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Metal particle-free inks for printed
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Metal particle-free inks, composed of metal salts or metal complexes and volatile solvents, have
received significant attention due to their flexibility in preparation, excellent stability and a relatively low
sintering temperature in comparison with metal nanoparticle-based inks (nano inks). Formulating such
inks has the potential to solve the problems occurring in the synthesis and patterning processes of metal
nano inks by careful design of the ink formulation. In this paper, the development of silver and copper
particle-free inks is reviewed, with particular attention on the ink formulation, patterning and posttreatment methods. The challenges are also discussed. The properties of the silver particle-free ink vary
primarily with the type of silver precursor and the ligand used to solubilize and stabilize it. Highly
conductive silver films with controlled microstructure features can be obtained at low sintering
temperatures by the selection of appropriate precursor materials and ligands. Printability is also an issue
to be solved to obtain patterns with high resolution for practical applications of these inks, which can be
realized by adjusting the fluidic properties of the ink and the printing parameters. In terms of copper
particle-free inks, the precursors available for selection are very limited and most of them are based on
copper(II) formate. New precursors should be exploited. Besides, new sintering methods can also be
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explored for energy-eﬃcient manufacturing of flexible electronics. In this respect, self-sintering, where
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is also a possible choice for low-temperature fabrication of conductive patterns due to the catalytic
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property of silver. Finally, it will be advantageous to exploit the possible applications of such inks in the
area of electronic and energy devices.

sintering occurs spontaneously in the patterning process, is preferred. A Cu–Ag hybrid particle-free ink

1. Introduction
Miniaturization and flexibility are becoming the development trend
of electronic products, which stimulates a new way of fabricating
such products. Printed flexible electronics, a technology using
conductive ink and flexible substrates for continuous production
of large-area electronic devices at low cost, has attracted much
attention and has seen rapid development.1,2 Compared to conventional microelectronics, printed flexible electronics has two
advantages. Firstly, the technology brings about the possibility
of manufacturing electronic devices in a much simpler, faster,
more cost-eﬀective and eco-friendly way.3 This is because it is,
in essence, a direct additive deposition process to transfer the
ink to the substrate consuming minimal material and with
minimal process waste. Secondly, it expands the range of the
a
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substrate materials, like polymers and paper, which allow electronic
devices with some advantageous features.4 For instance, when a
plastic film or paper is used as the substrates, electronic products
can be flexible and lightweight; when fabric materials are used as
the substrates, the electronic products become wearable.3 The
applications of printed flexible electronics cover a wide range
from medicine and biology to electronic and energy technology
as well as space exploration in circuit boards,5 thin-film solar
cells,6 flexible displays and sensors.7,8 Following the organicelectronic-association, these applications can be categorized
into five main groups, organic light emitting diode (OLED)
based lighting, organic and hybrid photovoltaics, flexible displays, electronics and components (memories, batteries, wiring
and interconnects, active devices and passive devices) and
integrated smart systems (smart cards, RFID tags, sensors and
smart textiles).9 Each category has a potentially large market.10
For the development of flexible electronics three subjects need
to be addressed: material development including conductive inks
and flexible substrates, patterning and printing methods, and
specific device design. Among these subjects, conductive inks
play a central role because they are a part of the supply chain in
industrialization of printed flexible electronics. Usually, these
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inks contain several diﬀerent constituents, which can be divided
into three groups: functional materials, solvents, and additives.
In terms of antenna, interconnects and electrode applications a
wide range of functional material classes have been developed
and used: conducting polymers,11–13 carbon black,14 carbon
nanotubes,15–18 graphene and graphene oxide,19–28 metal nanoparticles,29–41 metal nanowires42–44 or metal complexes,45–53 and
salts.54–56 Solvents are used to disperse or dissolve the components
of the ink and to adjust the viscosity and surface tension. Additives
complete the required properties and functionality of the ink
composition by modifying the ink properties to meet the different
requirements for the printing method and the printed application.
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At present, conductive inks with metal nanoparticles or
nanowires (named metal nano inks) are under rapid development
because of the progress in the synthesis of nanomaterials based on
Au/Ag/Cu due to the good conductivity of these materials. Such
inks are normally made of metal nanoparticles or nanowires,
volatile solvents and surfactants. The latter two are mainly used
to prevent the aggregation of the metal nanoparticles and enable
the ink to be suitable for various patterning technologies. High
metal loading is the key advantage of the metal nano inks, which
results in high conductivity post-treatment (only a few times lower
than that of the bulk metal). However, this type of ink usually has a
complex synthetic process, requiring high temperatures (generally
4 200 1C) to make the ink tracks very conductive, and easily
agglomerates in the synthesis, printing and storage process, which
limit their wide applications.
Compared to metal nano inks, metal particle-free inks have
attracted great interest due to their flexibility in preparation,
excellent stability and a relatively low sintering temperature
(90–200 1C). As the metal exists in the ionic form in these inks,
there is no aggregation during preparation and storage. These
types of inks, made from specific metal salts or metal complexes
and volatile solvents, can be directly transformed into pure metal
patterns by a low-temperature thermal decomposition process,
normally including nucleation and growth with or without
nanoparticles. A low post-treatment temperature and processing
time would allow various substrates to be used, and the resultant
electronic products can be manufactured more rapidly with less
energy usage. Given this potential, intense effort has been undertaken to developing such inks, especially for silver and copper
particle-free inks. Up to now, only reviews of metal particle-based
inks have been found in the literature.57–60 To fill this gap here
we review the state of the art in particle-free ink development and
discuss the challenges for future developments.
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There are diﬀerent key factors to be considered when
formulating an optimal metal particle-free ink. The first factor
is the performance in the application. In detail, the ink should
have a high conductivity as close as possible to that of the bulk
material with good adhesion to the substrates and good film
morphology after low-temperature treatment. When used as
electrodes in an OLED, photovoltaic or electrochemical sensor
application the exact value of the work-function or redox
potential of the printed metal is critical. The second factor is
processability. The synthesis procedure should be simple and
have high-yield. The ink should be chemically stable and have a
long shelf-life. It should have good compatibility with the
substrate and the printing method. The ink should be processable
at temperatures below 150 1C in less than 10 minutes, or better
120 1C to be compatible with a wide range of flexible substrates.61
The third factor, and importantly, is the cost. The ink should serve
for low-cost electronics. Therefore, raw material cost, the ink
formulation process, but also processing temperature, time and
yield, must be carefully and consequently optimized to provide a
compelling advantage over conventional processes currently used
in the industry.
In this paper, the development of metal particle-free inks is
reviewed, with particular attention on the formulation, patterning
and conversion post processing methods of silver and copper
particle-free inks. The challenges are also discussed and further
development should be focused on the development of new
materials and processing methods, the optimization of ink
formulation, and exploration of new sintering methods for
energy-eﬃcient manufacturing. Inks with low-temperature selfreducibility and metal hybrid inks would be good directions.

