wO 2004/068612 A2 |10 0 OO0 U 0 OO

(12) INTERNATIONAL APPLICATION PUBLISHED UNDER THE PATENT COOPERATION TREATY (PCT)

(19) World Intellectual Property
Organization
International Bureau

(43) International Publication Date
12 August 2004 (12.08.2004)

(10) International Publication Number

WO 2004/068612 A2

(51) International Patent Classification”: HOIM
(21) International Application Number:
PCT/IN2004/000006

(22) International Filing Date: 12 January 2004 (12.01.2004)

(25) Filing Language: English

(26) Publication Language: English
(30) Priority Data:
10/355,289 31 January 2003 (31.01.2003) US
(71) Applicant (for all designated States except US): INDIAN
INSTITUTE OF SCIENCE [INRN]; Attn: Prof. S.K.
Sinha, CSIC Chairman Indian Institute of Science, Banga-

lore 560 012 (IN).

(72) Inventors; and
(75) Inventors/Applicants (for US only): SHIVASHANKAR,

Srinivasarao [INRN]; NE-02, 1.1.Sc. Staff Quarters, 1.1.Sc.
Campus, Bangalore 560 012 (IN). SHUKLA, Ashok,
Kumar [IN/IN]; 924, 7th Cross,, Gokula I Stage | Phase,
Mathikere P.O., Bangalore 560 054 (IN). GAFOOR,
Shaik, Abdul [INRN]; G-5, Kamakshi Residency, Pat-
wary Enclave Near Sandhya Hospital, Jagadgirigutta
Road, Balanagar, Hyderabad 500 037 (IN). MANE, Anil,
Uttam [INRN]; Building C-2, Room No.103, Sarvad-
harma Society, Near Dr. Ambedkar College, Yervada,
Pune 411006 (IN). HARIPRAKASH, Bellie [INRN]J;
4/139, Soraigundu Village, Lovedale Post, The Nilgiris
643 003 (IN).

(74) Agent: THAPPETA, Narendra, Reddy; Law Firm of
Naren Thappeta, # 158, Phase -1,, Adarsh Palm Mead-
ows, Ramagundanahalli, Airport-Whitefield Road, Banga-

lore 560 066 (IN).

(81) Designated States (unless otherwise indicated, for every
kind of national protection available): AE, AG, AL, AM,

AT, AU, AZ, BA, BB, BG, BR, BW, BY, BZ, CA, CH, CN,

[Continued on next page]

(54) Title: ARAPID COATINGPROCESS AND ITS APPLICATION TO LEAD-ACID BATTERIES

Begin

+ 201

h 4

Form a substrate frommaterialhav inglow
density and low melti ng point

v

Deposit a thin metal layer

v

Deposit a thinlead layer

'

Coat the substratewith m etal salt

v

Subject the dippedsubstrate to rapidreaction
process to form an o xidized layer

299

>

»

5

3

»!

(57) Abstract: A precursor chemical compound is applied to a
surface sought to be coated, and subjected to a rapid thermally
activated chemical reaction process (RTACRP) in which the
temperature is quickly raised and lowered. The desired coating
is formed from the precursor chemical compound by a chemical
reaction at the elevated temperature. The structural/chemical
integrity of the surface is preserved due to the use of RTACRP.
The approach may be used to manufacture a high-energy
density lead-acid battery.



WO 2004/068612 A2

(84)

CO, CR, CU, CZ, DE, DK, DM, DZ, EC, EE, EG, ES, FI,
GB, GD, GE, GH, GM, HR, HU, ID, IL, IN, IS, JP, KE,
KG, KP, KR, KZ, LC, LK, LR, LS, LT, LU, LV, MA, MD,
MG, MK, MN, MW, MX, MZ, NA, NI, NO, NZ, OM, PG,
PH, PL, PT,RO,RU, SC, SD, SE, SG, SK, SL, SY, TJ, TM,
TN, TR, TT,TZ,UA, UG, US,UZ,VC, VN, YU, ZA, ZM,
ZW.

Designated States (unless otherwise indicated, for every
kind of regional protection available): ARIPO (BW, GH,
GM, KE, LS, MW, MZ, SD, SL, SZ, TZ, UG, ZM, ZW),
Eurasian (AM, AZ, BY, KG, KZ, MD, RU, TJ, TM), Euro-
pean (AT, BE, BG, CH, CY, CZ, DE, DK, EE, ES, FI, FR,
GB, GR, HU, IE, IT, LU, MC, NL, PT, RO, SE, SI, SK,

TR), OAPI (BF, BJ, CF, CG, CI, CM, GA, GN, GQ, GW,
ML, MR, NE,SN, TD, TG).

Declaration under Rule 4.17:
— as to applicant’sentitlement to applyfor and be granted a
patent (Rule 4.17(ii))for all designations

Published:
— without international search report and to be republished
upon receipt of that report

For two-letter codes and other abbreviations, refer to the “Guid-
ance Notes on Codes and Abbreviations** appearing at the begin-
ning of each regular issue of the PCT Gazette.



