Advances in Conductive Inks across Multiple Applications and Deposition
Platforms

Scott E. Gordon, Jay R. Dorfman
DuPont Microcircuit Materials, Research Triangle Park, NC 27709, USA

Daniel Kirk, Kerry Adams
DuPont Microcircuit Materials, Bristol, BS16 1QD, UK

Abstract

Printed Electronics is generally defined as the patterning of electronic materials, in solution form, onto flexible substrates,
omitting any use of the photolithography, etching, and plating steps commonly found within the Printed Circuit Board (PCB)
industry. The origins of printed electronics go back to the 1960s, and close variants of several original applications and
market segments remain active today. Through the 1980s and 1990s Printed Electronic applications based on Membrane
Touch Switch and Electroluminescent lighting technologies became common, and the screen printed electronic materials
used then have formed the building blocks for many of the current and emerging technologies and applications.

It has been only in recent years that the term Printed Electronics, with the inherent benefits of low cost manufacturing using
additive processing, has captured the attention of a much wider audience. One consequence of this attention has been the
rush to invest in new materials and patterning processes. While the results so far have generated some as yet unrealized
market hype, there are many new and emerging applications that are just entering into production. But instead of requiring
radical changes, many of these applications are using screen printed conductive materials that are fundamentally similar to
those materials that have been used for over 30 years. We present here a review of both traditional and emerging applications
for Printed Electronics, with a focus on the printed functional materials. We also present several recent advances in the
capabilities of conductive inks for various deposition methods.

Introduction

Printed Electronics (PE) is not new, but it has been generating a lot of attention and new participants since the mid-2000s.
Some of the more traditional applications such as keyboards, appliances, battery testers, electroluminescent lamps, and
biosensors date back to the 1970s. Over the past several years there has been an increasing awareness of the potential
benefits of PE, especially with the anticipation of electronics printing that can utilize the high volume Roll-to-Roll printing
assets that are being made possible through the convergence of the Electronics and Graphics Printing industries.

The commercialization of large-scale printed-electronics devices is contingent on — among many other things — continued
progress in the capabilities of the conductive grids, finger lines, shunt lines and bus bars. Due to the different requirements
for current handling, registration and topography in different devices, no single deposition method is appropriate. For
example, there is an increasing demand for printable conductive tracks in many different application areas such as smart
packaging, flexible displays, OLEDs, thin film transistors, thin film photovoltaics, and smart textiles.

For applications where current handling is the key conductor requirement, there are recent advances in low temperature
screen printable and extrudable inks that can lay down narrow and high aspect ratio grid lines with excellent line control.
With a view to high volume roll-to-roll manufacture, recent developments in inks suitable for gravure and flexographic
printing demonstrate they are compatible with novel thermal processing techniques e.g. photonic sintering. Advances in
particle and binder technology have led to a dramatic increase in performance of the inks in terms of conductivity, flexibility,
line resolution and compatibility with various substrates.

Silver continues to be the primary material of choice for Printed Electronics due to its high conductivity, performance
stability, and high volume manufacturability. Most silver inks contain micron sized flakes, but more recently nano-silver
compositions have become popular due to the capability of lower temperature sintering (enables increased conductivity) and
fine line printing. Nano-silver products are generally more expensive today, however it is expected that production costs will
decline when high volume applications requiring nano-silver are commercialized.

For lower cost or less demanding applications, carbon conductors can be printed by screen or flexographic printing. These
can be used for conductive tracks in their own right or as overprints on top of silver to protect or prevent silver migration.
Specialized carbon compositions have also been developed that can be used as resistors or positive temperature coefficient
(PTC) heaters for automotive applications such as external mirror or internal seat heaters.



Dielectrics are an important part of any PE materials system. A dielectric is generally used for its functional properties
(capacitor) or as an insulating layer between or on top of conductors. There are many different material types that are used to
make a printed dielectric, including thermoplastic and thermosetting plastic polymers. Some dielectrics are thermally cured,
while others are cured by UV light.

There are many types of flexible substrates in use with Printed Electronics. Since the device manufacturing process usually
starts with the substrate onto which several layers of active and passive material are deposited, the surface needs to be
compatible and guarantee processability in subsequent production steps. Polymer films such as the polyester grades (PET,
PEN) are most widely used today in printed electronics, but other polymers along with paper and textiles have also been
demonstrated. Plastic materials like PET, PEN or PC (polycarbonate) can be tailor-made to adjust physical and surface
properties over a wide range so that they can serve as all-round solutions. Other plastics like polyimide (PI), polyethersulfone
(PES) or polyetheretherketone (PEEK) with special advantages like increased heat or chemical stability can have higher
performance properties and are thus usually considered for higher value applications.

Printed Electronics and Traditional Polymer Thick Film (PTF) Inks:

The term “Printed Electronics” (PE) can have many definitions, but throughout the 2000s it generally refers to the printing of
electronic materials onto a flexible substrate. Polymeric Thick Film (PTF) inks have been widely used for the processing of
circuit patterns onto plastic and flexible substrates using screen printing technology, and for the most part PTF technology is
in use for most of today’s commercial Printed Electronics applications. PTF’s are in the form of a thick film ink or paste, and
they are patterned then cured at low temperatures (< 150 °C). PTF inks were first used to manufacture MTS (membrane
touch switch) circuits in the 1970s, and they are generally considered a mature and robust technology.

