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ABSTRACT

Progress made toward the development of pyroelectric/integrated circuit thermal
imaging area arrays and their associated address and sense cirecuits is described.
The processing techniques and steps required to form two-dimensional arrays of *hin
fil- triglycine sulfate detectors on ficld-effect integrated circuit substrates are
1.viewed. The approach to providing the required high degree of thermal isolation
between the polycrystalline detectors and the silicon portion of the circuit is to etch
away the silicon underlying the detectors. A seccond pyroelectric imaging array con-
sisting of a thin permancntly poled single crystal section of TGS positioned above the
integrated circuit substrate is also described. In this arrangement the resulting air
gap provides the thermal isolation and contacts to the array detectors are made by
means of vacuum deposited microfinger springs. The relative merits of X-Y addressed
versus bucket brigade pyroelectric arrays are discussed. An analysis of the per-
formance capabilities of an X-Y addressed polycrystalline TGS array indicates that a
system noise equivalent temperature difference of 0.42°C at 10 frames /second should
be achicvable in an array consisting of 10-um thick detectors 4 mils on a side and
spaced on 8-mil centers.
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GLOSSARY OF ABBREVIATIONS

BB bucket brigade

D drain region of an FET

FET ficld-cffect transistor

G gate region of an FET

LS large scale integration

MOS metal-oxide-semiconductor

NEA'T noisc cquivalent temperature difference
P-MOS »—-channel MOS

S source region of an FET

S/N signal-to-noise voltage ratio

TGS triglycine sulfate
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REPORT SUMMARY

Pyroelectric/Integrated Circuit Infrared
Imaging Array Development

Air Force Contraet No. I'33615-72-C-1804
Sponsored hy
Advanced Research Projects Agency
ARPA Order No, 1916
Interim Teehnical Report
Period 22 February 1972 — 2 October 1972

The objective of this program is to develop the technology required for the fabri-
cation of large scale uncooled two-dimensional pyroelectric/integrated circuit arrays
suitable for passive infrared imaging over the 8- to 14-ym transmission window of the
Earth's atmosphere. The pyroelectric detertor material of principal intcrest to this
program is the organic compound triglycine sulfate (TGS), sclected because of its high
figure of merit for passive infrared imaging applications.

The detectors of the two-dimensional arrays are composed of thin sections (10- to
25=um thick) of either polycrystalline or single crystal TGS sandwiched bctween two
thin film electrodes. The resulting detector configuration, essentially a minute tem-
perature sensitive capacitor, forms an extremely sensitive detector of infrared radia-
tion. An infrared image, when focused on the array, produces a spatial temperature
distribution corresponding to the intensity of the radiatior emitted by the scenc. The
spatial temperature distribution is accompanied by a change in the spontaneous elec~
trical polarization of each detector element, which produces a pyroelectric signal
voltage proportional to the scene radiation.

The pyroelectrie effect has emer ed as one of the more promising mechanisms
upon which to base passive infrared imaging systems. The most attractive features
of pyroelectric detectors are operation at room temperature, which obviates the need
for a cryogenic environment, and the ability to form two-dimensional arrays, which
circumvents the need for complex optomechanical scanners. The lack of a refrigerator
and optomeehanical scanner should assure large savings in system size, weight, cost,
and complexity, and should result in highly improved reliability. Although lacking in
sensitivity as compared with infrared imaging systems which utilize eryogenieally
cooled linear arrays of quantum detectors (sueh as mercury cadmium telluride or
gold doped germanium), the advantages noted should allow the use of pyroelectric
infrared imaging systems in applieations where cryogenieally cooled scan systems are
not feasible.

Xi
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The primary approach being developed to realize pyroelectric/integrated circuit
arrays is to form a mosaic of individual delineated polycrystalline TGS detectors over
a silicon integrated circuit substrate which contuains the nccessary detector sampling
field effect transistors (FETs) and the required address and signal output lines. Key
development problems include the formulation of suitable photolithographic and ctching
techniques to delineate thin TGS films into individual detectors, and the formulation of
techniques to provide a high degree of thermal isolation of the detectors from the inte-
grated circuit substrate. Progress in these areas is described in Scetion U of the
report, in which the basic polycrystalline TGS materiais work is also deseribed,

Thermal isolation is particularly important since, without adequate isolation,
degradatior in detector voltage responsivity and accordingly poor temperature reso-
lutioir-capability will result.  The thermal isolation fechnigue applicable to polycerys-
talline TGS films requires preferentiaily removing (by chemically etching away) the
portions of the silicon substrate under each row of detectors up to the thermally grown
silicon dioxide (SiO9) layer which covers the integrated eircuit. .Irl this manner the
detectors are supported on top of the thin SiO» membrane (12,000-A thick). Detector
heat loss by conduction to the remaining substrate material is greatly diminished,
owing to the high thermal resistance of the thin SiO2 membrane. This thermal isola-
tion arrangement is illustrated in Section 11 and analyzed in considerable detail in
Section V, in which the thermal time constants are calculated and in which the thermal
conductance is calculated as a function of detector size, detector center-to-center
spacing, and 3i02 membrane thickness.

A second approach toward realizing pyroclectric/integrated circuit arrays, which
utilizes a thin slab of single crystal TGS (about 25-pm thick), is also being dev cloped.
This approach uses the same integrated circuit substrates, but the undelineated
detector array -- formed on o single crystal slab--is positioned above the integrated
circuit by means of thin shims located at the periphery of the array. Electrical
contact to the array detectors is established by thin film microfingers made of bime-
tallic vacuuin-deposited strips; these form minute curled springs, attached to the
substrate, whici contact the array. The air gap between the TGS detector section and
the silicon substrate thermally isolates the detectors from the substrate. This ar-
rangement is described and analyzed in Section 111,

Two types of infrared imaging arrays are being developed, an X-Y adaressed
array and a bucket brigade array; both of these will initially contain 16-by-16 pyro-
electric detector elements, cach measuring about 4 mils on a side, with a center-to-
center spacing of 8 mils in both the x- and y-directions. The pyroelectric material
may be cither polyerystalline or single crystul in either type of array.

The X-Y addressed array, described in Sections | and IV and analyzed in Section
V, contains a TGS detector element und two FETs within each sensor cell: a signal
FLT and a reference FET. This arrungement permits extraction of low level pyro-
clectric signals by subsequent amplification in differénce amplifiers located external

Xii




to the imaging array. The array is shuttered (at rates of 10/second to 30/second)

and digitally addressed one column at a time. The calculations of Section V indicate
that the temperature resolution capabilities of such an array should be adequate for
many applications, The calculations predict a noise equivalent temperature difference
of 0.42°C at a frame rat> of 10/second and of 0.48°C and 0.58°C at frame rates of
20/second and 30/serond, respectively.

The bucket brigade array is the pyroelectric counterpart of the visible light
bucket brigade image sensor ariay. Each sensor cell contains a pyroelectric de-
tector capacitor, a metal oxide semiconductor (MOS) eapacitor, and two FETs, The
pyroelectric ini iced charge, which is proportional to the scene radiation, is trans-
ferred from cell to cell along a series of linear bucket brigade arrays which comprise
the two-dimensional array. The bucket brigade array is described in Section IV;
analysis of its temperature resolution capabilities is awaiting the development of a
noise model for bucket brigade arrays.

xiii/xiv
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Section |

INTRODUCTION

This program is being carried out to develop the technology required for the
fabrication of large scale, two-dimensional pyroclectric/integrated circuit detector
arrays suitable for imaging over the 8- to 14-pm transmission window of the Earth's
atmosphere,  The primary approach to realizing such arrays is to form a mosaic of
delineated pyroclectrie detectors (of polycrystalline materialy over a silicon integrated
circuit substrate which contains the necessary detector-sampling ficld-cffect transistors
(FETs) and the required address and signal output lines,

A sceond approach is to utilize the same integrated circuit substrate, but to form
the detectors on a thinned single crystal section of the pyroclestric material positioncd
above the integrated circuit substrate and contact them by mears of thin film metallic
microfingers,