2. Design of ink formulation
2.1

Selection of metal precursors

A metal precursor is a metal compound that can be decomposed to
the corresponding metal after post-treatment. As an important
component, the selection of a suitable precursor is crucial because
it determines the thermal and electrical properties of the final ink.
For flexible electronics, the ultimate interest for converting
the deposited metal precursor inks into the corresponding
metal atom is to reduce the temperature of post-treatment to
be as low as possible and to achieve the best conductivity on a wide
range of flexible substrates. Considering these requirements, metal
aliphatic carboxylates, unsaturated, branched and/or substituted
with a hydroxyl group, are preferred because they are easy to be
transformed into metal atoms at low temperature via a decarboxylation reaction.62,63 Besides, it is advantageous to use a precursor
with higher metal content in the ink (10–40 wt% metal), so that a
good balance between the printability of the formulated ink and
the conductivity of the printed pattern can be obtained.64 The
solubility of the metal precursors in common solvents is also a
factor to consider in metal precursor selection.
In terms of silver particle-free inks, silver precursors can be,
but are not limited to silver nitrate,65,66 silver carbonate,47 silver
oxide67,68 and silver carboxylates, including silver acetate,45,46,69,70
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silver citrate,71–74 silver oxalate,51 silver tartrate,75 b-ketocarboxylate
silver,48,76,77 silver neodecanoate,78–81 silver 2-[2-(2-methoxyethoxy)ethoxy]acetate,82 silver hexafluoroacetylacetonate cyclooctadiene,83
silver glycolate,54 silver lactate or a derivative thereof. Overall, each
precursor has its advantages and disadvantages. For instance,
silver nitrate and silver acetate have a relatively high decomposition temperature and are sensitive to light. 2-[2-(2-Methoxyethoxy)ethoxy]acetate silver is stable but has a relatively complex
synthesis process. Recently, silver oxalate and silver citrate have
been found to have excellent ink stability and can promote silver
reduction at a relatively low temperature making them compatible
with most of the polymer substrates.84
For silver nitrate, it will decompose into elemental silver,
nitrogen dioxide and oxygen when heated, mainly via the
following reaction:
2AgNO3 - 2Ag(s) + O2(g) + 2NO2(g)
Qualitatively, the decomposition is negligible below the melting
point, but becomes appreciable around 250 1C and total decomposition occurs at 440 1C.85
The thermal conversion of silver carbonate to silver metal
occurs via the formation of silver oxide at a temperature above
220 1C.86
Ag2CO3 - Ag2O(s) + CO2(g)
Ag2O - 2Ag(s) + 1/2O2(g)
Silver(I) oxide decomposes into metallic silver and oxygen gas at
temperatures above 280 1C.87
For silver carboxylates, there is not a unified decomposition
theory but is likely to be related to their molecular structures.
Some studies report that silver carboxylates thermally
decompose to metallic silver and volatile products depending
on the carboxylate residue in a wide range of temperatures.62 The
following scheme of the decomposition reaction was proposed:
CH3(CH2)nCOOAg - Ag + CO2 + CH3(CH2)nCH3
However, others suggested that there are two stages in the
thermal decomposition process of silver carboxylates.63 The first
stage is the formation of the silver(I) oxide and the anhydride of
the corresponding acid. The anhydride and silver oxide are then
transformed into the final products: RCOOH and Ag0.
2RCOOAg - Ag2O + RC(O)OC(O)R - Ag + CO2 + RCOOH
From the above, it can be seen that diﬀerent silver precursors
have diﬀerent decomposition mechanisms. In the cases of
silver nitrate, silver carbonate and silver(I) oxide, they require
a high temperature (above 220 1C) to reach a complete decomposition but can yield the products with fewer impurities. For
silver carboxylates, most of them easily decompose into silver
and present a relatively low decomposition temperature (below
200 1C). However, they are light-sensitive and there are more
organic residues after decomposition.
Copper is a good alternative material to silver due to its low
cost, good conductivity, and the reduced electromigration eﬀect.
Copper-based inks have been developed to reduce the cost of
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the silver conductive inks. However, at present, there is not
much research on particle-free conductive inks with copper salts
as the metal precursors. This is because that most copper salts
require a higher temperature to decompose and have complicated decomposition products that usually are an oxide of
copper or a mixture, and it is diﬃcult to obtain pure copper
metal. Also, the mass fraction of copper in the molecular formula
of the precursor is low, leading to poor electrical performance of
the conductive patterns. Currently, in most cases, Cu(II) formate
(Cuf) is chosen to formulate copper particle-free inks owing to its
low thermal decomposition temperatures (less than 220 1C) and
self-reduction ability.52,53,88–92 Besides, copper acetate, copper(II)
hydroxide and copper(II) ethylene glycol carboxylates have also
been used as precursors, respectively.90,93,56
For copper(II) formate, the decomposition has been shown
to occur near 200 1C, yielding elemental copper, hydrogen and
carbon dioxide in a stepwise cation reduction reaction with
copper(I) formate as an intermediate.94,95
The decomposition products of copper acetate are complicated.
In order to obtain the pure copper element, it must be protected by
an inert atmosphere. Otherwise, even if the copper element is
obtained, it will be oxidized quickly. And the stability of copper
under heating conditions is also poor and a small amount of
oxygen can lead to the oxidation of the copper produced. Lin et al.
investigated the decomposition behavior of copper acetate in air.96
The result showed that the copper acetate started to decompose at
a temperature of about 168 1C and the initial products were the
admixture of Cu2O, CuO and Cu. Cu and Cu2O were then oxidized
to CuO in air with increasing temperature.
As for gold inks, gold(I) carboxylates are stable and can be
prepared by straightforward synthesis methodologies. Gold(III)
b-diketonates and liquid [Au(O2CCH2(OCH2CH2)2OCH3)(nBu3P)]
are good precursor materials for ink formulation.97 Gold(III)
b-diketonates are very reactive and decompose readily at ambient
temperatures, producing electrically conducting gold thin films.97
2.2