10

15

20

25

WO 2004/068612 PCT/IN2004/000006
-1-
A RAPID COATING PROCESS AND ITS APPLICATION
TO LEAD-ACID BATTERIES
Background of the Invention
Field of the Invention
The present invention relates to producing protective coatings on surfaces, and to

manufacturing products such as lightweight lead-acidbatteries therefrom.

Related Art

A coating generallyrefersto arelatively thinlayer of amaterial that is deposited/laid
onarelativelythickpiece (usually) of adifferentmaterial (oftenreferredto as the substrate)
in such away that the coating adheres well to the substrate. Common examples include,
but not limited to, coating of steel with oxides such as aluminum oxide for protection
against corrosionand coating of aircraft components with thermal barrier materials suchas
zirconium oxide. Coatings may be relatively thick i.e., tens of micrometers in thickness,
or relatively thini.e., a few micrometersinthickness or evenless. Aluminum oxide coating
and zirconium oxide coating, noted above, respectively represent a relatively thin coating

and a relatively thick coating.

A number of techniques have been developed to deposit coatings of awide range of
materials - metals, metal compounds (including oxides and nitrides), semiconductors,
insulators, and polymers. These may be broadly classified as (a) physical and (b) chemical
techniques. The physical techniques include thermal and e-beam evaporation,
de/rf/magnetron sputtering, ion plating, cathode arc deposition, and plasma spraying.
Electrochemicaldeposition, chemical vapor deposition, dip coating, and spray pyrolysisare

some of the chemical techniques for coating formation.

The physical and chemical techniques noted above are generally employed in

industry for the manufacture of a variety of goods and articles in common use. Inmany of
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these methods, the substrate to be coated is maintained at ordinary room temperature,
enabling the coatings to be applied to even those substrates (such as organic polymers),
which cannot usually withstand high temperatures. However, chemical methods (save
electrochemical deposition) require that the substrate be raised to an elevated temperature
in order that chemical reactions that lead to the formation of the desired coating occur at a
rate high enough to be practically and economically viable. Indeed, as is well known, at

least some chemical reactions do not take place at a measurable rate unless the temperature

Is sufficientlyhigh.

In general, the rate of deposition of coatings (measured, say, in micrometers per
hour) through physical methods is lower than through chemical methods. An exceptionis
the plasma spray method, in which the temperature of the surface to be coated is raised to
high levels (thousands of degrees Celsius) at the points of coating. The high temperature
enables the coating to be carried out at a high rate and aids the adherence of the coating to
the substrate. However, such a process may be unsuitable for substrateswith low melting

points.

Thus, itmay be appreciatedthat chemical methods (andthe aforementionedphysical
method) offerhigher depositionrates, but generally require temperatureswhich may be too
high for certain applications. Accordingly, it is desirable to have a coating method that
offers the advantages (e.g., high rate and cost-effective deposition) of chemical methods,
but yet leaves the substrate intact at the end of the process, despite the elevation of

temperature that might be necessary.

Such a coating process may be desirable in manufacturing several types of devices.
An example of such a device is a lead-acid battery, with enhanced energy density, as

described below.
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A battery refers to a device which stores electrical energy such that the energy is
available at desired times on demand. Batteries typically contain two electrodes, i.e., an
anode (negative plate) and a cathode (positive plate) placed in an electrolyte. Electrical
energy.is generally obtained from abattery as and when desired by connectingthe electrical
appliance to be operated to its negative and positive plates, as is well known in the relevant

arts.

Lead-acid batteries are in widespread use in several places such as automobiles,
boats, airplanes, and for emergency power supply (uninterrupted power supply). In one
conventional design, the negative and positive plates/grids of lead-acid batteries are
implemented using lead alloys having lead in abundant proportions (including pure lead).
At these electrodes, a primary role of lead/lead alloy is to provide a path for electrical

conduction during battery charging and discharging.

Although lead alloys are not generally as good electrical conductors as metals such
as copper., they are often preferred over other metals due to the stability they provide during
battery charging and discharging, and their relatively low cost. Specifically, lead/lead
alloys are typically able to withstand appreciably the highly corrosiveenvironment created
by the acid electrolyte. Metals more conductive than lead are either quickly corroded in

acids(e.g., aluminium, copper) ortoo expensiveto be commerciallyviable (e.g., platinum).

In lead-acid batteries, the framework of a battery plate that supports the active
material and also serves as the current collector is referred to as the "grid". In the battery
terminology, the plate is also called an electrode. By definition, the electrode is an
electronic conductor, which acts as a source or a sink of electrons involved in

electrochemicalreactions taking place in such a battery.
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While plates/grids made of lead/lead alloys are reasonably stable in the acidic
environment of the lead-acid battery, they are nevertheless corroded during the normal
operation of the battery, limiting the lifetime of such a battery. It is thus desirable to

provide protection against such corrosion, so as to enhance the durability of lead-acid

batteries.