Two types of arrays are being developed, an X-Y addressed ar ‘ay and a buchet-
brigade (BB) array; both of these will initially contain 16-by-16 pyroclectric detector
clements, cach element measuring about 4 mils on a side, with a center-to=center
spacing of 3 miis in both the x- and v=directions,

Since pyrocelectrie detectors are heat=sersitive clements, effeetive thermal isola-
tion of the detectors from the integrated circuit substrate must be provided if high array
sensitivity is to be obtained, Additionally, delineation of the detector clements is also
desirable in order to obtain the least thermal cross=talk, or cquivalently to realize the
highest spatial resolution possible,

The pyroclectric effect (i, e,, the temperature induced change in spontancous
polarization of certain materials) has emerged as one of the more promising mechanisms
upon which to base passive thermatl imaging systems,  The most attractive foqtures
are operation at room temperaiure, which obviates the need for providing a cryvogenic
environment, and the ability to form two-dimensional ar ‘ays, which circumvents the
nced for complex optomechanical scanners, The lack of a refrigerator and optomechani-
cal scanner should assure large savings in size, weight, cost, and complexity and should
result in highly improved reliability,  Although lacking in sensitivity as compared with
thermal imaging systems which utilize cryogenically cooled lincar arrays of quantum
detectors (such as mercury cadmium teiluride or gold doped germaniuimn), the advantages
noted should permit the use of pyroelectric thermal imaging systems in applications
where eryogenically cooled scan systems are not feasible,

1-1
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A, PYROELECTRIC EFFECT

Certain materials exhibit a spontancous clectrical polarization, an alignment of
the internal electric dipoles even in the absence of an applied electric ficld, The
polarization decreases with increasing temperature and vanishes at a specific tem-
perature, called the Curie temperature after the analogous behavior in ferromagnetic
materials, Because the polarization is temperature dependent, materials exhibiting
this property are called pyrocleetrie, The polarization temperature dependence of
triglycine sulfate (TGS), a material of particular interest to this program; is illus-
trated in Fig, 1-1, Mecasurements of the rate of change of polarization with respect
to temperature, dP/dT, known as the pyroelectric coefficient, range from 3,5 x 10-8
coulombs/em? - °K at 27°C to 1 x 10=7 coulombs/ecm2 - °K at 40°C for single crystal
TGS. 1,2 Other properties of single cyrsta’ TGS are listed in Table 1-1, Polyerystalline
TGS, which forms the basis for one of the pyroclectric/integrated circuit approaches
described in this report, has properties which differ from those of the single crystal
material. The differences and their cffeets are diseussed in various sections of the
report,

An external cleetrie field is not normally observable in the vicinity of a pyro-
electric material, even if it is an insulator, because the polarization field ultimately
becomes ncuiralized by leakage currents and/or by stray charges which are attracted
to and bound to the surface, The bound surface charge is unable to respond to rapid
ehanges in the [olarization. 'Thus, a sudden temperature -induced change in the polar-
ization will be a:companied by an observable external electric field while the surface
charge is adjustin,” to the new conditions. It is the measurement of this transient
electric field that 1orms the basis of pyroclectrie deteetors.

45

40}
35k
3.0

25

OMBS /CM?2

20

, MICROCOU

Ps

0 I I I |
0 20 40 60 80
TEMPERATURE,°C

Fig, 1-1, Spontaneous polarization of TGS as a function of temperature
(from Reference 2),
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TABLE 1-1, SELECTED PROPE
TRIGLYCINE SULF

RTIES OF SINGLE CRYSTAL
ATE AT 300°K (After Putley, Ref, 1

Pyroelectric Cocfficient, dP/dT
Relative Dicleetric Constant, €,
Dicleetric Cocfficient, ¢

Specific Heat, Cp

Thermal Conductivity, K

Mass Density, o

Thermal Diffusivity

2-3.5 x 108 ¢/em?2 - ok
25 = 50
-12 -1
2,1-4.42x 10 ““F em
0,97 J/gin=° K
_3 e
6.8x 10 ~ W/em-"K

3
1.69 gm/cm

-2 2
0.41x 10 " em/s

B. PYROELECTRIC DETECTORS ronr THERMAL IMAGING

The pyroclectric effeet can be utilized to form g scensitive
structing a parallel plate capacitor with the pyroclee
The absorption of infrared radiation results in
polarization which is accompanied by a tr

detector clectrodes, A pyroclectric dete

drop across Ry.

For application to infrared imaging systems, the detector RC time const
be large compared with the frame time to ensy re
exvosure, In this mode of oberation, the de

negligible loss of charge during

tion for the total exposure, and to a first approximation the change in the detector
open-circuit voltage, AV, is proportional to the change in temperature, AT,

AV.. AQ/ Cd

whereAQ is the temperature-induced change in charge on the detector clectrodes in

(1-1)

coulombs and Cy is the capacitance of the detector in farads, Cq is given hy

1-3

infrarced detector by con-
tric material as the dielectric,
atemperature-induced change in the
ansient change in the potential across the

ctor, with its associated high input resis-
tance and low input capacitance FET amplifier, is shown in I'ig, 1-2,
R, which shunts the capacitance, Cs of the detector is always pre
the leakage resistance of the pyroeleetric material,
develops when the detector is subjected to radiation ¢

The resistance 3
sent by virtue of
The transient clectrie field that
an be measured by the voltage

ant should

tector integrates the infrared scene radia-
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Fig, 1-2, Basic arrangement of a pyroelectric thermal detector,
Here Ag is the areca of the capacitor plates in square centimeters, d is the thickness
of the pyroelectric material in centimeters and € is the dielectric coefficient of the

pyroelectric material in farads/centimeter,

Since the polarization is equivalent to the charge per unit area,

dp -
AQf T Ad Al (1-2)
which leads to
dpP d
r —— T =
AV IT - A (1-3)

The expression for AV shows that for thermal imaging arrays, an applicable figure of
merit for the pyroelectric material is (dP/dT)?l-. Triglycine sulfate was sclected for
use in integrated circuit sensor arrays because it has one of the highest known figures
of merit, 1s 3
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Because the dielectric constant of TGS increases with increasing temperature along
with the p.yroelectric coefficient, the dependence of this figure of merit on temperature
is less than the dependence of the pyroelectric coefficient, and to a first approximation
is almost independent of temperature in TGS from somewhat below room temperature
to just below its Curie temperature, Consequently, the necessity of accurately control-
ling the operating temperature is not as serious as would first be thought from an
examination of Fig, 1-1,

Note that a pyroelectric detector has no response to a steady signal (i,e,, AQ
of Eq. (1-2) leaks away through Ry of Fig, 1-2 with a time constant equal to Ry C(),
This means that it is necessary to view the scene alternately with a reference (uniform
temperature) scene so that the detector output will be proportional to the difference
between the scene and reference temperatures. One inherent advantage of this mode
of operation is that the detector is insensitive to the background radiation (herein
defined as that portion of the radiation from the background equivalent to the reference
temperature) because it is, in effect, a steady signal, This relaxes the severe uni-
formity of response requirements that sensitivity to background imposes on quantum
detectors, and makes pyroelectric thermal imaging arrays practical without the neces-
sity of elaborate gain control (responsivity equalizing) schemes,

C. POLYCRYSTALLINE APPROACH

In order that the incident seene radiation increase the temperature of the detector
elements as much as possible, it is necessary that the detector thickness be no
greater than that required to absorb the radiation, and that they be thermally isolated
from their surroundings, Using appropriate values for TGS, L, 4 it is found that a good
compromise design occurs when the detector material is about 10=ym thick, This
thickness is attainable with polycrystalline TGS films but it is smaller than is permitted
by the present state of the art for unsupported single crystal TGS, The polycerystalline
approach also inherently provides a way to obtain thin uniform pyroelectrie lavers that
can be readily deposited on thin film integrated cireuit substrates,