Solubilization method

Solvents usually have two functions in ink formulation. One is
to dissolve the metal precursors, the other is to keep the ink in
a fluid form for printing purposes. Water and organic solvents
can be used, depending on the specific printing process, the
substrates, the dry conditions and the final purpose.98 Alcohols
with low molecular weight are usually selected as ink solvents
because they are less toxic and easily evaporate without leaving
residues in the resulting film, which is beneficial for the final
conductivity. Besides, they contain hydroxyl groups with a
certain amount of reduction capability which is also beneficial
for film formation. Nevertheless, silver salts (apart from silver
nitrate) and copper(II) formate are usually sparingly soluble or
insoluble in alcohols. Therefore, improvement of solubility of
these materials in volatile organic solvents is key to formulation
of particle-free inks.
One approach is to use ligands possessing multiple silver
binding sites.99 Amines, cyanides, and thiocyanate have been
considered since they can solubilize and stabilize the silver precursors in alcohol-based solvents and can increase the susceptibility
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of silver ion to reduction.73 However, considering the toxicity and
environmental implication, amines are the main choices. The
preferred amines are those substituted by one or more Cl to C6
aliphatic groups which can be substituted by hydroxyl, or a Cl to
C16 linear or branched aliphatic thiol.100 They can be monofunctional amines and/or multifunctional amines such as
diamines.64 For copper formate, amino-hydroxyl compounds
are advantageous due to their high stability during processing
and storage, and due to the fact that the decomposition of most
of them occurs at suﬃciently low temperatures.101 Furthermore,
amino hydroxyl compounds enable good solubility of the copper
complexes in glycol ether solvents, which are very suitable for
inkjet printing.101
In our previous work, four monoamines and two diamines
with long alkyl-chains were selected as the ligands to formulate
silver particle-free inks.102 It was found that the sparingly soluble
silver oxalate powder could be easily dissolved in alcohols, resulting
in a soluble complex. The type of amine not only aﬀects the
solubility of the silver precursor in organic solvents but also aﬀects
the thermal sintering temperature of the formulated ink. It also has
a strong influence on the morphology of the resultant film.
Similarly, to make copper(II) formate soluble in alcohols and
to lower its decomposition temperature, a kind of alkanolamine,
2-amino-2-methyl-1-propanol (AMP), was selected as the ligand to
produce a soluble complex and, as a result, to formulate a particlefree ink compatible with oﬀset printing.88 A photograph of Cuf–
AMP complexes dissolved in various alcohols and a nonpolar
solvent (toluene) is shown in Fig. 1 to illustrate the good solubility
of the complexes in alcohols.
Yabuki et al. showed that the coordinated copper formate
with amine diol ligands is less susceptible to oxidation, and can
be sintered in an ambient atmosphere to produce films with
reasonable electrical conductivities.92 The aminediol adsorbed
onto the surface of copper particles in the film prevented
interaction with oxygen, as shown in Fig. 2.
Paquet et al. explored how the type of alkylamine aﬀects
the thermolysis of copper formate complexes (Fig. 3) and the
morphology and the electrical properties of copper films
derived from these complex inks.103 Correlations between the
properties of the amines, such as boiling point and coordination
strength, with the morphology and electrical performance of the
copper films, were established. Highly conductive films could be