The basic constituents of a PTF conductive ink are the Powder, Resin, and Solvent. The Powder is considered the active
element, and ultimately determines the electrical properties of the ink. The Resin provides adhesion to the substrate,
cohesion of the conductive powder, and it protects the conductor from external effects. The Solvent controls the viscosity,
dissolves the resin, and wets the substrate surface before evaporating during the oven curing process.

The conductive Powder is usually Silver, Carbon, or Gold. Silver is the most widely accepted choice because if its high
conductivity and moderate cost, but Carbon and Gold can be used where cost or reliability concerns prevent the use of silver.
Critical elements for designing a conductive PTF ink include the particle morphology, the use of surfactant coatings, and the
particle packing density to optimize conductivity.

The most common Resin technology is referred to as either Thermoplastic or Thermoset. A thermoplastic resin usually has a
lower drying temperature (110-140°C), higher flexibility, and both shrinks during drying and softens on re-heating. A
thermoset resin has a higher drying temperature (160-200°C) and reacts during curing to form a rigid structure which cannot
be changed with further heating. Critical parameters of polymer resins include Tg of the resin, solubility, molecular weight,
and decomposition temperature.

There are many types of solvents used in PTF conductive inks, including glycol ethers, esters, and alcohols. The chosen
solvent should be able to effectively dissolve the resin, maintain a balance between varying processing conditions, and
consider several environmental concerns including odor and flammability.

The final ink or paste properties are controlled by the % solids, viscosity, Fineness-of-Grind (FOG, to measure powder
dispersion), and several functional properties such as resistivity, adhesion, and flexibility. Today there are literally hundreds
of commercially available PTF inks in the marketplace, the majority of which have been designed, developed, and modified
for patterning by the proven screen print processing. As a result, there are a wide variety of materials available today for
Screen Printing, but the choices are limited for alternate patterning technologies such as Ink-Jet, Flexography, and Roto-
Gravure.

Traditional PE Applications, and the Materials Used
As stated earlier, there have been many commercial Printed Electronic successes over the past 30+ years, with traditional
applications including Membrane Touch Switch, Battery Testers, Biomedical, Electroluminescent lamps, and RFID antenna.

Membrane Touch Switch (MTS) Technology

Perhaps the oldest and most successful of all Printed Electronics applications, MTS uses PTF conductor and dielectric inks to
form a mechanical switch that can be built into a label or into a computer keyboard. Silver inks can be screen printed onto
two polyester (PET) film layers separated by a spacer layer, and when physically depressed, the two silver traces make a
connection. See Figure 1



The silver conductors used to fabricate MTS circuitry typically possess the following properties:

-Resistivity (</=15 mohm/sg/mil)

- Good Adhesion to PET Substrate (No Material Removal with Tape)
- Good Abrasion Resistance (>1H)

- Good Flexibility
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Figure 1 — Membrane Touch Switch (MTS) Circuit

Battery Tester

In the early 1990s, Duracell introduced a Printed Electronic Battery Tester (Figure 2) which was produced by the screen
printing of a PTF carbon resistor with PTF silver electrode terminations onto Polyester (PET) substrates. The PTF Resistor
was designed to have 70 milliohm/sg/mil Resistivity and to possess excellent Resistance stability (<5% change) when
exposed to high heat and humidity. Prudent choice of resin chemistry and carbon species enabled this technology.

- Figure 2 — Duracell AA Battery Tester

Electroluminescent (EL) Technology

During the 1990s, advances in materials and electronics technology plus new demands on lighting technology from the
marketplace provided the opportunity for a fundamental shift in the role of electroluminescent (EL) technology. Screen
printable multilayer materials systems with compatible conducting, insulating, and luminescent inks helped enable the
manufacturing of printed flexible EL lamps for a wide variety of applications, including Point-of-Purchase (POP) signage,
nightlights, and backlights for watches and cell phones. The main EL characteristics are:

Uniform surface illumination of complex shapes
Thin, flexible and lightweight

Low power consumption

Very low heat generation

Vibration and impact resistant

The EL lamp is essentially a capacitor structure with an inorganic phosphor (zinc sulphide compound) sandwiched between
the electrodes (Figure 3). Application of AC voltage across the electrodes generates a changing electric field within the
phosphor particles causing them to emit light. For most EL lamps, an inverter (DC-AC converter) is used as a power source.

Light output gradually decays with time, as the luminescent efficiency decreases. The presence of moisture accelerates this
decline, as does higher voltages and frequencies. The phosphors common in today’s EL inks are microencapsulated to hinder



the penetration of moisture and thus prolong the useful life of the lamps. Likewise the polymer binders in the screen printed
inks have been selected to provide a barrier which further protects against moisture-related aging phenomena.

