO-PTFE pair has
FP; approaching 1.11, i.e., 11% increase. This seems to indi-
cate that a thin coating of PTFE on BTO can lead to higher
efficiency.

C. PVDF

As PVDF is a polymer with rather high thermal expan-
sion coefficient with dc values of opposite signs from the rest
of PY materials investigated so far, it is expected to behave
rather differently from others. The total magnitude of the
enhancement is rather small for PVDF. However, Fig. 5 dem-
onstrates how much of an improvement the introduction of
NP elastic layer has had on the secondary PY coef. of PVDF
with PVDF-Invar36 pair presenting the greatest gain of
260%-300% and PVDF-St pair also performing well at
about 200% increase level. This method of comparison may
be better suited since the secondary contribution of PVDF’s
PY coef. varies quite significantly from a sample of PVDF to
another, owing largely to their preparation process. The ma-
terial data used for our simulation were for a PVDF with

J. Appl. Phys. 106, 114110 (2009)

25
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Ratio of efficiencies after
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FIG. 3. Efficiency ratios when NP material is added to PY material vs
thickness ratio PY to NP for PZT-5H pairs.

secondary contribution of only 3.25% of the overall PY coef.
Hence if we can achieve similarly high percentile secondary
PY coef. enhancement for PVDF samples with larger propor-
tion of secondary contribution such as those presented by
Kepler and Anderson,** one could expect to see a signifi-
cantly large enhancement in overall PY coef. Noticeably,
Fig. 5 portrays the maximum of 300% enhancement in the
secondary PY coef. for PVDF-Invar36 pair, which poten-
tially could lead to extremely large enhancement in other
PVDF samples with higher proportion of secondary contri-
bution. Where Fi; is concerned, Fig. 6 shows PVDF-PTFE
demonstrating relatively good values of nearly 3 at very low
R, suggesting an improvement in efficiency owing almost
entirely to very small heat capacity of PTFE (Table III).
However, other pairs struggle to approach one due to already
rather low heat capacity of PVDF and very small magnitude
of enhancement in comparison. All F; values for PVDF
pairs struggle to achieve values higher than one as well.
Therefore, among all the PY materials analyzed PVDF is the
worst performer when it comes to efficiencies, which is not
too surprising since the overall magnitude of enhancement
was small.

D. Best performing pairs

In general, for PZT-5H Zn’s secondary PY coef. (dem-
onstrated in Fig. 7) is around 25%-45% higher than that of
Al depicted in Fig. 1, with the difference getting greater
steadily with increasing R. For BTO, Zn’s secondary PY
coef. is around 35%-45% higher than that of Al, with the
difference getting steadily less with increasing R as evident
from Figs. 4 and 7. It is evident from Fig. 7 that PZT-5H is

0.0000 poss.
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Thickness ratio R

© BTO-St 4 BTO-CPVC o BTO-Al

©BTO-Invar36 =BTO alone

Total pyroelectric
coefficient (Cm?K™)

FIG. 4. Total PY coef. vs thickness ratio PY to NP for BTO pairs.
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FIG. 5. Percentile secondary contribution from NP material vs thickness
ratio PY to NP for PVDF pairs.

by far the best performing material, with CPVC and Zn pro-
viding maximum enhancements at R<<0.09 and R>0.09,
respectively, while at R=0.09 the value for both pairs agree
at approximately —20X 10™* C m™ K~!. It would be inter-
esting to experimentally verify the extreme PY coef. en-
hancement of CPVC at very low R values.

Although the enhancement for BTO and PVDF were
relatively very small, BTO’s enhancement was still up to
325% at very low R range with CPVC and around 65% for
high range with Zn. In addition, PVDF showed the best en-
hancement with Invar36, as expected.

Vil. SUMMARY

To summarize, we have analytically modeled 2-2 con-
nectivity composites of PY and NP materials and evaluated
the potential PY coefs. of 36 such composites. Paying due
consideration to the potential application of such material
pairs, indentification has been made on the best possible
partnership among these PY and NP materials. In doing so,
we have also discovered and confirmed that the sum terms,
dcl, dc2, and dc3 are the most viable indicators for deter-
mining the feasibility and potential for PY coef. enhance-
ment. The choice of NP material is also found to be depen-
dent on these sum terms, as demonstrated by PVDF-Invar36
pair. Lastly, we have also investigated the additional thermal
mass issue of these composites using figure of merit for ef-
ficiency with two different cases considered and examined
for all 36 pairs.

The best performing partnership out of our 36 PY-NP
pairs was PZT5H-CPVC for R <0.09 and PZT5H-Zn for R
>0.09 with both demonstrating approximately 300% in-

o
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FIG. 6. Efficiency ratios for the same volume of composites and PY mate-
rial alone vs thickness ratio PY to NP for PVDF pairs.
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FIG. 7. Total PY coef. vs thickness ratio PY to NP of best performing pairs.

crease in total PY coef. at R=0.09. PZT5H-CPVC also
showed maximum of 800% gain in PY coef. while its Fi
peaked to 20 and Fgff to 1.5. For PZTSH-Zn, Fy; reached
maximum of 4.6 and F of 2.1. All these improvements in
efficiencies of PZT-5H insinuates a potential for increased
use of PZTs in areas such as PY sensors®® and PY electricity
generation.37

APPENDIX: MATERIAL PARAMETERS OF THE
PYROELECTRIC MATERIALS

All the data quoted in this section are evaluated at the
room temperature unless stated otherwise.

1. Piezoelectric coefficients
Units: X107!2 CN™!

(a) PZT (Tetragonal, 4 mm)
- PZT-5H%*%

0 0 0 0 7240
dE=[ 0 0 0 724 0 0
-320 =320 650 0O O O

- PZT-5A%%
0 0 0 0 506 0
dE=| 0 0 0 506 0 0

-190 -190 390 0 0 O
(b) BTO (Tetragonal, 4 mm)**!

0 0 0 0 392 0
df= 0 0 0 392 0 O
-345 -345 86 0 0 O

(¢) PVDF (Orthorhombic, 2 mm)***?

0 0 0 0 -157 0
QE= 0 O 0 d24 0 0
214 23 =315 0 0 0

2. Elastic constants
Units: -cE; X10° Nm™2 -cP; X10° Nm™

(a) PZT (Tetragonal, 4 mm)
- PZT-5HY
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134 89.7 857 O 0 0
89.7 134 857 O 0 O
o 857 857 109 O 0O 0
- 0 0 0 185 0 O
0 0 0 0 185 O
0 0 0 0 0o 22
- PZT-5A%
147 105 937 0 0 O
105 147 937 0 O O
B 9377 937 113 0 O O
- 0 0 0 23 0 O
0 0 0O 0 23 0
0 0 0O 0 0 212
(b) BTO (Tetragonal, 4 mm)*0!
275.1 179 1516 O 0 0
179 275.1 1516 O 0 0
B 151.6 151.6 1649 0O 0 0
- 0 0 0 5434 0 0
0 0 0 0 5434 0

0 0 0 0 0 1
(¢) PVDF (Orthorhombic, 2 mm)***’

—_
(O8]
Ju—

361 1.61 142 0 0 0
1.61 313 131 O 0 0
b 1.42 131 1.63 O 0 0
c =
- 0 0 0 05 0 0
0 0 0 0 059 0
0 0 0 0 0 0.69
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