Fig. 1 Photograph of Cuf–AMP complexes dissolved in various alcohols
and toluene. In the latter case, phase separation between an upper
toluene-rich phase and a lower Cuf–AMP complex phase takes place.
Reproduced with permission from ref. 88. Copyright 2014, American
Chemical Society.
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Fig. 2 Adsorption model of (a) 3-diethylamino-1,2-propanediol (DEAPD)
and (b) octylamine on a copper particle. Reproduced with permission from
ref. 92. Copyright 2014, Elsevier.

Fig. 3 The temperature at which copper formate complexes begin to
decompose is governed by the number of hydrogen bonds that can form
between the amine hydrogen and the formate oxygen. Reproduced with
permission from ref. 103. Copyright 2018, Royal Society of Chemistry.

generated from copper formate inks when the coordinating amine
can direct the growth of small particles and form dense films. The
work provides a basis for the molecular design of copper particlefree inks.
Table 1 gives a summary of the chemical structures of amines
used in the reported metal particle-free inks. The related parameters of diﬀerent amines such as molecular weight and boiling
point are also given for easy comparison (the data were obtained
from Wikipedia). From Table 1, it can be seen that the main types
of amines include monoamines, diamines and alkanolamines.
Since the decomposition temperature of aromatic amines is
higher than that of aliphatic amines, aromatic amines are rarely
considered for ink applications. Overall, a selected amine should
have two functions, one is to increase the solubility of the metal
precursors in solvents and the other is to greatly reduce the heat
treatment temperature of the ink for pattern formation. Therefore, one needs to carefully check the physicochemical properties
of amines before starting ink formulation work.

Review

Therefore, the rheological parameters of inks, such as viscosity,
surface tension and wettability of the substrate, should be
controlled in the ink formulation process.
Viscosity is a quantity that measures a fluid’s resistance to
flow, which is related to the internal friction of a moving fluid.
A fluid with a high viscosity flows slowly because its molecular
interrelation gives high internal friction. In contrast, a fluid
that has a low viscosity flows easily since there is very little
friction in the liquid when it is in motion. For the piezoelectric print
heads, the ink viscosity should be in the range of 8–15 mPa s,
while thermal print heads require viscosity below 3 mPa s.57
When using the ink in aerosol-jet printing methods for high
resolution printing or slot-die coating for large area coating the
viscosity window widens to the 0.5–2000 mPa s or to the 1–kPa s
region, respectively.
Surface tension, also known as interfacial force or interfacial
tension, is the force that causes the molecules on the surface
of a liquid to be pushed together to minimize the area. A
liquid with low surface tension easily wets or spreads across the
surface of substrates. This phenomenon is useful to determine
whether an ink will stay where it is deposited, and how wide
after it is dried. The typical values for industrial printing heads
are in the range of 25–35 dyne per cm.57
Wetting is the ability of a liquid to maintain contact with a
solid surface (the substrate). If suﬃcient contact is achieved
between the two phases, a physical interaction due to intermolecular forces develops causing the liquid to conform to the
surface on a macro- and micro-scale, displacing air and thus
minimizing interfacial flaws. Good wettability of a surface is a
prerequisite for ensuring good adhesion between the ink and
flexible substrates.
Many organic solvents, such as methanol, ethanol, isopropanol, or acetone, are of very low viscosity and contact angle/
surface tension, and volatility. Their ability to wet the surface
and low viscosity allow these fluids to spread rapidly.113 If it is
required to print or write a small conductive line using the ink
with these liquids as the main solvents, control of spreading is
an issue to be solved, while the good wettability of such
solvents may be beneficial for printing large area electrodes.
The volatility of such solvents can cause operational issues, and
ink drying in the nozzle is one of the most common failure
modes with printers. Also, volatility can cause the non-uniform
distribution of the solid on the substrate after drying, which
will be described later. Solutions to this problem are diverse
such as using cosolvents that have lower volatility or using
reactive substrates.113
2.4

2.3

Fluid requirements

The fluid properties of the ink are important because these
should be compatible with various patterning methods. The surface
tension and viscosity of the ink not only determine the velocity,
size, and stability of the ejected droplet but also aﬀect the shape of
the droplets impinging on the substrate.112 These impingement
shapes establish the pattern resolution and thickness and
further influence its mechanical and electronic properties.
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Stability