The DuPont™ Luxprint® materials system provides compatible multilayer inks needed to make EL lamps via screen printing
onto transparent sputtered ITO (Indium Tin Oxide) polyester substrates.

Today there are some new end use applications under development, but the EL technology remains predominantly a niche
technology that continues to be satisfied by the long term availability of screen printed ink systems. Other deposition
techniques are suitable for EL materials, but the experience and availability of existing screen print inks suggest it is unlikely
the merchant ink suppliers will invest in the development of new materials systems for alternate printing processes.
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Figure 3 — Electroluminescent Lamp

Biosensors

The screen printing of polymer thick film (PTF) materials is a widely used process for large-scale manufacture of biosensors
in medical applications. Blood Glucose sensors are commonly produced by screen printing silver, carbon, and silver/silver
chloride PTF compositions onto Polycarbonate (PC) and other substrate materials. The carbon electrode compositions are
typically designed for each application and choice of resin, graphite and/or conductive carbon dictates individual
performance. Silver/silver chloride compositions are defined by their silver/silver chloride ratios. High silver/silver chloride
(65/35 or higher) is best for general glucose sensor applications while low ratios are best suited for lontophoretic applications
due to the specific electrochemical requirements of those cells.

Another Bio application using Printed Electronics is lontophoretic drug delivery. As shown in Figure 4, lontophoresis is a
non-invasive technique where a small electric current is used to deliver drugs through the skin. Advantages include
controlled and continuous delivery of low dosage of medication delivered directly to treatment area, relatively pain free, with
better patient compliance.
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Figure 4 — lontophoretic Circuit — Zn anode, Ag/AgClI cathode

RFID and Smart Card Antenna

RFID Systems are typically comprised of a primary antenna, a transceiver, and a transponder including a passive antenna.
When a passive transponder is passed through an electromagnetic field produced by the primary antenna, its integrated circuit
is activated and the information it contains may be read by the transceiver. A critical item of all RFID transponders is the
passive antenna technology which must meet three fundamental criteria: it must provide enhanced electronic performance
(impedance), permit easy assembly of the IC chip, and allow high volume / low cost production.

A lot has been predicted about how the future of Printed Electronics will include the printing of transistors to replace the
RFID chip and chip assembly. If/iwhen this occurs cheaply enough, the addressable opportunity is huge. However and for
now, the PE portion is limited to the antenna and in some cases the chip containing strap. Even then, the silver cost of the
printed antenna has permitted other technologies such as etched Copper and Aluminum foil to satisfy the low cost
requirements. See Figure 5.
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Figure 5 — Etched Copper Antenna — Alien Technologies

Recent advances in Silver conductor technology, plus other cost and environmental concerns, have brought back additive
screen printed antenna in some applications. In many cases the new highly conductive silver conductors such as DuPont™
5064H silver conductor can offer a cost compromise by providing adequate antenna performance with a relatively thin silver
print thickness.

Printed Circuit Board (PCB)

Printed Electronic silver and other conductor materials have been used in the construction of PCBs since the 1990s. The
most common applications are to provide EMI/RF Shielding, to fabricate low-voltage circuitry, to create a temporary and
removable silver “plating link,” and to plug vias with a thermally and electrically conductive material that is plateable. In
almost all cases, the patterning is done via screen or stencil printing of a silver, or a silver coated copper conductor. New
PTF materials development is ongoing for use by the PCB fabricators, but one general limitation is the limited screen/stencil
printing infrastructure and expertise within the board shops.

Emerging PE Applications, and the Materials Used

Many of the Printed Electronic devices described below are nearing or entering commercialization during 2012. As with the
traditional PE applications, screen printing is the dominant patterning technology due to decades of experience and the
hundreds of commercially available materials. However these newly commercial applications have either required the
development of new customized materials, or they have simply replaced alternate wiring with printed conductors within an
existing electronic application.

Thin Film Photovoltaic (TFPV)

Thin-Film PV solar cells are becoming more prevalent in the marketplace. The drivers for the growing adoption of Thin-
Film PV cells include lower cost structure vs. conventional silicon cells, flexibility of the cells and the ease/cost of
manufacturing. Thin-Film cells are usually segmented based upon the semi-conductor or absorber used. This would then
include CIGS, a-Si, CdTe, and Organic (Dye Conversion) as the different categories of Thin-Film PV cells. All but CdTe
cells can use a front side silver grid as part of the cell construction, and the silver conductors resemble other commercial
Polymer Thick Film materials.

Heaters

Although used broadly as a heating element in automotive truck mirrors for years, recent advances in the design and
construction of devices containing silver and Positive Temperature Coefficient (PTC) carbon have led to expanded uses of
PTF Heater technology. Recent introductions of this technology are being adopted for automotive seat heaters and
hypothermia prevention vests where Printed Electronics is replacing resistive wire. Benefits to the end users include safety
and reliability, as the PTC carbon is designed to act as a Self Limiting technology that eliminates temperature sensors and
controllers while minimizing catastrophic failures. Advanced high conductivity silver helps to lower the overall cost in large
area devices.