The technique being developed for providing thermal isolation of polycrystalline
TGS detectors frem the silicon integrated circuit substrate upon which the deteetors
are formed is illustrated in Fig, 1-3 for the case of an X-Y addressed array, The
upper portion of the Fig, 1-3 shows the top view of a single sensor eell of the 16-by-16
array currently under development, The lower portion of the figure shows a delineated
polycrystalline TGS detector supported by a thin thermally grown silicon dioxide
membrane that remains after the silicon under the detector has been preferentially
etched away, In this manner loss of heat “detector to the silicon is greatly
redueed since the heat must be conducted 1 thin silicon dioxide membrane,

1-5
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The polycrystalline approach is not as degrading as might be expccted because once
poled, al! the components of spontancous polarization of the individual grains in the
poling direction add coherently and only their perpendicular components are ineffective,
This results in a degradation in detector voltage responsivity by nearly a factor of two
compared to single crystal detectors, Some advantages of the polycrystalline approach
that tend to compensate for this relatively small loss in responsivity arc:

1)  Small inhomogeneities in the parent pyroelectric source material are
averaged out in a composite layer, thus providing a technique for producing
large arcas of uniform photoresponse without having to impose severe
restrictions on the permissible inhomogeneity of the source material,

2)  Since the preparative procedures are virtually identical for one single
detector as for large two-dimensional arrays of many detectors, this approach
is ideally suited for multiclement imaging arrays,

3)  Some important film properties (e, g. resistivity) arc, in principle,
independently controllable by judicious choice of fillers and/or "glue"
used to cement the component pyroelectric particles into a coherent film,

Some problems associated with the polycrystallire approach should be noted,
Although uniform in their electrical properties and capable of being formed on virtually
any substrate, the films are difficult to prepare and a number of time-consuming steps
arc required, Additionally, while single crystal TGS can be permanently poled, as for
cxample by the addition of L~alanine, 9 1o technique is presently known for permanently
poling polycrystalline pyroelectric films,

D. SINGLE CRYSTAL APPROACH

The use of single crystal material in a pyroelectric/integrated circuit array
requires contacting cach of the detector elements formed on the thin "freely-supported"
section of single crystal material to the silicon integrated circuit substrate, This is
accomplished using thin metallic film microfingers. Since thermal isolation is provided
by the air gap scparating the single crystal pyroelectric slab from the integrated cir-
cuit, etching of the silicon substrate is not required, The approach is suitable for use
in either X-Y addresscd or bucket brigade arrays. The basic arrangement used to
achicve thermal isolation of the sensor porticn of the array from the integrated circuit
is illustrated in Fig, 1-4, which shows a cross-sectional view of a thin single crystal
sheet of TGS contacted by means of microfingers to the integrated circuit substrate,

A high degree of thermal isolation is provided by the air gap,
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Fig. 1-4, Thermal isolation teehnique for the single crystal TGS array,

The primary advantage of the single crystal approach is that it permits the use of
permanently poled pyroelectrie materials, Problems assoeiated with the single erystal
approaeh inelude the development of techniques to reprodueibly obtain the thin metallje
microfingers, and the development of techniques to further reduee the thiekness of
single crystal TGS (presently about 25-um thick) in order to improve spatial resolu-
tion, Additionally, ways must be found to produee uniform permanently poled materials,
The problem, to date, has been that small regions of opposite polarization are formed,

E. PYROELECTRIC THERMAL IMAGING SYSTEM

The manner in which the pyroelectric arrays being developed under this program
would be utilized in a thermal imaging system is illustrated in block diagram form in
Fig, 1-5, The infrared scene radiation, after passing through the aperture of a eon-
tinuous motion shutter, is focused onto the two~-dimensional pyroelectric array, As the
Opaque portion of the shutter eovers the first exposed column of detectors readout of
the array is begun, one eolumn at a time, Each eolumn of detectors receives the
seene radiation for the full ¢xposure period, The pyrocleetric signals derived from
each column of detectors are simultaneously amplified and then multiplexed to form a
eorresponding line of scene information on the display, The sequence is repeated with
each column of detectors being addressed, Calculations indicate that an array of
polycrystalline TGS dctectors, cach 4 mils on a side and on 8-mil centers should he
capable of aehiceving noise equivalent temperature differcnees of 0.42°C, 0,48°C, and
0.58°C at frame rates of 10/s, 20/s and 30/s, respectively,
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Fig, 1-5, Block diagram of a pyroclectric thermal imaging system,

The remaining sections of this report will describe the progress made to date in
developing the technology required to realize the pyroelectric/integrated circuit array
approaches mentioned herein, Section II will discuss the progress made in forming
polyerystalline TGS films, delineating the films into individual detector clements,
obtaining continuous metallization of the upper electrodes, and in providing thermal
isolation by preferential etching of the silicon substrate, Section 1I also summarizes
the properties of the polyerystalline TGS films formed to date, Section III describes
the single crystal pyroeleetrie array, Scction IV discusses operation of the X-Y
addressed array and of the bucket brigade pyroclectric imaging array. In sectionV
an analytical assessment is made of the performance eapabilities of an X-Y addressed
array containing polycrystalline TGS detector elements,
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POLYCRYSTALLINE TGS (TRIGLYCINE SULFATE)
DETECTOR ARRAY FABRICATION TECHNOLOGY

A number of the processing steps employed in the {abrication of a pyroelectric/
integrated circuit thcrmal imaging array are illustrated in Fig. 2-1, which shows a
16-by-16 prototype X-Y addresscd array. This array was designed and a number of
units were fabricated prior to the prcsent program. The array accommodates 256
10-mil by 10-mil pyroelcctric detectors, but the design does not permit thermal
isolation by back etching through the silicon. Referring to Fig. 2-1, the first pro-
cessing step depicted is the formation orf a 12,000-A thick thermally grown silicon
dioxide layer uver thc silicon wafer. This is followed by processing the integrated
circuit substrate to form the required array of FETs (field effcct transisters), the
lower electrodes for the detectors, and the address and sense lines. The next steps
shown are: ceposition of thc pyroelectric film material upon the processed substrate,
definition of the active arcas, application of the upper electrode retallization over
the pyroelectric film material, dicing of the wafers into individual array chips, and
finally packaging of the array chips. Not shown in Fig, 2-1 are the steps required
to realize thermal isolation betwcen the array of detectors and the substrate, the
pyroelectric film densification techniquc and the steps involved in the preparation of
the thin polycrystalline TGS films.

A. PREPARATION OF THIN POLYCRYSTALLINE TGS FILMS

Many materials can be prepared in thin film form by vacuum evaporation or
sputtering techniques. However, TGS is a delicate organic compound that quickly
dccomposes below its melting point (233°C) and at tomperatures at which it exhibits
appreciable vapor pressure, 6 In addition, TGS is a molecular compound composed
of glycine and sulfuric acid molccules, neither of which is very susceptible to being
prepared in situ by chcmical rcactions. Attempts to prepare TGS films by solvent
(watcr) evaporation techniques demonstrated the remarkable ability of TGS to grow
into large single crystals. The resulting "films' consisted of large (several milli-
meters), necdle-likc crystals on an otherwise bare substrate and were unsuitable
for the present purpose. The only known successful techniques are all based on
deposition of (preexisting) small particles of TGS into a film and providing some
mecans of holding them together. Beerman? and Weiner® have made films by mixing
finely ground TGS with a binder (plastic) to form a paint which may then be applied
to a substrate. Thc binder, however, 'dilutes' the pyrocicctric properties of the

2-1

— - T s



e O

12,000 A Eiﬂz Film on Silicon Water Formation of Pyroelectric Film

Depost Film
on Substrate Define Active Arsas

Water of 16 by 1§ element Mosaics

Metallizatiun and Packaging

Matsilize and
Dica into Chips Package Indi
vidual Chips

Fig. 2-1. A number of proecssing steps in the fabrieation of
pyroelectric/integrated eireuit thermal imaging arrays.

film and its use may preelude any possibility of delineating the film into small individ-
ual detectors by photolithographie masking and etehing techniques. In early RCA work,
it was found that relatively uniform thin films of essentially pure TGS could be pro-
dueed by spraying suspensions containing TGS particles of less than one micrometer

in size onto hot substrates or by allowing the partieles to settle onto a substrate and
subsequently permitting the suspending tluid to evaporate.