Stability is also an important aspect of performance. A stable
ink is an ink in which all its properties remain constant over
time.114 In most cases, instability is caused by the interactions
between the ink components due to changes in solubility, and
the interaction with the walls of the ink containers.114 For a
metal-particle free ink, there’s a possibility that its components
could react with each other over time, resulting in the formation
of metal particles, precipitation and phase separation, which is
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59.11
59.11

73.14
87.16
101.19
115.22
129.24
143.27

60.1

74.13

CH3(CH2)2NH2
(CH3)2CHNH2
CH3(CH2)3NH2
CH3(CH2)4NH2
CH3(CH2)5NH2
CH3(CH2)6NH2
CH3(CH2)7NH2
CH3(CH2)8NH2
CH3(CH2)9NH2
C2H4(NH2)2

CH3CH(NH2)CH2NH2

(CH3CH2CH2)2NH

Propylamine

Isopropylamine

Butylamine

Amylamine

Hexylamine

Heptylamine

Octylamine

Nonylamine

Decylamine

Ethylenediamine

1,2-Diaminopropane

Dipropylamine

185.35
61.08
105.14

119.1

[CH3(CH2)4]2NH
[CH3(CH2)5]2NH
HOCH2CH2NH2
HN(CH2CH2OH)2

(CH3)2NCH2CH(OH)CH2OH

Diamylamine

Dihexylamine

Ethanolamine

Diethanolamine

3-Dimethylamino-1,2-propanediol

157.3

(CH3CH2CH2CH2)2NH

Dibutylamine

129.24

101.19

157.30

45.08

MW (g mol 1)

CH3CH2NH2

Formula

Ethylamine

Chemical structure

Summary of various amine ligands used in the current metal particle-free inks

Amine name

Table 1

216–217

280

170

53 and 92

68 and 111

46, 104 and 110

108

108

108

108

71, 75, 102 and 109

72 and 73

103

103

103 and 107

108

103 and 107

107

75, 102, 106 and 107

47 and 105

75

51, 70, 75 and 104

Reference on the
use of this amine
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192–195

202–203

159

110.7

119

116

217

200

176

155

131

104

78

34

47.8

16.6

Boiling point (1C)
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88, 89 and 101
165
2-Amino-2-methyl-1-propanol

1-Dimethylamino-2-propanol

3-Diethylamino-1,2-propanediol

Amine name

(continued)
Table 1
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Note: the molecular weight and boiling point data were obtained from Wikipedia, not from the references.

89.14

103.16
CH3CH(OH)CH2N(CH3)2

H2NC(CH3)2CH2OH

50

147.22
(C2H5)2NCH2CH(OH)CH2OH

121–127

92

MW (g mol 1)
Formula

233–235

Review

Chemical structure
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not good for long shelf-life and printing. This is especially true
in the case of the inks containing reductive components such as
alcohols or amines or formic acid. Therefore, in order to obtain
a stable metal particle-free ink, one should carefully evaluate the
solvent and ligand used. The selection should determine solvents that have good solubility and ligands with good complexing ability.
Stability can be evaluated by measuring the various parameters of the ink stored for a period of time. For instance, Chen
et al. investigated the stability of silver citrate particle-free inks
formulated using triethanolamine, diethylamine and ethylenediamine as complexing agents.72 It was found that the ink
derived from triethanolamine had an obvious colour change
and silver particles were greatly generated after storing at room
temperature for 60 days. The ink derived from diethylamine
exhibited similar variation trends. These changes indicated
that the ink components reacted with each other with increasing storage time. In contrast, the ink derived from ethylenediamine showed good stability after 60 days, and no colour
changes and particle precipitation. We also evaluated the
stability of various silver oxalate-amine particle-free inks.102
After storing in a refrigerator at 3 1C for 60 days, there were
educts on the bottle wall of the ink formulated using butylamine, and the ink from 1,2-diaminopropane was still transparent without any colour change, implying good stability and
hence long shelf life.

3. Patterning and post-treatment
3.1

Substrates

Along with the ink technologies, substrates must be designed
to meet the various requirements. Ideally, such materials must
present a unique balance of properties that would make it
suitable for the applications. A flexible substrate must be
physically and thermally stable yet flexible, impermeable, and
smooth yet suﬃciently adhesive, transparent, and above all
economically viable.
Currently, there are a number of materials that meet most of
these requirements and have been used as substrates for
flexible electronics. Among them, polymer films are extensively
used. Compared to paper substrates, they usually have smooth
surfaces, homogeneous properties, and no porosity. This is
beneficial in some aspects but is not ideal in other aspects. For
instance, the non-absorbing surface is not ideal for ink
deposition.
Polyimide films (PI) are often used as substrates for flexible
electronics because they can withstand prolonged exposure to
300 1C and still retain their flexibility. However, the cost of PI
films is relatively high, and the adhesion between PI and the
ink is usually poor. Polyethylene (PE), polycarbonate (PC) and
polyethylene terephthalate (PET) are favorable because they are
low cost and easily available. One problem with these materials
is that they have a lower softening temperature (below 150 1C),
and therefore they are not compatible with a high temperature
sintering process required for ink metallization.
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Table 2 Comparison of the basic properties of the diﬀerent substrates
(+ Good, Bad)115
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Paper-based substrates are cheap, lightweight, biodegradable
and foldable. Besides, the mechanical, physical and chemical
properties of paper can be altered by additives, or by changes in
the manufacturing process. Therefore, it is also possible to
tailor papers, adapting them to the ink.
Table 2 shows the basic properties of diﬀerent substrates.115 It
can be seen that each material has its advantages and drawbacks.
But in general, polymer films and paper are the most favorable
materials because they are light and have good flexibility.
3.2