In-Mold Electronics

The advancement of capacitive touch sensors in devices such as smart phones and tablet PCs is leading towards a new group
of PE applications that include in-molded plastics. By nature, capacitive switches are more reliable than mechanical switches
as there are no moving parts to wear out or fail. And the ability to print the controls onto a flat surface, then mold into the 3D
interior portions of appliances and automotive electronics helps reduce the total space and weight of the final device.
Materials required for in-mold products typically consist of Polycarbonate substrates and special PTF conductors that are
designed for use on flexible substrates. For example, the silver conductors must maintain good adhesion and low resistivity
after the substrate has been creased.

Textiles

Another application that is gaining attention is textiles, or smart clothing. These can be based upon materials that sense and
react to environmental conditions or stimuli. Current applications seem focused on printing flexible conductors onto fabrics
for use as heaters or other electronic applications. Here the PE conductors must be machine washable, and combine
functionality with comfort and aesthetics.

Patterning Techniques — Advanced Screen Printing




Materials must be carefully chosen since process conditions and the interactions with other

layers will have a large influence on the performance of the device. These other layers, particularly the dielectric and
encapsulant materials, become increasingly important for the overall device performance.

There are many approaches - organic or inorganic, solution based or evaporated — and it is very likely that several material
and deposition approaches will be used in parallel.

Screen Printing remains the dominant patterning technique used for Printed Electronics, and this is due to the experience and
asset base of the established fabricators, plus the availability of hundreds of commercially available inks and pastes that were
originally formulated specifically for screen printing. Screen printing is a highly versatile process capable of printing fine
lines (60-100pum) at ~10 pm thicknesses. Advances in screen technology and improvements in processes such as double
printing will make lines ~40um wide with thicknesses up to 20um obtainable. To obtain higher aspect ratios than this, off-
contact techniques such as extrusion-based technologies become necessary.

Screen printable PTF compositions typically contain 1-10 micron sized conductive particles, organic resins, solvents and
rheology modifiers. The typical solids loading of screen print inks is 50-90% by weight and the dried thicknesses range from
8-15 microns per print. Resolution capabilities are typically 200 micron lines in a high-volume environment and special
processing enabling resolution down to 75- 100 microns. The solvents used in screen print inks are fairly slow drying
(Boiling Points >190C) and so these inks must be dried at >100C, and preferably >120C.

Patterning Techniques — Roll-to-Roll Printing

A wider range of large area deposition and patterning techniques can now be used for printed electronics, and some of these
are being driven by the ongoing convergence of the electronics and packaging graphics industries. The graphic arts industry
employs various printing techniques that enable reel-to-reel processing or high speed sheet-to-sheet processing that is
considered a requirement for obtaining the lowest possible manufacturing costs.

Rotary screen printing, flexography, gravure and ink-jet printing are all compatible with roll-to-roll, high throughput printing
of conductive structures. Many of the challenges are identical to those for screen printable pastes — e.g. low resistivity, fine-
line printing, and adhesion — though the methods for achieving these goals may be different. In addition, there are new
challenges associated with rapid manufacturing, namely the need for very fast drying or curing of the conductive inks.
Photonic curing is one possible means of achieving excellent conductivity in a matter of seconds. Experiments have shown
that as well as being very rapid, some improvements in conductivity can be made versus thermal curing.

Flexography is a common print method for packaging graphics. The inks are lower solids than screen print inks; therefore
the deposited thickness per pass is also reduced. The solvents used in these inks are also much faster drying than those
employed in screen print inks and these inks may be processed at temperatures <100C. Typical thickness for a Flexo deposit
is 1-3 microns, while resolution is generally <50 microns. The potential throughput for Flexo inks is much higher than that of
screen printed inks — up to 1,000 meters/minute — but the extended drying requirements for electronic materials may prevent
the ability to achieve the full print speed potential.

Gravure is also a common print method for packaging graphics. Gravure printing has several advantages for the field of
printed electronics, as well as limitations. Gravure allows fine line resolution <50 microns while also permitting a higher ink
transfer volume — which is key to conductivity. It is also a high-speed printing process, which makes it ideal for high volume
applications. However one negative perception is that gravure being only suitable for high volumes is a key limitation.

Inkjet inks typically are of the solids level of screen print inks, but much lower viscosity. Additionally, because the inks must
pass through a rather narrow opening, the particle size of the conductive fillers is smaller than those of screen print inks.
Here, the particles must be less than 1 micron, and high aspect ratio lines (50 micron wide and 25 microns thick) may be
achieved with these inks. Many of the available inks use silver nano particles, between 0.01 - 0.1 micron.

Advances in Conductors for High Current Devices

For applications where large currents must be carried (e.g. photovoltaic devices, OLEDs, heaters) achieving low resistivity at
low temperature is of paramount importance when considering the merits or otherwise of a printed conductive structure.
Techniques such as screen printing that can print fine features with high aspect ratio are most suited to such applications.
Improving the as-printed resistance can be achieved by: 1) decreased resistivity of the material, 2) improvements in the
printability (either printed thickness or uniformity) of the material and 3) advances in thermal processing or alternative curing
techniques. All of these are vital to advance the performance of the relevant device but too much emphasis on printability or
processing without improving the resistivity of the material can lead to an over consumption of material and associated
higher costs of ownership. Hence, current work in this area is focused on improving resistivity, which necessarily means
learning better control of the as-printed microstructure.