1. (‘uspension Spraying and Settling Techniques

Suspension spraying and settling teehniques have been aetively pursued under
the present eontraet. The major effort has centered on attaining the prerequisite
stable suspensions of submieron sized TGS partieles neeessary for smooth uniform
films. Isopropyl aleohol has been found to be a satisfactory suspending fluid. It is
suffieiently volatile for both the spraying and settling proeesses and exhibits suffi~
eient wettability to TGS and to the intended substrate materials to prevent surface
tension induced "balling-up'" of the material. However, TGS is slightly soluble in
isopropyl aleohol (to the extent of about 0.4 grams/liter at rocin iemperature) and, by
so dissolving, introduees the sulfate radieal into the suspending medium. The pre-
senee of the sulfate radieal has been found to inerease the tendeney of the individual
TGS partieles to agglomerate and settle. Therefore, in the interest of obtaining and
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maintaining suspension stability, one desires to avoid all possible sources of sulfate
contamination of the suspending medium. The most effective way found for inhibiting
the solubility of TGS is by presaturating the isopropyl alcohol with glycine. In fact,
the use of glycine presaturated isopropyl alcohol ag the suspending medium has been
the largest single factor responsible for the recent attainment of reproducibly stable *
suspensions of TGS,

2. Preparation of Submicron TGS Particles

The most satisfactory method of preparing suspensions of submicron sized
TGS particles has been ball milling a mixture of the component parts for approxi-
mately one week, It has been found, however, that even a small amount of contaming -
tion introduced during the milling operation is remarkably cffective in altering the
physical properties of the resulting film, Therefore, g study was made to optimize
the milling operation, as measured by the attainment of stable suspensions wit! g
minimum of milling time and contamination. The hest results werc obtained using a
ball milling Jar, consisting of a 1000-m1 polyethylene container partially filled with
125 glass marbles and 309 ml of glycine saturated isopropyl alcohol, to which
2 grams of TGS is added just prior to milling. If, after one week of milling, a
stable suspension is not obtained, it can usually be made stable by treating it ultra-
Sonically for a few minutes (taking care not to heat it in the process). The contamina-
tion introduced by this process has been measured to be about 2% glass, 10% plastic,
and 3% glycine. Since glycine is soluble in virtuilly all TGS etches, its presence does
not seriously affect the etchability of the resulting film., The glass and plastic con-
taminants are another matter and will be discussed later,

In addition to the ball milling process described above, a number of other
approaches to obtzining contamination free TG% of submicron particle size were
examined., A commercial tungsten carbide grinding mill was found to be far more
contaminating than the plastic mill using glass balls,

’

TGS was also ground in g jet mill which employs two oppoging high speed air
jets. The material to be ground is introduced into one of the jets, It then passes
through a centrifugal separator and the larger material is transferred to the second
air jet. The larger material then bombards the incoming material in the first jet.

sizes of 3-um to 5-um. It should be possible to achieve g smaller particle size by
optimizing the operating conditions of the mill and by making more than one pass
through the m:11,

¥Stability is herein defined as no visible settling for several hours to, perhaps, one
day,



Precipitation from aqueous solutions was also attempted. A saturated sclu-
tion of TGS in water was sprayed into isopropyl alcohol which was violently stirred
in a blender. After spraying the suspensions were allowed to dry, thus producing a
fine powder of water-free TGS. The powder then was put in suspension in isopropyl
aleohol. This method produced TGS with a particle size ranging from 0.5-um to
5-um. Further improvements in technique should produce in a reduetion in particle
size, '

3. Film Densification

The "as deposited™ sprayed or settled TGS films are loos::ly packed and have
only 0.5 to 6.25 of bulk density. In precontract work, RCA densified the films by a
water vapor treatment that controllably saturated the film with water and dissolved
the TGS (and glycine), holding the grains together. This allowed the existing loosc
strueture of individual grains to collapse and, with subsc ent evaporation of the
water, to be re-cemented into a coherent film. This process is quite aceeptable on
all but two points; it does not completely climinate the granular top surtace texture
of the TGS layer or the porous structure of the body of the film. The surface rough-
ness and volume porosity are not conducive to good definition of individual detectors
by photolithographic techniques, and the granular surfaec ‘exture introduces undesir-
able shadowing effects when a thin metallic electrode is suhsequently cvaporated over
the top surface. A photograph of a TGS film formed on a test substrate, showing its
condition before and after water vapor densification, i~ given in Fig, 2-2.

In searching for an alternative technique of densification, a process of rapid
melting and recrystallizetion vas explored; this process produced the smoothest sur-
face of any technique knewn and virtually eliminated volume porosity. However, it
was found to be a transient and poorly controllable proeess which, at best, is capable
of producing detectors with only one-third of the voltage responsiviiy of similar
detectors fabricated with the water densification technique. For this important reason,

Water Vapor Densification

Before ' After
Densification Densification

Fig. 2-2. Water vapor densification of a polycrystalline TGS test sample,
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the thermal densification process does not 1 »ear sufficiently promising to warrant
further investigation. Accordingly, ways will be sought to circumvent and/or reduce
the surface roughness and porous texture of the water densified films,

4. Laser Evaporation of TGS Films

The laser evaporation technique uses the pulsed output of a laser to vaporize
material from a target which subsequently condenses onto a substrate. The technique
offers the capability for producing extremely pure films. A typical experimental setup
is shown in Fig. 2-3. The pressure and composition of the gases within the vacuum
chamber can be varied as desired. Either inert or reactive gases can be us.«d and the
evaporating layer can be subjected to both high temperatures and pressures., Conse-
quently, the laser evaporation process is quite different from normal vacuum deposition,
Laser evaporation has been used to obtain congruent cevaporation of materials which
normally evaporate incongruently and to cvaporate organic materials without decompo-
sition,

An exact understanding of the processes which occur when a high energy laser
beam impinges upon the surface of an organic solid, such as TGS, remains to be for-
mulated. It is believed that the rapid heating produced by the high-power laser beam
(108 to 1010 watts,’emz) causes the boiling point of the material to be reached in 1077

PROVISION FOR VARIABLE
TARGET-SUBSTRATE DISTANCE

S MRROR N\

—————— 5\\ -
N Y SUBSTRATE SANDWICHED
LASER b ™M1 ) BETWEEN MAGNETIC
N7 ' [ RING AND STEEL PLATE
(RUBY OR CO2) LENS %.\) Lv"*"; L

— —f
GLASS VACUUM / \
CHAMBER / —TARGET SAMPLE
(p~10yy,,) S.S. SAMPLE
HOLDER

Fig. 2-3. Schematic diagram of laser evaporation process.
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sceond or less. However, since only a small region is heated, large thermal
gradients are sct up. The heated material is completely vaporized, leaving a crater.,
The vapor escapes in the form of a plume with velocities of between 10 and 107 cm/s,
exerting a recoil pressure of 103 to 197 atmospheres,

The organie materials evaporated to date are TGS, polyvinylidene fluoride,
and polyvinylearhazole, They have been found to condense on the substrate with
little or no decomposition, based upon infrared spectrograms and x-ray diffraction
patterns of the resulting films, Evaporation of organic materials with cither o ruby
or ncodymium lascr is difficult, however, because of the low absorption of these
materials to 0,694~ and 1.06-pum radiation, To inerease the absorption, dyes were
incorporated into some TGS samples and others were coated with carbon, This led
to efficient laser evaporation, but the resulting TGS filins were found to be more con-
ducting than could be tolerated for fong cleetrieal time constant detectors of the type
required in an imaging array. This problem of low film resistivity was overcome by
omitting the dyes and earbon coatings and fneusing the laser beam to 1 smaller spot
size, thus increasing the power density.  However, this method has the disadvantage
of causing spalling of the material, resulting in particles being deposited on the sub-
strate,

Films of laser evaporated TGS in the thickness range of 3-um to 10-um have
been made by the above deseribed mcthod.  The material has heen identified as poly-
erystalline TGS by Debye-Scherrer X-ray analysis. The infrared speetram of the
material also indieates that it is primarily TGS with a small amount of an unidentifi-
able component also heing present,

Several laser evaporated films have been fabricated in a form suitable for
detector evaluation, The Iaser evaporated TGS was deposited onto an aluminum
cleetrode on a glass slide, A top cleetrode of aluminum was then cevaporaterl over the
TGS layer. Most of these deviees were found to be shorted due to pinholes in the
laser-deposited TGS, One deviee which was not sherted was (,'v(nlunt('(l further, This
film had a thickness of S, 84 pm and a capacitance of 64,5 x 1079 farads. The loss

tangent was 0,55 at 1 KHz and the resistivity 1.1 x 1619 on n-cm,

It was not possible to observe any hysteresis loop on this specimen, TFurther
¢valuation has shown that hysteresis loops cannot be observed on any polyerystalline
samples of TGS, This cffeet may be eaused hy several mecehanisms, Bricfly, these
mcchanisms involve the effect of capacitance between the individual grains, charge
leakage, and the ficlds necessary to pole the individual grains.