Coﬀee ring eﬀect

When ink droplets dry on a substrate surface, the solvent
evaporation rate at contact lines is higher than that of the interior
area. Therefore, there is a net transport of particles towards the
edges of the droplets. Thus, the solute or particulate matter tends
to deposit in a ring-like fashion, known as the coﬀee-ring eﬀect.116
This eﬀect will lead to a strongly non-uniform morphology and
poor performance of patterned devices.
Using a high boiling solvent with low surface tension, such
as ethylene glycol, in silver inks can reduce the evaporative rate to
decrease the coﬀee ring eﬀects on printed conductive tracks.46 As
shown in Fig. 4, a coﬀee ring is easily formed from a droplet of
ink containing ethanol (Fig. 4a). However, by using mixed
solvents with appropriate evaporation rates, the coﬀee ring
eﬀect can be eliminated (Fig. 4b).
3.3

Fig. 5 Inkjet printing principles: schematics of (a) CIJ, and DOD inkjet printing
with (b) piezoelectric and (c) thermal head; (d) the complete inkjet printing
process, showing the droplet jetting, spreading and drying stages. Reproduced
with permission from ref. 98. Copyright 2018, Royal Society of Chemistry.

Patterning methods

Depending on the application several approaches can be adopted
for ink deposition and patterning such as inkjet, aerosol, slot-die
coating and metal transfer printing. Among them, inkjet printing
is the most versatile and therefore the commonly used method.
Inkjet printing allows for not only contactless additive deposition
of patterned 2D features117 but also continuous large area film
deposition, high printing speeds of up to 0.1 m2 s 1, and feature
sizes as small as 10 mm in roll–roll (R2R) processing process.118

Fig. 4 Surface profiles of a silver ink film after sintering: (a) coﬀee ring eﬀect;
(b) a flat film without the coﬀee ring using suitable solvent composition.
Reproduced with permission from ref. 46. Copyright 2012, Royal Society of
Chemistry.

This journal is © The Royal Society of Chemistry 2019

Currently, there are two main technologies in use in contemporary inkjet printers: continuous inkjet (CIJ) and drop-ondemand (DOD) inkjet.98
In CIJ technology, a stream of charged ink droplets is continuously generated and jetted by a high-pressure pump (Fig. 5a).
Then, these droplets are directed by electrostatic deflection plates
and selectively printed onto the substrates. In DOD technology,
there are two types, the piezoelectric and thermal DOD. In
piezoelectric inkjet printing (Fig. 5b), a voltage is applied to the
piezoelectric material to induce a change in the shape, generating
a pressure pulse in the liquid, which forces a droplet of ink from
the nozzle. In the thermal inkjet printing process, a pulse of
current is passed through the heating element to cause a rapid
vaporization of the ink in the chamber forming a bubble, which
further causes a large pressure increase, propelling a droplet of
ink onto the substrate (Fig. 5c). Although inkjet printing is the
most favorable printing technology for metal particle-free inks, it
still poses many challenges such as the strict range of solution
parameters required to ensure successful patterning.
In comparison with inkjet printing, aerosol jet printing is
more tolerant to wide variations in ink parameters such as
surface tension, viscosity, and particle size.119 In this method,
the ink is first aerosolized and then flow-focused using a sheath
gas to jet the produced aerosol towards a substrate, resulting in
printed features with width as small as 10 mm.120
Direct ink writing (DIW) is another emerging technique with
unique patterning capabilities. In this technique, a concentrated ink
is extruded through a tapered cylindrical nozzle that is translated
using a three-axis (x–y–z), robotic motion stage (Fig. 6).121,122 The ink
filaments can maintain a similar size to the nozzle, which ranges
from 0.5 mm to 1 mm.123 The printed feature dimensions are
determined by the ink rheology and printing parameters. Inks
designed for this method can be modified for fabricating
patterns using a pen-on-paper mode. Unique 3D structures
can also be fabricated by this technology.
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Fig. 6 A schematic diagram of the DIW setup where the syringe can move
in the x and z-directions and the motion stage can move in the y-direction. A
pressure regulator is used to control the pressure applied to the syringe.
Reproduced with permission from [122]. Copyright 2017, IOP Publishing Ltd.