Historical developments in the properties of materials for thin-film PV devices are shown in Figure 6 showing the continual
progress in as-printed performance. The new experimental products offer much improved intrinsic resistivity.

As printed sheet resistance, 200um tracks
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Figure 6. Historical developments in products designed for thin-film PV applications

While conductivity is the key property of these materials, without a combination of properties that includes adhesion (to
TCOs and PET) and printability (which considers fine line performance, achievable print speed, smoothness of print and
operator friendliness), applicability to real world needs is limited. Future work will combine the best properties of each of
these developments and seek to push the performance while decreasing the temperature needed for curing.

Ongoing developments in printed conductors

Developments in printed conductors must continue in order to maximize the performance of printed electronic devices.
DuPont has a clear road map for product development which seeks to meet the needs of the market. Figure 7 outlines some of
these development paths. It should be noted that while current development is focused on silver, the same paths apply to non-
precious metal formulations, with the understanding that these low-cost solutions will be essential for realizing certain
applications.

Potential applications
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Figure 7. An outline of some future development paths for printed conductive materials

Summary

Printed Electronics is not new, but activity and market hype over the past several years has led to significant attention and
global investments into new materials and patterning technologies that have been intended to enable new high volume
“Killer” applications. This is an exciting time for Printed Electronics, and expectations are for continued advances in
materials, patterning, and processing technologies. While those types of new materials and products may still emerge
successfully within this decade, in many ways it is simply the variants of older and more traditional screen printed Polymer
Thick Film materials that are now reaching volume production and thus providing growth opportunities for OEMs,
fabricators, and material suppliers.



Advances in Conductive Inks
Multiple Applications and Deposition Platforms

Scott E. Gordon

DuPont Microcircuit Materials
Research Triangle Park, NC 27709, USA
scott.e.gordon@usa.dupont.com

QUPOND




OUTLINE
Printed Electronics

Polymer Thick Film Technology

Applications
— Traditional
— Emerging

Patterning

— Screen Printing
— Roll-2-Roll

Advances in Conductors
Summary & Conclusions




$9.1 B $3.8 B
DUPONT AGRICULTURE & DUPONT PERFORMANCE
NUTRITION COATINGS
* Pioneer Hi-Bred zijtrgmng%rvk:gt ’
+ Crop Protection Core Markets: + Collision Repair
« Nutrition & Health :Eg%%ugtﬁgt:i\t?giﬁulture « Industrial Coatings
Products $63 B
—— $2.8B - DUPONT PERFORMANCE
BN\ DUPONT ELECTRONICS & SR ] || MATERIALS
E X * Core Markefs: | » Performance Polymers ~ +Core Markets:
» Packaging & Industrial ﬁ;tcirzgfr'];e

e ¢ COMMUNICATIONS .
g - + Consumer Electronics
[ R + Advanced Printing
3 . * Photovoltaics P * Electrical/Electronics
8. + Displays S + Construction
\/ 2 _DuPont Tejin Films + Consumer Durables

$6.3 B $3.4B
DUPONT PERFORMANCE DUPONT
CHEMICALS SAFETY & PROTECTION
« Titanium Technologies * Protection + Core Markets:
o el +Core Markets: Te(.:hl'.l0|OgIeS . -gr(it::gizlnPersonal
Fluoroproducts :gggiit;ﬁicet?n ) BU|Id|ng Innovations + Construction & Industrial
« Industrials & Chemicals + Sustainable Solutions «Miitary & Law

Enforcement



-
-
™
 ,
-
-

("sC]G C\? .,.:

» Microcircuit Materials (MCM)
Birox®, GreenTape™, Fodel®, Solamet®,

CB Series
2011: $3.2B » Circuit & Packaging Materials
DUPONT ELECTRONICS & Riston®, Kapton®, Pyralux®
COMMUNICATIONS cocvae > Semiconductor Fab Materials
« Advanced Printing EKC, DuPont-Air Products Nano Mat’ls,

* Photovoltaics

Diaye Electronic Polymers

» Packaging Graphics
Cyrel® Flexographic Plates

» DuPont Displays

» DuPont Photovoltaic Solutions
PVFEM, Tedlar®, Elvax®, Teflon®, Solamet



What i1s Printed Electronics?

Is It really NEW?

It Depends...