Furthermore, due to the high mass-density of lead (11.3 grams per cubic centi-
meter), lead-acid batteries are usually heavy. It is often desirable that batteries store high
energy, but weigh less. Accordingly, a metric referred to as energy density, which is
measured by the number of watt-hours (Wh) of energy stored in a battery per kilogram
weight (kg) of the battery (abbreviated as Wh/kg), is often used to measure the efficacy or
desirability of abattery. Thus, itis generally desirableto provide batterieswith high-energy
density.

Forexample, electricvehicles(EVs) forneighborhood applicationssuchas hospitals,
industrial parks, holiday resorts, residential communities, and city centers require batteries
with high-energy density because, otherwise, the traction of the heavy batteries would in
itself consume a sizeable fraction of the stored energy of the batteries. It is estimated that,
for such applications, batteries with energy density of 40-50 Wh/kg would be more

appropriate.

By contrast, many lead-acid batteries currently available in the market have energy
density of about 30 Wh/kg. High-energy density batteries are generally important also in
portable power applications, ¢.g., airborne systems, in which the weight of each
componenthub-systemis typically at a premium. High-energy density lead-acidbatteries
would also be advantageous in conventionalautomobileswith internal coinbustionengines,
as well as in hybrid EVs, where fuel efficiency would be marginally enhanced when

batteries are lighter.
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In attempting to achieve a significant reduction in the total weight of a lead-acid
battery (without reducing the amount of energy stored), an effective approach, therefore,
would be to reduce the weight of the plates/grids constituting the electrodes of the battery.
This may be accomplished by replacing the electrode structure made entirely of lead/lead
alloy with a structure that uses a lightweight material, which merely acts as a physical
support (substrate), and is covered by a relatively thin lead alloy layer (or laminate) that

performs the charge/discharge functions of the battery.

Theuse of sucha composite structure for the battery plate/grid, instead of arelatively
thick plate made entirely of lead alloy, can result in a significant reduction in the total
weight of each plate/grid. A corresponding increase in theenergy density of the lead-acid
battery then ensues. However, the use of a relatively thin layer of lead increases the need
for its protection against corrosion in the strong acid environment of the lead-acid battery.

Some of such example approaches are briefly described below.

For example,U.S. PatentNumber 4,221,854, entitled, "Lightweight laminated grid
for lead-acid storage batteries", issued to Haomar et al. (hereafter Hammar) describes a
lead-acid battery in which a grid/plate comprises a substrate made of a polymer (such as
polyvinychloride) laminated with a thinlead/lead alloy foil. This combinationreduces the
weight of the battery plate/grid, contributing to an increase in the energy density of the
battery. However, Hanmairdoes not appearto describe acorrosionresistantcoating (and/or
a process for forming the same on the substrate). As a result, the plate/grids of Hamar
may be subsceptibleto corrosion in acid electrolytes, thereby limiting the durability of the

corresponding batteries.

U.S. Patent Number 4,713,306, entitled, "BatteryElementand Battery Incorporating
Doped Tin Oxide Coated Substrate" issued to Pinsky et al (hereafter"Pinsky") describes a

battery elementuseful as at leasta portion (which appears to mean the grid) of the positive
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plate coated with electrically conductive doped tin oxide. The tin oxide coating does not

appear to be meant to provide protection to the grid against acid corrosion since the grid

made of glass fibre is inherently resistant to acid corrosion.

U.S. Patent number 5,643,696, entitled, "Battery plates with lightweight cores"
issuedto Rowlette describes battery plates/grids made of metallic substrates (aluminum or
titanium or their alloys) coated with lead/lead alloy. These metallic substrates may still
have unacceptably high mass density (e.g., aluminum has an approximate mass density of
2.7 grams cm-3). Accordingly, it may be desirable to produce batteries using substrates

made of materials having an even lower mass density.

Another example approachis described inU.S. Patent Number: 6,232,017, entitled
"Grid for lead-acid battery”, issued to Tsuchida et al (hereafter "Tsuchida"), in which
polyamide and glass fibers are used to construct a composite battery plate/grid. Theweight
of the grid is reduced, in comparison with conventional grids made entirely of lead/lead
alloys, by using the low density of polyamide to form a support structure, and a glass fiber
sheet coatedby a thinlayer of lead/alloy to formthe electricity-collectingpart of the battery
plate/grid. However, a corrosion resistant coating of the plates/grids appears to be absent
in Tsuchida,just as it is absent in Hammar, thereby making the embodiments susceptible

to acid corrosion.