The specimen was subjected to g poling ficld of 23 kV/em for g period of one
hour without shorting, An attempt to measure the pyroeleetrie cocfficient proved to
be unsuccessful, 1t is not presently known why this specimen did not exhibit any
pyrocleetric cffeet, X-ray analysis showed that the laser-deposited material was
TGS, and it exhibited the birefringence associated with pyrocleetric TGS,
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The laser evaporation system is presently being modificd to operate with a
carbon dioxide laser. This system will allow TGS to be much more cffectively
cvaporated due to its high absorption at 10.6-um. The COy laser cvaporated material
should be free of contaminants (since an absorbing dye is not required) and frece of
spalling effects (because vaporization should occur only at the exposed surface),

B. DELINEATION OF FILMS INTO DETECTOR ELEMENTS

Conventional photolithographic masking and ctching techniques are being developed
as means for delincating TGS films into mosaics of individual detector clements, TGS
will neither dissolve in nor react with the common photoresist formulations, On the
other hand, TGS is so soluble in water (~ 330 grams/liter at 20°C) that water alone
should serve as a suitable etchant, However, in practice a number of difficulties arc
cneountered in direetly applying standard photolithographic techniques to TGS films.,
For example, the glass and plastic contaminants resulting from the ball milling opera-
tion, being insoluble in water, are cffective cteh retardants, It has been found
nceessary to remove the plastic from the finished TGS films by boiling in a suitable
solvent (c.g. trichlorocthylene) before photoresist application, and to perform the
ctching in a buffered hydrofluorie acid solution to enable the ctehant to attack the glass
contaminant, Incomplete densification (i, ce., intergrain spaces) posces another problem
in that pathways cxist for the eteh under the photoresist mask, causing serious under-
cutting. Because of roughness of the top surface of the TGS layer it is difficult to
obtain pinhole-free photoresist coverage. This condition can also Icad to etching out
of the TGS under the photoresist mask,

The problems outlined above were quickly identified by analyzing the results of
preliminary delineation experiments,  Since it appeared that successful delincation
depended upon the solution of several prerequisite problems (contamination, densifi-
cation, sutface roughness), thesce problems were given first priority.

Progress in thin film TGS delincation has recently reached the point where low
contamination films with recasonably good surfaces have been made.  Since further
progress will necessarily involve evaluation of the delineation characteristics of
films, an intensified cffort in developing a suitable delincation technology was reeently
initiated. It is clear that future progress will involve an interplay between further
improvements in the film 1:: eparation procedure and new developments in the delinea-
tion tcchnology itsclf.

C. EVAPORATION OF TOP LAYER METALLIZATION

The lower electrode of each detector comprising the two-dimensional array can
he laid down on the substrate prior to the TGS deposition and thus presents no particu-
lar difficulty. The top clectrode is another matter because it must be deposited on
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the granular surface of the delineatcd TGS detector elements. It must be continuous
(electrically conducting), and a. the same time be {hin enough to be semitransparent
(i.e., nonreflecting) to the infrared radiation to be detected.

The rough top surface of the bresent TGS layers gives rise to nonuniform films
(c.g., by shadowing effcets) that contain thin spots which dominate in determining the
film sheet resistance. These thin Spots are very sensitive to oxidization and/or
migration effects and can causc loss of electrical continuity. Bismuth metallization
has been observed to slowly lose all of its initial conductivity in a few days of air
storage, chromium has been observed to rapidly increase in sheet resistance by a
factor of from three to infinity when first exposed to air, and aluminum, while not
exhibiting strong oxidization effects, has its sheet resistance drastically increased in
a few minutes by the passage of large (by the present standards) currents through the
film. However, it has recently been shown that the thin spots (i.c., the shadowing
effects) can be virtually eliminated by simply rotating (or oscillating) the TGS film
during metallization so that the evaporated metal arrives at varying angles of inci-
denee (with respect to the TGS layer) and fills in the shadows. This technique has
produced semitransparent films of aluminum that have sheet resistances atop TGS
which are within a factor of two of those deposited simultancously on glass, whereas
without rotation there would have been a difference of one to two orders of magnitude
(sec Fig. 2-4),

Figure 2-5 is a photograph of the apparatus which was built to oseillate the TGS
layer during metallization. The holder used to support the TGS samples and a glass
monitor slide are shown at the top of the picture in a tiltcd position. During metalliza-
tion a motor continually oscillates the holder through a wide angle about the normal,
The oscillation frequency (about 1.5 Hz) is high enough that there ean be many oscilla-
tions in the time required to cvaporate the upper clectrode, apd thus effectively fill
in all the shadowed arcas of surface granularity that would otherwise oceur,

One remaining potential problem in this general area, curreittly under study,
coneerns maintaining the continuity of the metallizaticn over the top edge of the
delineated TGS detector clements, down the sidc, and across the (bare) substratc
to the associated clectronic circuitry. However, it is anticipated that the rotation
necessitated by the rough top surface will also be of cons:derable aid in accomplishing
this task.

Electrical shorting between the upper and lower electrodes had been a
common failurc mechanism in early detectors. At first the shorts were caused by
pinholes and/or cracks in the TGS films. Later, when the fi'ms were improved to
climinate these defects, electrical shorts appeared during poling or just after top
layer metallization, Experiments determined that shorting during poling arose from
migration of the chromium electrode material away from the positive electrode, into
the TGS layer. Once this effe -t was recognized, it was quickly demonstrated that it
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Fig. 2-4. Sheet resistivity of various metallic films
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Photograph of the substrate oscillating mechanism used to circum-
vent shadowing effects during metallization of the TGS top surface.
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does not oceur when aluminum clectrodes are used. Since the use of chromium must
be avoided, it may be desirable to select a replacement metal {or alloy) with a very
low thermal conductivity in the interest of lowering the heat loss out of the contacts,
and improving the desired thermal isolation of the individual detectors. Aluminum,
therefore, may not be the ultimate choiee ot contact material. However, for test
detcetors which are designed for TGS film evaluation experiments, aluminum is quite
satisfactory. A study of the feasibility of using hismuth, antimony, and other low
thermal conductivity metals and alloys is in progress. Other metals deemed worthy
of evaluation are currently being identified and will be used in evaluation experiments,

D. DEVELOPMENT OF TECHNIQUES FOR THERMA LLY ISOLATING THE DETECTORS

In common with other types of thermal deteetors, pyrocleetrie detectors must be
provided with a high degrece of thermal isolation from their surroundings. Without
adequate thermal isolation, the detector's volfage responsivity becomes seriously
degraded, resulting in poor sensitivity.  Additionally, when arranged in array form,
it becomes necessary to prevent thermal communication hetween detector clements
in order to reduce thermal erosstalk to a minimum.