Additive Processing, Materials in a “Solution”
— Can replace or compliment subtractive photolithography

Flexible Substrates
— Plastic, Paper, Metal

High Volume, Roll-2-Roll Capable
Adequate Performance at a Lower Cost

Traditional Printed Electronics began >40 years ago

Emerging Printed Electronics:
— Existing Application with New Additive Processing; or

— New Application



Convergence of Two Industries ™

Graphics Printing:
* Visual Performance

* Roll-2-Roll Assets

» High Speed, Low Cost

Electronics:
* Functional Performance
 Precision Patterning, Clean Rooms

Wide-spread, low-cost, lower-performance circuits
with unconventional use (at least in theory)

Universities are Playing a Key Role

» Western Michigan University - CAPE

» Clemson - Sonoco Institute

» Others (Arizona State, Georgia Tech, Binghamton, UTEP, more)



Polymer Thick Film (PTF)

Widely used technology for the processing of circuit patterns onto
plastic and flexible substrates using screen printing technology

Thick film Ink (or “Paste”)
Low temperature process (<150° C)

PTF was first used to manufacture MTS (membrane touch switch)
circuits in the late 1970’s

Mature robust technology in use for >30 years
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Wet Print Solvent Removal

Conductive particles pack together as ink dries, forming electrical pathways
Ag flake/particle ratio balanced for best conductivity at lowest cost

Best overall balance of electrical & physical performance and printability
Thermoplastic inks can be re-softened with heat and/or solvent
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Electronic Ink Requirements
(Typical)

Traditional Printed Electronics
— Today > 95% of volume is Screen Printing
— Adhesion to Substrate, Line Resolution
— Flexibility, Plating, Solder Leach Resistance
— Cost

Emerging Printed Electronics
— Alternate Printing Processes (Ink Jet, Flexography, Gravure)
— Nano Particles, Lower Processing Temperatures
— Includes Organic Semiconductors, Transparent Conductors
— Value




Encapsulant

* Resistors — Carbon, Ruthenium

e Specialty — PTC, Phosphor, ITO
Applications / Substrates

« Membrane Switch, EL / PET film
 Rear Window Defogger / Glass

e Hybrid Microelectronics / Alumina

 Photovoltaic / Silicon

5

RFID Antenna

EL Lamps/Backlight

Materials (>95% Screen Print):

« Conductors: Silver, Gold, Copper, Alloys
» Dielectrics — Multilayer, Cross-over,

Battery Tester

-

Bio Test Strip

Membrane Touch Switch

Photovoltaic Si Cells
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Printed Electronics for PCBs

Silver, Copper, and Carbon Inks since ~1995

DuPont CB Series

Screen Printed Ink Materials for Printed Circuit Boards
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Excalant adbasion
Soldarable after plating
Excalant adbasion 1o nonoconductve
CEaED Conductior | Plateable silves condwstor wia plug and most brmanate materis Sheat resistivity 2030 (rmllsairml)
Fasduces process steps for salective
alectroplating applcatiocns
Mo residual ink on boand after strip
Tamparary | Sileer conductor removable plating Additive Process
CEROD Conductor | link for sletroplating spplications Lowwy temparature processing (< 13000 | Sheat resistivity BI-75 imdsqimill

Rigid & Flex PCBs
New Designs & Repair

Applications:
Circuit Traces
Shielding

Via Plug
Soldering
Plating

Plating Link



Customized Ink/Paste Products

— Hundreds of commercial electronic inks
— Dozens of credible, global suppliers (dozens of “start-ups”)
— Properties:

* Resistance, Cost, Reliability, Environmental Stewardship
» Viscosity, Line Resolution & Line Thickness, Drying Rate

“Successful” because:
— 40+ years of Experience
— Additive processing is relatively “easy”

— Suppliers: Reinvention of Large Markets
 Hybrid IC 2> PDP > PV - ??

— Close Interactions within Supply Chain



Silver Inks and Pastes 2012-2019 By Application & o
($ Millions) 19 Eqtimate was ~$2B

$7.6B
8000 $6.8 B

—
7000 -
M Traditional Thick Film
6000 M Sensors
5000 - M RFIDs
il OLED Lighting
4000 - m PDPs
3000 - B Photovoltaics
2000 -
Two applications
w0 dominate the
0 - : : : : : . , market!

2012 2013 2014 2015 201 2017 2018 2019

Year

NanoMarkets-
ST

& NanoMarkets LC www.nanomarkets.net



Emergmg Printed Electronics
Materials (Pastes/Inks):
Conductors: Micron, Nano, Transparent i [ () 15veis (4) |
Substrates:

Flexible — PET, PEN, PC, PI, Paper,

Textiles, Non Woven... Blue Spark Technologies:

Semiconductors: Organic and Inorganic
. Printed Batter
Printing Processes: Y

Dielectrics — UV and Solvent Cure
Screen Print, Ink Jet, Flexography, Gravure, Other

Printed P-éﬂfacﬁ'f"e* i

: -
R T T
wd 1
LA

SoloPower: f it IR ST e
Thin Film PV PTC Printed Heaters 2004 NIST ATP Project Demonstration:

Printed TFT (Thin Film Transistor)



repak Yy
R ANTIINEY

Kent Displays:

Boogie Board Writing Tablet

Add-Vision:
PolyIC: RFID Labels Printed OLED
Printed RFID Tag
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==PowerFilm

Ascent Solar
Modules

The highest-efficiency The largest, high-efficiency,
flexible module for portable monolithically interconnected,
power and integrated solar CIGS module on flexible polyimide.
electronics.