Alternatively to do a structured selective additive deposition
printing by means of slot-die coating, metal transfer printing by
means of a soft-lithographic process or a variety of rotary
printing methods are used in the field of printed electronics
for which we refer to ref. 124 and 125 for further reading.
Overall, the choice of a patterning or coating method is
dependent on the application. Rheological parameters of inks,
such as viscosity, surface tension and wettability, are sometimes a
major issue to be addressed before launching any related printing
eﬀort. It is essential to investigate and control the so-called
‘‘Magic Triangle of Inkjet Printing Technology’’, which is
determined by three main components: the ink, the substrate
and the print-head.126
3.4

Post-treatment

After printing, a necessary post-treatment, such as drying, curing
or sintering, is required to transform the as-deposited ink into
highly conductive traces. For silver or copper particle-free inks,
the formation of conductive pathways is associated with the
nucleation and growth of silver or copper produced from the
decomposition and/or reduction of silver or copper precursors
during the post-treatment. The conductivity is determined by the
characteristics of the precursors and sintering parameters as well
as the organic residues.
Thermal sintering is usually carried out on a hotplate or in an
oven. The required temperature varies from ink to ink depending
on the boiling points of the organic solvents used, the dissociation
temperatures of the metal precursor salts and the degree of
conductive network formation. Generally, heating at 90–200 1C
for 5–60 min is required to evaporate the organic solvents, induce
the decomposition or reduction of the metal precursor, and to
obtain sintered metal coatings with resistivity comparable to that
of the bulk metal. This method is mostly adopted for silver
particle-free inks. For copper particle-free inks, a protective (N2,
Ar) or reducing atmosphere (formic acid or H2) is required to
protect the copper nanoparticles produced from being oxidized.
Considering the temperature sensitivity of flexible substrates
such as plastic films and the easy oxidization of copper nanoparticles during the post-treatment, other methods have been
studied, such as photonic sintering, electrical sintering, plasma
sintering, and microwave sintering.
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Fig. 7 Absorption spectra of the three types of copper complex ink: copper
formate Cu(HCOO)2, copper acetate Cu(CH3COO)2, and copper oleate
Cu(C17H33COO)2. The inset photographs display the visual color of the inks.
Reproduced with permission from ref. 111. Copyright 2013, American
Chemical Society.

Photonic sintering utilizes flash lamps, lasers, and other
light sources which deliver energy to the targeted material to be
sintered.127 Absorption of light by the printed material produces a heating eﬀect through the dissipation of non-radiative
energy and exothermic photochemical reactions. Suﬃcient
heat causes evaporation of the solvent and decomposition or
reduction of metal precursors. Photonic sintering shows much
promise for large-scale manufacturing on low thermal diﬀusivity substrates, such as plastic and paper. This method can
process copper in an ambient atmosphere without oxidation if
the ink is properly designed. Araki et al. formulated copper
particle-free inks using copper formate/acetate/oleate as the
precursor.111 Based on the light absorption ability of the inks
(Fig. 7), they adopted the photonic sintering method for the ink
metallization. The formed wires showed a low resistivity of
56 mO cm.
Electrical sintering is a method by applying a voltage over
the printed structure that causes current flow through the structure,
leading to local heating within the film.57 The resistivity of the
patterned film is determined by the sintering voltage used. The
main advantages of this method are the short sintering time, which
can be less than 1 min, depending on the geometry of the printed
area, reduced damage to the substrate due to area-specific heating
and real-time monitoring of the sintering process through current
measurements. The ability to monitor while sintering allows the
desired conductivity to be achieved in a controlled manner.
However, electrical sintering requires contact with the printed
film, which may not be possible for some applications. Electrical
sintering is applicable to metal nanoinks and some other conductive materials. For metal particle-free inks, a pre-treatment is
required before using this technology.128
Plasma sintering is performed by exposure of printed patterns
to low-pressure argon plasma and electron-cyclotron resonance
(ECR) plasma.57 The sintering process shows a clear evolution
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4.1

Fig. 8 Comparison of the eﬀects of thermal annealing (left) and microwaveplasma sintering (right) on the surface morphology and conductivity of the
films deposited on glass with a SEFC-based ink. Reproduced with permission
from ref. 130. Copyright 2016 Elsevier.

starting from the top layer into the bulk. This method has been
applied to plastic substrates, and the obtained resistivity of the
printed patterns is 10 times higher compared to the resistivity of
bulk silver. Also, if hydrogen is used as the feed gas, the plasma
can have a reduced eﬀect. The disadvantages of plasma sintering is
that selective sintering is hard to realize and is achievable in R2R
processing with diﬃculty due to a reduced pressure and a longer
processing time.129
Microwave sintering is also a promising method. However,
this method is only successful if the thickness of the printed
film is in the penetration depth range of the microwave radiation
(1–2 mm at 2.54 GHz).127 This method is particularly attractive
when polymer substrates are used, as they are almost transparent
to microwave radiation, leading to localized heating whilst
ensuring minimal damage to the substrate. Vaseem et al.
formulated a transparent and stable ink based on a silver–
ethanolamine–formate complex (SEFC). The electrical property
was examined with thermal annealing and microwave-plasma
sintering. The results showed that microwave-plasma irradiation
facilitated the sintering and interconnecting of particles and could
result in dense and uniform films (Fig. 8b).130 In the case of thermal
annealing, the single-coating film on glass shows a conductivity of
B1.7  104 S cm 1 at 120 1C, and 5.5  104 S cm 1 at 200 1C
(Fig. 8c). With successive over-coating and sintering, the conductivity was substantially improved, with a value of 9 
104 S cm 1 (6 times lower than that of bulk silver) when sintered
at temperatures above 180 1C. In contrast to thermal annealing,
microwave-plasma irradiation resulted in a comparable conductivity of 4.1  104 S cm 1 even for a short exposure time of
1 min (Fig. 8d).
Since each type of sintering techniques uses diﬀerent equipment and has a diﬀerent mechanism, it is diﬃcult to evaluate
which one is better and suitable for every ink, every substrate,
and every application. However, it should be kept in mind that
the post-processing step is an essential part when it comes to
the total cost of ownership of the entire process and thereby
using existing low-cost thermal curing and sintering processes
will lower the industrial entrance barrier for a novel ink type.
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Silver-based particle-free inks