In the U.S. Patent Number 6,316,148, entitled, "Foil-encapsulated, lightweight,
high-energy electrodesfor lead-acidbatteries”, Timmons etal (hereafter Timmons) describe
another approachto reduce the weight of lead-acid batteries. The electrodes are made of
non-lead substrates (such as aluminum) encapsulated by thin sheets of conductive foils of
lead/lead alloy, which conduct electricity. The foils, being corrosion-resistant, protect the
substrate from acid corrosion. The weight of the battery is reduced by the use of non-lead

substrates with mass density no greater than 70% of the mass density of lead. However,
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Timmons also appears to suffer from the same inadequacies of Hammar and Tsuchida in

that a corrosion-resistantcoating of the plate/grid appears to be absent.

Inadditionto providing high-energy density,itmay be desirableto produce batteries
meeting several other requirements. For example, it may be desirable to use cost-effective
material for the substrates to reduce the overall cost of producing batteries. The overall
manufacturing technology may further need to allow thin coatings of lead alloy on such a
cost-effectiveand lightweight (lowmass density) substratematerial. The technology may
further need to allow corrosion resistant coatings to be applied to the plates/grids, in order

to enhance the durability of the resulting lead-acid batteries.

One problem with the use of a low cost material, which also has a low mass density
as the substrate is that the melting point of such a material may be low, making it
incompatiblewith severaltechnologiesemployed in the manufacture of lead-acidbatteries.
Similar incompatibility may also exist when applying a corrosion resistant (yet with a

sufficiently good electrical conductivity) coating on the lead alloy layer.

For example, the formation of such a corrosion-resistant coating (asthat of tin oxide)
on the lead/lead alloy layer of the battery plate/grid usually requires a temperature
significantlyhigher than327°C, the melting point of lead. (The melting point of lead alloys
usually employed in lead-acid batteries is lower than 327°C.) In particular, the formation
of atin oxide layer by the simple and convenient "dip coating™ method requires calcination
at atemperature in the range 450-600°C, as described in the article entitled, "Development
of positive electrodeswith Sn02 coating by applying a sputtering technique for lead-acid
batteries", by Kurisawaet al., published in the Journal of Power Sources 95 (2001)pp. 125

-129 (hereafter "Kurisawa").

Accordingly, itis stated in the abstract of Kurisawathat, ". .. itis impossibleto apply
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this (dip coating) method to a Pb (lead) substrate ...", appearing to imply that the

calcination temperature required to form the protective tin oxide layer in this method is

incompatible with the lead/lead alloy plate/grid.

Attempts have therefore been made by Kurisawa to use coating technologies that
employ low temperatures. For example, Kurisawa describes using vacuum-based thinfilm
technology to form protective Sn02 coatings on lead grids. In such a coating process, the
temperature of the lead grid to be coated does not exceed approximately 120°C.
Specifically, Kurisawa teaches using the radio frequency (RF) sputtering technique to
deposita 15micrometerthick Sn02 coating onto a 500 micrometer-thick lead plate. Such
a protective coating of SnO2, on the relatively thin lead plate/grid, has been shown in
Kurisawato be effectivein reducing positive plate/grid corrosion in lead-acid batteries and

in improving the energy density of the batteries thereby.

However, sputtering is generally a slow process (e.g., Kurisawa indicates a rate of
0.4 micrometer/hour), which may require that the substrate (along with the lead alloy
coating) be subjected to ambient temperatures (e.g., 120°Cin Kurisawa) for many hours.
The prolonged exposure to such ambient temperatures may compromise the mechanical
integrity of the plates/grids having low melting points, even if the ambienttemperatures are

lower than the melting point of the materials forming the substrate and the coatings.

Furthermore, as sputtering is generally a line-of-sightdeposition process, both sides
of an electrode (plate/grid) cannotbe coated in a single step, unless complex and expensive
sputtering apparatus is employed. The cost of forming a corrosion-resistant coating on a
battery plate/grid by such a sputtering process is likely to be high, which may not be

acceptable in several applications.

Therefore, what is also required is a process, which allows the corrosion-resistant
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oxide coating of lead/lead alloy layersto be formed onbattery plates/grids constructed from
a lightweight, inexpensive material, usually having a low melting point. Suchplates/grids

may then be used to fabricate lead-acidbatteries, whichwould have a higher energy density

and a longer lifetime than the conventional lead-acid batteries.

Summary of the Invention .

An embodiment of a grid structure (used in a lead-acid battery) may contain a
substrate made from a material having a mass density of less than 25 grams cm-3 ,and a
melting point lower than 300 degrees Celsius. A metal layer may be deposited on the
substrate. A lead/lead alloy layer may be deposited on the metal layer, wherein the metal
layer supports adhesion of said leadlead alloy layer. An electrically conductive and
corrosion-resistant layer provides corrosion protectionfor the leadlead alloy layer. Due to

the low mass density of the substrate, a high-energy density may be obtained.

In an embodiment, the substrate is made of a suitable plastic polymer.. The

. embodimentmay be implementedwith the metal layer being not more than 10micrometers

in thickness, the leadlead alloy layer being not more than 100 micrometers in thickness,
and the protective layer being not more than 15micrometers inthickness. The electrically
conductive and corrosion-resistantlayer may contain SnOx, wherein X represents anumber

between 1 and 2.0.