A number of schemes for accomplishing thermal isolation between the detectors
of the array and its surroundings have been proposed, In the arrangement using poly-
crystalline TGS and an integrated circuit substrate, the sclected approach is to etch
away the silicon from under the regions that would contain the detectors up to the thin
(12, OOO-K)thermally grownsilicon dioxide layer. The etehed regions form a series
of slots as shown in Fig. 2-6. The long narrow silicon beams that remain contain the
FETs required to sample the deteetors of the array, with the detectors being formed
on top of the silicon dioxide film that bridges the silicon beams. The dominant heat
loss mechanism in this arrangement is sideways conduetion through the thin silicon

SEMITRANSPARENT SILANE DEPOSITED
COMMGHM TOP CONTACT SILICON DIOXIDE
INSULATING LAYER

|Ium
;'J L 'fl:;'_s' *\‘F i seazily
Fa i -— Sl02
s]Glo HBE HER
\
,A1ll) SURFaCE b 10 MILS
&\ N & . l

—— 6 MILS — e— 2 MILS

(110) SURFACE

Fig. 2-6. Cross-sectional view of thermally isolated TGS detectors
formed over long slots back-etched through the silicon substrate,
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dioxide film and the eleetrode metallization to the supporting silieon framework. By

making the detectors smaller, one ean inerease the distance over whieh the heat must
flow and aeeordingly reduce the eonveetive heat flow., Thesc eonsidcrations are pre-
scnted in greater quantitative detail in Seetion V, where the cxpeeted performance of

such thermally isolated arrays is assesscd.

Prefercntial Etehing of Silicon Substrates

Many alkaline etches for silieon attack (111) crystallographie plancs very
slowly eompared to all other erystallographie planes. Therefore, straight sided
holes can be ctehed out of the silieon substrate if the straight sided surfaces (as
shown in Fig. 2-6) are arranged to be (111) planes. For the case of individual holes
under cach deteetor (as illustrated in the top view of Fig. 2-7(a)), there are two pairs
of opposite sides to he independently specified as (111) planes. This forces the holes
to have the rhombie shape shown in Fig. 2-7(a) and requires that the wafer surface be
a (110) planc. However, when attempting to ctch such holes, one quickly finds that
there is yet another set of (111) planes that are not perpendicular to the (110) surfaec,
and the ctch cxposcs these planes before "finding" the desired pcerpendicular (111)
planes. The ctching stops when the configuration shown in the cross-sccetional view
of Fig, 2-7(b) is rcached. For the 6-mil wide holes illustrated in Fig. 2-6, the
etehing stops with the apex of the holes only about 2 mils decp, as shown in Fig.
2-7(b). Although some modifieations of this basic scheme exist (such as that shown
in Fig. 2-7(c)), they all involve thinning the wafer to less than two mils total thickness,
thus materially redueing the strength of the supporting silicon substratc,

However, if onc eonsiders slots (i.c. » long narrow "holes" Spanning many
dctectors, as shown in Fig. 2-8), thc above problems with extrancous (111) plancs
and the neecssity of wafer thinning largely vanish. The disturbing (111) plancs give
risc to the sloping ends to the slots (as shown in Fig. 2-8), whieh can be arranged
to be outside of the mosaic arca proper. Sinec the sloping ends on opposite ends of
the long slot do not meet each other (as they do in Fig, 2-7(b)) the necessity of
thinning the wafer never arises.

An ctch masking teehnique was rcecntly developed that uses echrome-gold to
stand up to the hours of ctching required to ctch through a standard 8- to 10-mil thiek
silicon integrated cirevit substrate. This technique was usced to produee a sample in
whieh a scries of parallel slots passcs completely through an 8-n.il thiek (110)
oricnted silicon wafer, cxactly as shown in Fig. 2-8 (including the etched (111) ramps).
The slots were approximat-ly 10 mils wide and 0.375 inch long with a bar of silicon
approximately 4 mils widc between them. These silicon bars arc remarkably strong
and the samples withstood unusually rough treatment without breakage. Sinee both
the strength and teehnology appear favorable for slots, the original idea of holcs has
been abandoned,
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a. Top view of TGS detectors arranged over a mosaic of holes etched in silicon.
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b, Cross-scctional view showing incomplete etch-through in thick silicon substrates.
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¢. Cross=-sccetional view showing complete etch-through in thinned silicon substrates.

IMig., 2-7. Itching of small holes in silicon and associated problems.
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Cross-sectional view along the axis of the slots.

Fig. 2-8. Etching of slots through silicon substrates to achieve thermal isolation.
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Etching experiments have shown that an etch consisting of 210 grams of KOH,
700 ml of H20, and 210 ml of n-propyl alcohol used at 73°C etches (111) planes at 109
of the rate that (110) planes are etched. Thus the undercutting effect can be ccmpen-
sated for by designing an appropriately oversize mask. For a 10-mil thick wafer, for
example, the etch mask should extend 1 mil beyond the boundary of the desired slot.
The sides of the slot will be a straight (111) planes in spite of the controlled under-
cutting.

Another feasibility demonstration indicated that a 20, OOO-A thick film of
thermally grown silicon dioxide spanning a crudely etched 9-mil square hole was also
strong enough to survive rough processing and would easily support a TGS detector.
These two neparate demonstrations of the strength of silicon bars and silicon dioxide
films indicate quite strongly that the present approach is, in fact, a feasible solution
to the problem of thermal isolation.

Recently, the entire composite structure of bars, slots, and bridging silicon
dioxide was fabricated as the ultimate test of strength and technology development.
In the one wafer completed to date, the bars and slots had the same dimensions as
discussed above, and the bridging silicon dioxide film was only 12,000 A thick (the
thickness presently being considered in the final design). Figure 2-9 is a photograph
of this structure as viewed by transmitted light, The silicon is opaque and appears
dark in the picture, whereas the silicon dioxide over the slots is transparent and
appears light in the picture. Note that the ends of the slots (light areas of Fig. 2-9 are

Fig., 2-9. Photograrh of silicon dioxide film bridging 10-mil
wide slots in an 8-mil thick silicon wafer,
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tapered as shown in Fig. 2-8 due to the effects of the sloping (111) planes. The com-
plete structure of slots, bars, and silicon dioxide films has been demonstrated to be a
viable approach to thermal isolation; it will be further tested by attempts to deposit
and define TGS detectors upon the silicon dioxide film.

The present technique of thermal isolation presents an additional benefit
worth noting. Since the circuitry necessary for addressing the detcctor elements will
be confined to the webs of silicon between the slots, and to the unetched framing periph-
eral area, this isolation technique is fully compatible with standard integrated circuit
technology. Nothing must be done to implement thermal isolation except the initial
optical polishing of the back side of the wafer so that it will present a smooth surface
for the chrome-gold etch mask and for the photoresist used to define that ctch mask.
Ordinarily the back side of a silicon wafer is left with a rough ground finish; no diffi-
culties are envisioned from its being optically polished. It is only after all standard
processing steps are completed (but just before the wafer would be subdivided into
individual chips) that the new techniques of etching from the back arc initiated. Therc-
fore, no problems of compatibility should arise between the presently proposed thermal
isolation technology and thc conventional fabrication proccdures used in the manufac-
ture of integrated circuits.

E. EVALUATION OF POLYCRYSTALLINE TGS FILMS

Since the tcchnology of making TGS detectors in their final mosaic structure is
not yet fully developed, it has been necessary to evaluate the TGS films by fabricating
much larger test devices by more conventional means. A very convenient and useful
geometry has been an undelineated film (and top layer metallizationr) atop a 5-mil
thick glass substrate upon which a lower electrode has been previously deposited and
delineated. Although not thermally isolated, these devices do pcrmit meaningful eval-
uations of the TGS film properties to be made with a minimun of new technology and/
or complex preparative procedures.

1. Dielectric Properties

Viewed in their simplest form, the present detectors are simply capacitors
with a TGS dielectric. Rcom-temperature measurements of such TGS test capacitors
at 1 kHz indicate an effective relative dielectric constant of 14.4 and a loss tangent
of 0.1. Since the films are polycrystalline with no a priori orientation, an estimate
of the expected relative dielectric constant can be made by summing the spatially
averaged contributions along the major axes of the TGS crystal. Using the values
quoted by Jona and Shirane? at 23°C and 500 kHz, one estimates a value of 28,7 assum-
ing bulk density. The lower experimental value of 14.4 is actributed partly to film
porosity and partly to the temperature not being 23°C at the time of measurement, If
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the temperature were accurately controlled, this technique would afford a convenient
way to measure film porosity.