Ascent Solar
5-Meter
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Emerging Printed Electronics

This standard auto over
head light assembly...

In Mold Electronics:
e Capacitive Touch Technology
 Thermoform Processing

« Materials:
— Polycarbonate Substrate
— Printed Silver Conductors that are flexible

— Other printed materials

Sixteen Connections
One Connection

...Is transformed into this
Smart Plastic component!

Before After
Courtesy of T-Ink



Test Areas - Annular

Printed on polycarbonate




Printed Heaters that
replace “wires”
* Lower cost, improved safety

e PTC Carbon and Low
Resistivity Silver:

(Automotive)

Seat Heater Technology Comparison

Wire Type Carbon Type
Category ITW PTC Heater Heater Heater
Self Regulation Yes Sensor Required Sensor Required
Short Circuit Result Seli-Cauterizes Bumn Potential Burn Potential

Fold Over Result

=5°C Increase

30°C Increase

15°C Increase

Conductor Temp 55°C a0°C 60°C
Current Draw 2.5A steady state 4 5A steady state 3.0A steady state
Independent Not Required Required Required
Diagnostics - A a

Source: ITW

OUTER COVER - WHITE SBFF MATERIAL
LAYER FOR FINAL FINIOH
/" HEATER COVER - LAYER OF WHITE SBFF
= MATERIAL SUSHIONS HEATERS

HEATER - PUPONT™ KAFTON® &5 BASEP
DELF REGULATING HEATER WITH PUFONT™
MeM 2ONPULTIVE INKD

POLYESTER BATTING - INSULATING
PAP AS WELL A5 APPING TO ¢OMFORT
WHEN LAdING ON PEVIZE.

THERMOFLESZT MATERIAL - REFLECTIVE
MATERIAL FOR REPIZECTING RAPIANT
HEAT ENERad PACK TOWARPS SASHALTY

North American Rescue
Hypothermia Prevention Vests

Courtesy WET Automotive




Uss Billion

50 5

45 -

40 -

35 4

30 4

25 1

20 1

15 1

O Cther

B Conductors (ink only) *

O5ensors’

B Photovoltaics &

OBattery

O Electroluminescent *

M Electrochromic *
Electrophoretic/E-wetting/BiStable LCD

WOLED light *

H OLED display ~

M Logic/memory

2012 2013 2014 2015 2016

2017 2018 2019 2020 2021

Read www.IDTechEx.com/pe for full details

Copyright ® 2010-2011 IDTechEx | www.lDTechEx.com

IDTechEx




Emerging for
Electronics

NN g

Ink Tray

Ink Fountain Plate

Cylinder

Roll-2-Roll Driven
by Graphics

Rubber
Blanket
Cylinder

i
Letterpress i I n d u Stry .
et Ligmephy Gravure » Few Commercial
— PR, i Electronic Inks
[ S— 1 r"m‘l'll‘l’m_'-"_"-_"_"_l

» Several Constraints
for Electronics
(thickness, particle size
of inks)

» Drying Rate

» Prototype Sample
Size

Letterpress - Relief Offset - Plano Rotogravure - Intaglio

Screen
Frame

Squeegee

Screen Printing

Flexography

o T B k& ek

Silk Screen - Transit Flexography - Relief




Fast Printing Requires Fast Drying

Conductive Materials = Thick Prints
Solvent vs. Water based
Nano particles sinter at Low T, Flake particles do not

Traditional drying processes generally unacceptable
— Box Oven: 120C for 5-6 minutes
— R2R: 140C for 1 minute (4 ,«“ l
E RV

Faster Drying Options — Pulsed Light
— NovaCentrix PulseForge®
— Xenon SINTERON™

| PuIeForge®
3300



Screen Printing:

Most Common Printing Process

Squeegee

Screen Printing

Screen
Frame

Photopolymer mask/emulsion suspended on stainless steel
or polyester screen allows ink to be patterned on substrate
when “squeezed” through openings in screen

Silk Screen - Transit

Today
Resoultion: ~100 ym

Speed: 10-50 sq ft/min
Line Depth: 10-100 um
Ink: 10,000 - 50,000 CPS

Pros

Variety of materials
Thick Prints
Proven Technology

Cons

Low Resolution

Thick Prints

Slower than R2R Graphics

> Mature Process for
Electronics

> 100s of Commercial Inks

> Automated Screen Print
Equipment



Doctor
Blade

Gravure

I_I'I'I'I'I'I'I'I'I'I'I'I_-'-"_"-_"_"-_I

Rotogravure - Intaglio

Today
Resoultion: <50 pm

Speed: 100+ sq ft/min
Line Depth: 2-10 pm
Ink: 50 to 200 CPS

Pros
Variable thickness

Cons
Cost / Complexity of set up
Sample volumes

Flexography

Flexo test pattern:

f— PR Water based Ag;

Flexography - Relief

Today
Resoultion: <50 pm

Speed: 100+ sq ft/min
Line Depth: 1-5 pm
Ink: 50 to 300 CPS

Pros
Simple process, range of
substrates

Cons
Thin Prints, Set up cost,
Sample volumes

» Cyrel™ printing plates;
* Melinex™ ST504 PET:;
» Timsons Flexographic
printing press



Impact of Rise in Silver Costs?