A method according to another aspect of the present invention enables a grid
structure to be manufactured. The method may contain coating a substrate with a metal
compound, wherein the substrate is previously coated with a metal layer and a lead/lead
alloy layer, and wherein the substrate is made of material having a low melting point. The
substrate is then subjected to a rapid thermally activated chemical reaction process
(RTACRP) in which temperature is raised and lowered quickly in a short duration to form

an electrically conducting and corrosion-resistant metal compound layer on the lead/lead
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alloy layer.

Due to the quick raising and lowering of the temperature, the rapid thermally
activated chemical reaction process doesnot affectthe chemical/mechanical integrity ofthe
totality of the plate/grid structure and, specifically, that of the substrate made of material

having a low melting point.

The metal compound may be provided in the form of a solution or a slurry. In an
embodiment, the metal compound comprises tin, and the protective layer comprises tin
oxide. The RTACRP may be implemented using one a set of halogen lamps, using a

suitable furnace or using a laser beam.

Further features and advantages of the invention, as well as the structure and
operation of various embodiments of the invention, are described in detail below with
reference to the accompanyingdrawings. Inthe drawings, like reference numbers generally
indicate identical, functionally similar, and/or structurally similar elements. The drawing
inwhich an element first appears is indicated by the leftmost digit(s) in the corresponding

reference number.

Brief Description of the Drawings

The present invention will be described with reference to the accompanying
drawings, wherein:

Figures (Fig.) 1A and 1B are diagrams illustratingthe details of grid/plate structure
in an embodiment of the present invention;

Figure 2 is a flowchart illustrating the method of fabricating the grids used in a
battery according to an aspect of the present invention;

Figure 3 is an example model illustrating the details of lead-acid batteries in an

embodiment of the present invention; and
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Figure 4 is a flowchart illustrating a general approach for attaining a chemical

reaction without compromising the integrity of surfaces to be coated.

Detailed Description of the Preferred Embodiments

1. Overview and Discussion of the Invention

Ax aspect of the present invention enables high rate of deposition using a chemical
process without compromising the structural integrity of a surfaceto be coated, even if the
surface has low melting point. Suchanresult is achievedby applying a precursor chemical
compound to the surface and subjecting the coated surface to a rapid thermally activated
chemical reaction process, in which the ambient temperature is raised (to a high value or
level) and lowered quickly. Due to the high ambient temperature, the desired chemical
reaction may occur to form a coating derived from the precursor compound. Due to the
quick raising and lowering of the temperature, the structural integrity of the underlying

surface is not compromised. Such an approach may be used to coat a variety of surfaces.

Another aspect of the present invention provides a plate/grid structure used in a
lead-acidbattery. Sucha plate/grid structure may be implemented using the approach(es)
described in the previous paragraph. The plate/grid structure may contain four layers:
substrate, metal layer, lead layer and a fourth layer which is electrically conductive and
corrosion-resistant. The substrateis formedwith a material of low density and low melting
point, which acts as the base on which other layers are deposited. The metal layeris chosen
to operate as a seed layer for the deposition of a layer of lead as the next layer in addition
to providing adhesive support for the lead layer. Lead layer (formedby pure lead or alloys
of lead) provides the electrical path for charge/discharge of the battery. The fourth layer,
which is electricallyconducting, operates also as a protective layer against corrosion of the

underlying lead layer.

Due to the use of a low-density material for the substrate, the weight of each
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plate/grid is reduced (leading to a corresponding increase in the energy density of the
lead-acid battery). By choosing a low-meltingpoint material for the substrate (e.g., plastic
polymer), its cost can be reduced, which makes the battery less expensive. As the
plates/grids are of low weight, the battery container, which encloses and supportsthem may
also be made lighter, leading to further increase in the energy density of the lead-acid

battery.

The descriptionis continuedwithreference to anexample grid/plate structure,which
canbe implementedaccording to an aspect of the present invention. Severalaspects of the
invention are described below with reference to examples for illustration. It should be
understood that numerous specific details, relationships, and methods are set forth to
provide a full understanding of the invention. Oneskilled in the relevant art, however, will
readily recognize that the invention can be practiced without one or more of the specific
details, or with other methods, etc. In other instances, the details of well-known structures

or operations are not shown so as to avoid obscuring the invention.

2. Grid/Plate Structure

Figures 1A and 1B are diagrams illustrating the details of grid/plate structure 100in
an embodiment of the present invention. Figure 1A is a diagram illustrating the details of
frontview of plate/grid structure100. Different layers formingthe plate/grid with lowmass
density are describedbelow with reference to Figure 1B. Grid/plate structure 100is shown
containing substrate 110, metal layer 120,lead layer 130and protective, corrosion-resistant

layer 140. Each layer is described below in further detail.