Very little has been reported on the logs tangent of TGS but the indications of
present measurements and of results elsewhere 5+ 10 are that it increases at the lower
frequencies of current interest. Measurements of the loss in alanine doped TGS by
Lock? suggest that doping lowers the ac conductivity by about an order o1 magnitude.
However, to date, such doped TGS has not yielded to repoling, thus effectively ruling
out its use in polycrystalline films unless some way can be found to initially depogit the
films with the grains all oriented in the same direction. These considerations should
be explored further because a high loss tangent is a potential contributor to noise in
the completed device.

The dc leakage resistivity was measured to be about 1014 ohm~-cm when
vhoroughly dry and about 1012 ohm-cm when exposed to humid room air. The latter
value compares favorably with measurements on single crystal TGS, 4

Therefore, except possibly for the loss tangent, the present TGS films
appear to have dielectric properties that are well suited to the present application,

2. Poling

The as-deposited TGS films consist of randomly oriented grains that collec-
tively show little or no preferred orientation. It is necessary to pole the pyroelectric
dielectric to align all of the spontaneous polarization vectors of the individual grains
so that their components along the line between contacts are all in the same direction.
If this is not done, symmetry demands (and experiment generally confirms) that the
polycrystailine films produce no output voltage when heated,

Poling is most easily accomplished by applying a de voltage to the TGS capac-
itor either at room temperature or while the device is cooled through its Curie tem-
perature {149°C for TGS).9 Figure 2-10 shows how the responsivity of a test de-
tector (which is proportional to the degree of poling) varies with average dc poling field
(i.e., applied voltage divided by the film thickness). Notice that electric fields in
excess of 30 kV/cm are required for saturation polarization. Unlike single crystals,
polycrystalline films are slow to respond to the poling field, often requiring up to one
hour to reach equilibrium polarization. Figure 2-10 presents the equilibrium polar-
ization attained after several days of poling at room temperature. Notice that this
implies that one can not trade electric field for time — both are needed for effective
poling. The one-hour time requirement effectively precludes the standard hysteresis
loop methods of studying ferroelectric materials, and other ‘echniques will be re-
quired if the need should arise for studying the ferroelectric properties of these TGS
films in greater detail.
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Fig. 2-10. Voltage responsivity of polycrystalline TGS detectors
as a function of poling electric field intensity.

Once equilibrium polarization is obtained, the poling electric field can be
removed. In a single TGS sample set ar ‘de for life test, no degradation in voltage
responsivity was observed over a period of several months, indicating that polycrvstal-
line TGS may not require (requent repoling, However, to assure optimum perfoy-
mance, a means for pericdically repoling the arrayv should be provided, Since this
should only require the application of a dc voltage for approximately one hour, a sim-
ple switch (or timer) connected to some appropriate switching circuit may be all that is

required.
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3. Responsivity

Figure 2-10 also indicates that the saturation polarization from a 20-um thick
polyerystalline TGS detector of area 1/16 square fach leads to a responsivity of ahout
16 volts /watt (for a 500K blackbody and a 120-Hz chopping frequency).  Experimentally
it is {ound that the responsivity is relatively insensitive to most experimental param-
etcrs (details of filin deposition, metal used for the clectrodes, optical transmissivity
of the top layer metallization, ele.) and depends most critically on the TGS film thick-
ness and the thermal loading of the substrate (5 mil thick glass in the case of I'ig.
2-10). The measured responsivity of 16 volts /walt is stightly higher than one calcu-
lates using published vatues8 for the parameters of single crystal TGS and attempting
to take the thermal loading of the glass substrate and polyerystallinity into account,

It would therefore appear that the attainment of the expected responsivity of the TGS
per sc¢ will not be a serious problem. The actual system responsivities cxpected for

TGS mosaic detectors of various sizes and degrees of thermal isolation are discussed

in Section V,

4, Optical Propertics

TGS is quite transparent in the visible and near ultraviolet, thus making it
convenient for visual inspectior and photoresist exposure purposes. llowever, over
the 8- to 14-44m speetral range of interest it is highly absorbing in both single crystal
and polyerystalline form. A 10-4m thick film is sufficient to absorh virtually g!} of
the incident light in this specetral region without the nceeessity of adding absorbipg
(black) layers. Any radiation that does pass through the film is reflected at the lewer
clectrode and passed through the filim a second time, thus effectively doubling the
optical path length. TGS is unique among pyroclectric materials in exhibiting such
strong absorbtion ¢.er the S-{o 14-um spectral interval.

The top layer metallization can be thin cnough to be transparent while still
exhibiting sufficiertly low sheet resistance to provide adeqguate eleetrical conduction
(see Fig. 2-11). In addition, it appears that metallization over the rough granular
TGS surface is much less reflecting (and thus more absorbing) than the same thick-
ness on smooth substrates. This was vividly demonstrated when a top layer metal-
lization of 1 ohm/square of aluminum was used in ¢ detector sample designed for
electrical evaluation. The aluminum on a companion glass monitor slide was highly
reflecting and totally opaque to visible light. The detector, however, exhibited a
responsivity that was only a factor of two lower than that measured on similar detec-
tors with visibly semitransparent metallizations of much higher sheet resistivities.
Thus, no serious optical problems are anticipated with respect to the top layer
metallization.
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Fig. 2-11. Properties of thin bismuth films on glass substrates.,

5. Thermal Stability

TGS is adelicate organic compound that, in time, decomposes (i.e. visibly

chars and eventually turns black) at moderately high temperatures.

Figure 2-12

shows the effects of a five-minute exposure at various temperatures. The length of
time required for visible charring is a strong function of temperature, as indicated.

in Fig. 2-13.

This places an upper limit on the time and/or temperature that is per-

mitted in such processing steps as photoresist drying and thermal densification. At
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Fig. 2-12. TUffects of exposure of TGS to various temperatures.
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Fig. 2-13. Thermal decomposition of TGS.
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its melting point (233°Cy, TGS visibly chars in less than one minute, However, at
commonly encountered storage and operating temperatureg (say up to 100°C), the
estimated time for visible charring is meagured in years. Therefore, no thermaj
stability problems with TGS (other than posgible depoling) are anticipated, and evep

depoling can be remedied in s!ty with 4 repoling circuit built directly into the imaging
system,
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Section |11

SINGLE CRYSTAL PYROELECTRIC ARRAY

A. DESCRIPTION

An alternative approach to producing a thermally isolated array of sensors is
indicated in Fig. 3-1. Here the sheet of sensor pyroeiectric material is a thin single
crystal element which is spaced a small distance from the addressing integrated cir-
cuit arcay. Contact is made between the FET (field effect transistor) gates in the
addressing array and metal pads o: the pyroelectric layer by thin metal springs, the
thermal conduetion of the springs being low enough that they do not act as strong heat
sinks. A merit of the system ig that the material may be permanently polarized be-
fore assembly, thus avoiding the need to apply large voltages after connection to the
FET gate,

Fabrication of the springs is effected as follows. First, Shipley photoresist ig
laid down over the substrate, leaving clear areas where the ends of the springs are
to be attaehecj. Metal fingers are tlgen evaporated through a suitable mask in the
sequence 50 A of ehromium, 1000 A of gold, and 500 A of chromium, Finally, the
photoresist is dissolved away in acetone. When this is done, the greater tension in the
Cr as compared with the Au causes the fingers to curl to the desired radius. Figure
3-2 shows several sueh springs on a substrate of glass with nietal crossbars. Figure
3-3 shows a test assembly of fingers before the photoresist is dissolved, each finger
having a separate external connection for test purposes. The element spacing in
these initial devices is 10 mils. The prescribed thicknesses of metal layers produce
a satisfactory curl to the spring; further checks on reproducibility and optimization
need to be made,

A eomplete ussembly has been made using a small wafer of TGS polished to 1 mil
thick. This material was grown from L-alanine-doped solution and thus is permanently
polarized. The wafer is mounted on a ring with epoxy resin, and square conducting
areas evaporated on the side which will eontaet the springs (Au, 500 ;X). The wafer is
then aligned with the substrate so the springs contact the areas, a 1-mil thick shim
beixg inserted and attached with epoxy resin. Finally, a ground-plane of gold (200
ohms per square) is evaporated on the exposed surface of the TGS. One such assem-
bly is shown in Fig. 3-4; conneetions are led out from rows of elements. At the time
of writing, a separately connected assembly has not been completed,
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Fig. 3-1. Schematic section cf sensor array.