Engelhard's EIB Silver Price
Daily Chart 01-Jan-07 to 23-Feb-12
Max=%49.000, Min=%$8.950, Avg=%20.092

52,00
343.1:1':1
544.00
2 40.00
5 36,00
Eaz.nu
L 28,00
S 24,00
2 20,00
= 1g.00
12,00
.00

- - [I~- @ 0 L S LR N u T - o O O — -

T L 8 2 2 &£ 222 2 T Do 9T = 3T

= =
PF08 5 Biz3 2ozigs fopé
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Electronlc Ink Conductors

Silver - Well known, good performance, “precious metal” cost
Carbon — Well known, acceptable performance, lower cost

Copper — Works in some applications, oxide is non-conductive

Nickel — Works in few applications, oxide non-conductive, not so
conductive

Aluminum — Powder is hazardous (explosive), not easy to work
with, oxide non-conductive

“Exotics” — Coated metals, nano metals, nanowires, etc, costly
limited infrastructure, environmental issues ? Developing
Technology, a possible game changer



Advances In Cnductive Inks

Lower Resistivity can Reduce Silver Cost

0.025+

0.02

0.015+

Ohm/sq

0.01+

0.005+

As printed sheet resistance, 200um tracks

Ink "A" Ink "B" Ink "C" New Ink




Roadmap for Conductive Inks ™

Potential applications

130-180°C 100-130°C
~20mins ~5mins

Thermal processing requirements

~100pm tracks ~50um ~25um
~30 (0.5) m/min ~50 (2) m/min >100 (10) m/min
Roll-to-Roll ink flexography (ink-jet) performance
~100pm ~70um ~50um
10:1 (width:height) 4:1 =l
Printed tracks for high current applications
>10uQ cm 5-10uQ cm <6uQ cm
>4AmQ/o @25um 2-4 mQ/o @25um <2mQ/o @25um

Resistivity of printed tracks

2009

2014



Choosing Ink Materials

Substrate & Printing Process
Material Availability, Compatibility
Sample Size Requirements
Drying Options

— Solvent vs. Water based inks

— Thermal vs. Photonic Curing

Infrastructure (Clean Rooms?), Experience
Cost Constraints
End Product Value Proposition
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Easy to keep up with P

Over 2,000 Companies/Universities/Institutes are active today in
Printed Electronics

Conferences, Organizations & Market Research
— IDTechEx, OE-A, LOPE-c, IPC, JPCA, NanoMarkets (Global)
— FlexTech Alliance (USA; February Conference)

Centers of Excellence

— USA: Clemson, Western Michigan, Arizona State, Georgia Tech,
Binghamton, UTEP, Others

— Global: Holst, VTT, ITRI, Others

Weekly Newsletters
— Printed Electronics World (www.printedelectronicsworld.com)
— Printed Electronics Now (www.printedelectronicsnow.com)



Printed Electronics:

* Not really new.....

 Emerging applications are creating new opportunities and
thereby new materials and technologies

Where are the new, Killer Applications?
* More importantly, When?

Considering extension into Printed Electronics?
« Utilize the Decades of Available Experience
« Engage Material Suppliers early in the process



Thank You Il

The information grovided herein corresponds to our knowledge on the subject at the date of its J)ublication. This
information may be subject to revision as new knowledge and experience becomes available. The data provided fall
within the normal range of product properties and relate only to the specific material designated; these data may not be
valid for such material used in combination with any other materials or additives or in any process, unless expressly
indicated otherwise. The data c;Jrovided should not be used to establish specification limits or used alone as the basis of
design; they are not intended to substitute for any testing you may need to conduct to determine for yourself the
suitability of a specific material for your particular purposes. Since DuPont cannot anticipate all variations in actual end-
use conditions DuPont makes no warranties and assumes no liability in connection with any use of this information.
Noﬁhing in this publication is to be considered as a license to operate under or a recommendation to infringe any patent
rights.

Do not use DuPont materials in medical applications involving implantation in the human body or contact with internal
body fluids or tissues unless the material has been provided from DuPont under a written contract that is consistent
with the DuPont policy regarding medical applications and expressly acknowledges the contemplated use.

DUPONT MAKES NO REPRESENTATION, PROMISE, EXPRESS WARRANTY OR IMPLIED WARRANTY
CONCERNING THE SUITABILITY OF THESE MATERIALS FOR USE IN IMPLANTATION IN THE HUMAN BODY OR
IN CONTACT WITH INTERNAL BODY FLUIDS OR TISSUES. Copyright © 2011 DuPont. All rights reserved. The
DuPont Oval Logo, DuPont™, The miracles of science™ and all products denoted with ® or ™ are registered
trademarks or trademarks of E. I. du Pont de Nemours and Company or its affiliates.

®

The miracles of science”
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