Substrate 110, formed from material with a low mass-density and a low melting
point, constitutes the core of a plate/grid on which other layers are deposited. As noted
above, the low mass-density and low melting point enable high-energy density lead-acid

batteriesto be implemented at a low cost. Inanembodiment, substrate 110is implemented
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using acrylonitrilebutadiene styrene(AB S)polymer (plastic). Othertypes ofpolymers can
be used for substrate 110. The generally flexible nature of plastics makes substrate 110
tolerant to mechanical stress. In addition, as polymer plastics such as ABS are not subject

to corrosion even in the concentrated sulfuric acid present in lead-acid batteries.,substrate

110may be further suitable to lead-acid batteries.

Metal layer 120may be formed by a low cost metal such as copper or nickel, even
though more expensive metals such as gold can also be used when applications so require.
Metal layer 120 may be deposited so as to have the desired thickness (generally less than
10micrometers). Metal layer 120 operates as a seed layer for the deposition of lead/lead

alloy layer 130, while also providing adhesive support to it.

Lead/lead alloy layer 130may be formedby athin layer of lead or a lead alloy (e.g.,
lead-tin alloy) deposited onto metal layer 120. As lead is a high-density material, it may
be desirableto keep the lead (or lead alloy) layer appropriately thin to obtain a high-energy
density inthe resulting lead-acidbattery. As iswell known inthe relevant arts, lead (or lead

alloy) layers provide electrical conduction path for charge/discharge of the battery.

Protective layer 140 represents an example of an electrically conductive and
corrosion-resistantlayer (for example, tin oxide) deposited onto lead/lead alloy layer 130
to protect the plate/grid from chemical corrosion. Protectivelayer 140may be made of any
electrically conducting, corrosion-resistant oxide, including.,but not limited to, binary
oxides, such as, tin oxide (SnOx, where 1<=x<=2, but not excluding non-stoichiometric
Sn02, wherein ‘<=’ represents the logical relationship of less than or equal to), titanium
dioxide (TiO2), iridium oxide (IrO2), ruthenium oxide (RuO2), or ternary conducting
oxides. Layer140 may also be formed by an electrically conducting, corrosion-resistant,

non-oxide material such as titanium nitride (TiN).
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As noted in the background section above, the deposition of these protective layers
may present challenges if low melting point material(s) is (are) present in the underlying
layers/substrate. The manner in which such concerns may be addressed is described with

reference to an example manufacturing process.

3. Manufacturing Plates/Grids for Lead-Acid Batteries

Figure 2 is a flowchart illustrating a process for fabricating plates/grids according
to anaspect of the present invention. The method is described with referenceto Figures1A
and 1B for illustration. However, the method can be implemented in several other
embodiments as will be apparentto one skilled in the relevant arts based on the disclosure

provided herein. The method begins in step 201 in which control passes to step 210.

In step 210, a substrate is formed from a material of low mass-density and low
melting point. Several well-known methods can be used to form the substrate. For
example, injectionmolding may be used to form substrate 110from the ABS (acrylonitrile
butadiene styrene) plastic. In the alternative, a stamping process may be used to form

substrate 110 from a glass fiber-reinforced plastic.

In step 220, a thinmetal layer is deposited onto substrate 110to provide supportfor,
andto enable, the deposition of the next lead/lead alloy layer. For example, copper may be
used to form this thin metal layer, as it is inexpensive. One of several well-known
approaches can be used to form the copper layer on substrate. For illustration, electroless
plating process may be used to deposit copper layer on substrate 110. While electroless
plating provides an inexpensive approach, more expensive techniques such as vapor
depositionprocess may alsobe used. The thinmetal layer correspondingto metal layer 120

of Figure 1B ensures sufficientadhesion of the next lead layer to the substrate.

Instep 230, a thinlead/lead alloy layer is depositedonto the tnmetal layer to form
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the generally required electrical conduction path of lead-acid batteries. Thethinlead/lead

alloy layer may be formed by an electroplatingprocess. Steps 250 and 270 can be used to

deposit a protective layer, which prevents corrosion of the underlying layers 120and 130.

In step 250, a coating of a suitable metal compound is applied to the structure
resulting from step 230. In general, the metal compound needs to be chosen suchthat the
layer resulting from the rapid thermally activated chemical reaction process of step 270
forms an electrically conductive and corrosion-resistant layer. Sucha layer (coating) may
be applied using several approaches and needs to be consistent with the physical form in

which the metal compound is present.

For example, to deposit a tin oxide layer, a solution (or slurry) of tin chloride in an
alcohol may be used and the structure may be dipped in the solution (slurry). Such a
dip-coating process generally covers the entire grid surfacein a single step. Alternatively,
the solution may be sprayed in such a way that the entire grid is covered by the solution.
On the otherhand, if the metal salt is present in the form of powder, the coating of the grid

may be achieved by spraying the powder on the structureusing suitable equipment.