Fig. 3-2. Curled-up spring fingers on strip conductors.
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Fig. 3-3. Fingers on fan-out connectors before photoresist removal.

B. MEASURED RESPONSE

The voltage response (peak-to-peak) of the triangular waveform resulting from
square-wave excitation, for a wafer with small heat loss, is given by:

dp
ar 7T
V=
! 5 € (W/A)
v
where
W/A = incident power/unit area
= = pyroelectric coefficient
dT
CV = volume specific heat
€ = permittivity
T = shutter open time
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Fig. 3-4. Complete assembly showing separate sensor element areas.

If the source is a black body at 500°K with a 1.5-cm diameter opening 6 cm from
the array, and the shutter open time is 1/30 second, the steady-state voltage output
into a high impedance has the theoretical value of 390 mV,

In practice this will be degraded by incomplete absorption of incident heat, by
the shunt capacitance of the amplifier, and by conductive heat losses. Measurements
of the array in Fig. 3-4 give output voltages as follows:

Number of parallel elements | 1 2 3

Peak-to-peak millivolts 13 20 30

The capacitance of the amplifier is relatively large, estimated to be on the order
of 4 pF, and since the capacitance of the elements is 1 pF, the rise in output with
numbcr of elements is to be expected. A low-capacitance amplifier should give an
output of about 50 mV, a satisfactorily high proportion of the ideal 390 mV. Referred
to a 7-mil square, the active detector element size on this assembly, the responsivity
is 3000 volts/watt. :

The springs proved to be remarkably elastic, withstanding compression until they
were bent almost double without permanent change of shape. The contacts to the
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conducting pads on the TGS are believed adequate; they need not be low resistance,
since any resistance less than 1010 ohms will discharge the sensor element.

C. THEORETICAL CONSIDERATIONS

1. Heat sink'mg

There are two heat loss paths from the pyroelectric layer; through the metal
spring fingers and through the air. Radiative loss is negligible compared with that
along these paths. If the dimensions are as follows

Area of element A = 1.6x 10~% cm?
Thickness of pyroelectric d1 = 10Mm
Gap between pyroelectric d, = 50um
2
and substrate
. ' -8 2
Cross section area of finger A2 = 2x10 " cm
Total free length of finger L = 1()-2 cm
Thermal conductivity of finger k1 = 3 watt cm-1 K-1
- e . -4 -1_-1
Thermal conductivity of air k, = 2.4x10 wattcm K

then the thermal conductance of the metal finger and air path in series may be calcu-
lated. The thermal time constant is the ratio of the heat capacity of the element to
the total thermal conductance, which is

Cvdl

T = (3—1)
T k1A2/AL + k2/d2

With the values listed above, which are for 5 mil element spacing, T is 0.02 second.
Thus, a loss of signal due to this conduction of about exp (-T1/Tf) where Tt is the
frame period, can be expected, that is, a factor of about for. - ¢ normal frame times.
A thicker pyroelectric element would increase the thermal t_..e constant but would
also reduce the capacitance and thus increase signal loss due to the shunting effect of
the amplifier input capacitance. With the above dimensions, the conduction of heat
along the finger is approximately equal to the air conduction.

3-5



B il N

. .

A number of methods of increasing the thermal time constant can be en-
visaged: thinning the fingers, increasing the air gap, or evacuating the region, but
these all bring in increasing technological problems for only small signal increases.
There is a considerable advantage in maintaining the thermal constant at close to the
frame time, in that the thermal history of the target is not retained and smearing of
the image of moving objects will not occur.

2. Spatial resolution

Spatial resolution in this system is limitcd by lateral thermal ditision. Cal-
culations have been made of the resolution limit for a bar pattern imaged on a uniform
sheet of sensor material and the dctails are given in Appendix A. The limiting line-
pair rcsolution, i.e., that at which the signal contrast falls to half of that occurring
in the absence of thermal diffusion, is

4, = 2.9 Vor

where D is the thermal diffusivity and T is the shutter-open time, half the total thermal
cycle time. Note that this limit is independent of the thickness of the sensor sheet. For
T =0,03 sandD =5x 103 cm?2 s‘l, as for TGS, dp is 3.5 x 102 em (13.8 mils). All
the available information in the image can be obtained if three elements are contained

in this line-pair soacing, giving an optimum element spacing of 5 mils.

D. WORK PLANNED FOR NEXT PERIOD

The success of the present method ot forming spring fingers has led us to proceed
with the fabrication of u 16-by~16 sensor array. Masks to evaporate the fingers and
form the photoresist cover are being made. The array will be superimposed over the
previously fabricnte if-by-16 x-y addressed substrate integrated circuit. This has
an array of su. [ ¢ pnds available to attach the fingers; although the capacitance of
these pads is 1 pI, rather larger than desirable, it should not result in a major
signal loss. Attempts will then be made to address the entire matrix electronically
and form a thermal image.
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Section 1V

DETECTOR ARRAY ARRANGEMENTS
AND SIGNAL READOUT TECHNIQUES

The pyroelectric deiectors used in the thermal imaging arrays of this program
arc fabricated in the form of minute capacitors. Accordingly, it is neccssary to
sense the signal voltage from cach detector of the array with a high impedancc amp-
lifier having minimum shunt capacitance. The small detector capacitance also dic-
tates that the amplifying clement associated with cach detector be located as closcly
&s possible to the detector to avoid unwanted lead capaecitance. The requirements
for high input impedance and low input and lead capacitance arc rcadily met through
the usc of metal-oxide-semiconductor field effect transistor (MOS-FET) integrated
circuits. These circuits arc used in both types of two-dimensional pyroclectric/
integrated circuit arrays under development. In the X-Y addressed array, the FETs
serve as switched buffer amplifiers which sample the signal voitage generated by the
pyroclectric detectors. In the bucket brigade (BB) array, the FETs serve as switch-
ing clements which transfer the signal charge from one pyrocleetric capacitor to the
other. In both the X-Y and BB image arrays, the image sensor portion consists of a
mosaic of thin TGS (triglycine sulfate) detectors equally spaced in two dimensions.

A. X-Y ADDRESSED ARRAY

1. Circuit Layout of the X-Y Addressed Array

A schematice of the X-Y addressed pyroclectrie imaging array is shown in
Fig. 4-1. Each sensor cell contains a thin film TGS detector and two P-MOS (p-channel
mctal-oxide-semiconductor) enhancement mode FETs (a signal FET and a reference
FET). One clectrode of the TGS detector is conneeted to the gate of the signal FET
while the gate of the reference FET is conneeted to a common line. All pairs of
FETs have their sources connected to their respective eclumn address lines, and
their drains connected to their respective signal lines and reference lines. The
signal and reference lines arc connccted to pairs of matched load resistors located
cxternal to the array, and the outputs of the signal and reference FETs appear as
voltages across the load resistors. The signals from each row of sensor cells are
sensed in a difference amplifier which is also located external to the imaging array.
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Fig. 4-1. Sehematic diagram of an X-Y addressed pyroeleetrie /integrated

eircuit IR imaging array.

2. Addressing Cireuitry and Signal Multiplexing in the X-Y Addressed Array

A sehematie of the array with its assoeiated addressing and multiplexing eir-
euitry is illustrated in Fig. 4-2, Operation is as follows: the gates of the FETs are
Initially biased at ground potential, The gate of the reference FET is tied to a eommon
ground bus while the gate of the signal FET is biased at ground potential through the
resistance of the deteetor., Two FETs are used per sensor eell and a difference
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Fig. 4-2. Schematic of an X-Y addressed pyroelectric sensor array, with block
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