In step 270, the structure coated with the metal compound subjected to rapid
thermally activated chemical reaction process to form the desired electrically conductive
and corrosion-resistant layer. As is well known, rapid thermal processing (RTP) refers to

a process in which the temperature of an object is raised and lowered quickly typically to

- remove any physical damage causedto the object inprior manufacturing steps. The concept

of RTP is extended in this invention to accomplish chemical reactions, which usually

require exposing an object to elevated temperatures.

Thus, according to an aspect of the present invention, the substrate resulting from

step 250, is exposedto a chemically reactive ambientin which the temperate is raised and
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lowered very rapidly. Asthe temperatureis lowered quickly, the structuralintegrity of the
underlying substratewith low melting point is unaffected. At the sametime, the integrity
of theunderlyinglead alloyis also retained. However, dueto the high temperature attained,
the chemical reactions leading to the formation of desired chemical compound, i.e., a
corrosion-resistant, yet electrically conducting layer on the structure resulting from step
250.

In one embodiment, the structure of step 250 is placed in a furnace in which the
temperature is raised quickly (for example, at a rate of 10-50°Cper second) in an
oxygen-containing (e.g., normal air) ambient. Such an approach results in a thn layer of
metal oxide (e.g., SnOXx, where 1<=x<=2, but not excluding non-stoichiometric Sn02)

without melting any of the other layers formed in steps 210 to 250.

In another embodiment, halogen lamps of desired power are used for rapid heating
through radiation. In such a case, the protective layer (e.g., SnOx) may be formed by
heating a dip-coated plate/grid rapidly by turning on the halogen lamps for the required
duration (forexample, 10seconds). Inyet another alternativeapproach, rapid heating may
be achieved through a laser beam. Steps 250 and 270 may be repeated several times to

obtain desired thickness of the protective layer.

In general, steps 250 and 270 may not be necessary for fabricating the negative
plate/grid, as negative plate/grid of a lead-acid battery is less vulnerable to chemical
corrosion. However, for ease of manufacturing process, fabrication of the negative grid

may be identical to that of positive grid as illustrated above.

It may be appreciatedthat steps 250 and 270 may involve simpleprocessesthat may
be carried outusing inexpensiveequipment. The combinationof steps 250 and 270 enables

the use of lightweight plastic substrate and a thin layer of lead layer 130 (of Figure 1B),
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resulting in a substantial reduction of the weight of plates/grids and thus the weight of

lead-acid batteries. The method ends in step 299.

The manner in which lightweight plates/grids thus manufactured are assembled to

provide alead-acid battery is described below with reference to Figure 3.

4. Lead-AcidBattery

Figure 3 is a diagram illustrating the details of a lead-acid battery implemented
according to an aspect of the present invention. Battery 300 is shown containing
plates/grids 310 and 320, absorbent glass mat 330, lug 340 and container 350. Each

component is described below.

Each of plates/grids 310and 320 may contain multiple units of plate/grids formed
as illustrated in Figure 2, depending on the amount of energy to be stored and delivered at
a desired battery voltage. Plates 310and 320 may be formedin a knownway, for example,
by applying lead oxide paste followed by curing. One of the two plates/grids 310and 320
may be implemented as a negative plate and another as a positive plate, in a known way
(basedonunits of plate/grid 100). Electrolyteand active paste may also be appliedbetween
a plurality of plates/grids 310and 320 in a known way.

Absorbent glass mat 330 separates plates/grids 310 and 320 from each other. Lug
340 connects the plate straps and may be implemented using light weight material because
lug 340 needs only to support low-weight plates/grids provided, using various aspects of

the present invention.

Container 350 generally needs to be made with a strong, leak-proof, and
corrosion-resistantmaterial. Container 350 may also be made of low mass density material

to further reduce the weight of battery 300. Thus, various aspects of the present invention
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enable lead-acidbatterieswith high-energy density and long life to be provided at low cost.

While several aspects of the present invention are described above with referenceto
lead-acid batteries for illustration, it should be understood that the present invention can be
used to manufactureothertypes of devices, whereinhighambienttemperaturesarerequired
(e.g., to ensure that the desired chemical reaction occurs at a desired high depositionrate)
and prolonged exposure to high temperatures is undesirable (e.g, due to compromise in
structural/chemical integrity by such prolonged exposure). The corresponding method is

summarized below.

5. Method
Figure 4 is a flowchart illustrating a method using which rapid deposition of a
desired coating canbe obtained on a surfaceaccordingto an aspect of the present invention.

The method begins in step 401, in which control passes to step 410.

In step 410, the surfaceto be coated is cleaned. In general, the cleaning dependson
the surfaceand/or the environmentin which cleaning is to be performed. Techniques such
as sand blasting (an example of a physical cleaning process) and acid etching (example of

a chemical process) may be employed.

In step 430, a precursor chemical compound is applied to the surface. The choice
of precursor compound depends on the coating material sought to be obtained in the steps
below. The precursor chemical compound can be in any form (liquid, slurry, powder, etc.,
as described above), and the application approach depends on various factors such as the

form in which the chemical compound is being applied.

In step 450, the desired coating is formed by subjecting the surface, to which the

precursor chemical compound has been applied, to a rapid thermally activated chemical
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reactionprocess. The coating is derived from the precursor chemical by the rapid chemical
reaction it undergoes at the elevated temperatures attained in the ambient employed.
Approaches such as those based on furnaces, laser beams, halogen lamps can be used for
the rapid attainment of high temperature required for conducting the chemical reaction

process, as described in sections above.

In step 470, steps 430 and 450 may be repeated several times to obtain a desired
thickness of coating. The method ends in step499. Thus, an aspect of the present invention
provides a coating method that combines the advantages (e.g., high rate and cost-effective
deposition) of chemical methods, leaving the substrate intact at the end of the process,

despite the elevation of temperature that might be necessary or desirable.

6. Conclusion

While various embodiments of the present invention have been described above, it
should be understood that they have been presented by way of example only, and not to
imply any limitation. Thus, the breadth and scope of the present invention should not be
limited by any of the exemplary embodiments described above, but shouldbe defined only

in accordance with the following claims and their equivalents.
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What Is Claimed Is:

1. A grid structureused in a lead-acid battery, said grid structure comprising:

a substrate made from a material having a mass density of less than 2.5 grams cm-3,
and a melting point lower than 300 degrees Celsius;

ametal layer deposited on said substrate;

a leadlead alloy layer deposited on said metal layer, wherein said metal layer
supports adhesion of said lead/lead alloy layer; and

an electrically conductive and corrosion-resistant layer providing corrosion

protection for said leadlead alloy layer.

2. The plate/grid structure of claim 1, wherein said low-mass density is less than

about 1.5grams cm-3 and said low melting point is less than about 175 degrees Celsius.

3. The plate/grid structure of claim 2, wherein said material comprises a polymer.

4. The plate/grid structure of claim 3, wherein said polymer comprises plastic.

5. Theplate/grid structure of claim 2, wherein said metal layer is not more than 10
micrometers in thickness, said lead/lead alloy layer is not more then 100 micrometers in

thickness, and said protective layer is not more than 15micrometers in thickness.

6. The plate/grid structure of claim 4, wherein said electrically conductive and
corrosion-resistant layer comprises SnOx, wherein X represents a number between 1 and

2.0.

7. A battery comprising:
a positive plate; and

a negative plate containing a grid structure, said grid structure comprising:
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a substratemade from amaterial having amass density of lessthan 2.5 grams
cm, and a melting point lower than 300 degrees Celsius;
a metal layer deposited on said substrate;
alead/lead alloy layer deposited on said metal layer, wherein said metal layer
supportsadhesion of said leadlead alloy layer; and
an electrically conductive and corrosion-resistantlayer providing

corrosionprotection for said lead/lead alloy layer.

8. The battery of claim 7, further comprising:
a container for holding said negative plate and said positive plate; and

an electrolyte also located within said container.

9. The battery of claim 8, wherein said material comprises a polymer.

10. The battery of claim 9, wherein said polymer comprises plastic.

11. The battery of claim 10, wherein said metal layer is not more than 10
micrometers in thickness, said leadlead alloy layer is not more than 100 micrometers in

thickness?and said metal compound layer is not more than 15micrometers in thickness.

12. The battery of claim 11,wherein said anode also comprises said substrate, said

metal layer, said lead alloy layer and said metal compound layer.

13. A method of manufacturing a grid structure used in a battery, said method
comprising:
coating a substrate with a metal compound, wherein said substrate is previously

coated with a metal layer and a leadlead alloy layer, wherein said substrate is made of
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material having a low melting point; and
subjecting said substrate coated with said metal compound to a rapid thermally
activated chemical reaction process in which temperature is raised and lowered quickly in

a shortdurationto form an electrically conductingand corrosion-resistantmetal compound

layer on said lead/lead alloy layer.

14. The method of claim 13, wherein said rapid thermally activated chemical
reaction process does not affect the chemical/mechanical integrity of said substrate made

of material having a low melting point.

15. The method of claim 13, wherein said rapid thermally activated chemical
reaction process causes said electrically conducting and corrosion-resistant layer of metal
compound to be formed, without melting either the lead/lead alloy layer or said substrate

made of material having a low melting point.

16. The method of claim 14, wherein said metal compound is provided in the form

of a solution or a slurry.

17. The method of claim 15,wherein said metal comprisestin, and said protective

layer comprises tin oxide.

18. The method of claim 15, wherein said subjecting comprises one of using a set

of halogen lamps, using a suitable furnace or using a laser beam.

19. The method of claim 15, wherein said coating of the substrate with a suitable
metal compoundand said rapid thermally activated chemical reaction process are performed

a plurality of times to achieve said protective layer of a desired thickness.
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20. A method of forming a coating of a desired material on a surface, said method
comprising:
applying a precursor chemical compound to said surface; and
subjecting said surface to a rapid thermally activated chemical reaction process to

form said coating derived from said precursor compound.
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