Silver-based particle-free inks could be made from organic
silver salts or silver complex precursors and solvents with or
without additives.
Silver neodecanoate was first selected as a precursor to form
particle-free conductive inks.78,79 The molecular formula is
C10H19AgO2, which has a tertiary ligand, making it more soluble
in xylene or toluene than that with secondary or primary
ligands. Dearden et al. reported a low curing temperature silver
particle-free ink for ink-jet printing. The ink was formulated by
dissolving silver neodecanoate in xylene, and was shown to
begin to decompose to silver at 125 1C with a maximal decomposition rate at 200 1C.78
Valeton et al. fabricated silver conductive patterns by printing
or spinning a silver neodecanoate ink on PET substrates and
using ultraviolet irradiation and subsequent treatment with
hydroquinone solution.79 The conductivity was 10% of that of
bulk silver. The treatment process was carried out at room
temperature, which allowed low glass transition temperature
polymeric substrates, such as PET, to be used. Fig. 9a shows the
redox reaction between the silver neodecanoate and deprotonated
hydroquinone. Fig. 9b shows two PET-based samples prepared by
spin-coating and inkjet printing.
Arnold et al. reported an ink consisting of silver neodecanoate,
ethyl cellulose and solvents for screen printing.80 The printed
traces had exceptional electrical (between 8.4 and 20 mO cm) and
mechanical properties after thermal or photonic sintering, with a
rough and porous morphology from photonic sintering and a
dense and smooth morphology from thermal sintering. The key
factor in these properties results from the interaction between
the ethyl cellulose and the as-produced silver within the traces.
Then, Jahn et al. reported a particle-free silver ink based on
silver(I) 2-[2-(2-methoxyethoxy)ethoxy]acetate.82 The ink was
stable in air, had a silver content of 9.1 wt% and could be used
for piezo ink-jet printing. The printed, photochemically sintered
silver features on PET substrates showed a favorable conductivity

Fig. 9 (a) Redox reaction between silver neodecanoate and hydroquinone.
The reaction is facilitated by the partial deprotonation of hydroquinone in
water; (b) a sample prepared by spin-coating the ink onto 50 mm thick PET
foil. The high reflectivity of the sample demonstrated the silvery nature of the
final coating. The picture on the right shows a sample with five inkjet printed
lines on PET. Reproduced with permission from ref. 79. Copyright 2010,
Royal Society of Chemistry.
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Fig. 10 (a and b) The 3D profilometer image of an inkjet printed, dried and
sintered (250 1C, 1 min) droplet of the silver(I) 2-[2-(2-methoxyethoxy)ethoxy]acetate ink; (c) SEM image of a sintered (250 1C, 1 min) droplet;
(d–f) SEM images of the printed layer and sintered silver layer (5 min, 250 1C).
Reproduced with permission from ref. 82. Copyright 2010, American
Chemical Society.

of 3.70 mO cm and superior adhesion to the substrates. A 3D profile
of a single dried and sintered droplet is given in Fig. 10a and b
respectively. It can be seen that, after sintering, the patterns of the
inkjet droplets were composed of a multiplicity of silver particles
rather than a homogeneous layer. A SEM image also showed this
inhomogeneous arrangement (Fig. 10c). Fig. 10d–f show the SEM
images of a printed layer and a sintered silver layer (5 min, 250 1C).
In 2011, Wu et al. formulated a particle-free silver ink in a
mixed solvent by using 1-dimethylamino-2-propanol (DP) as
both the protecting and reducing agents for silver nitrate.50 The
formulated ink easily became silver at low sintering temperatures,
and continuous silver lines with a resistivity of 17.3  4.4 mO cm
were obtained at 100 1C by inkjet printing. The resistivity is quite
close to that of bulk silver.
Cai et al. prepared silver micropatterns on polyimide substrates by a laser direct writing technique using a particle-free
ink.67 The ink was formulated in methanol from a complex
composed of a silver oxide and ammonium carbamate. The
approach relied on laser absorption and thermal energy transport in the ink to induce the decomposition of silver complex
and the sintering of silver particles.
At a laser power of 0.1 W, the written silver ink started to
decompose to silver. The resistivity of silver conductors fabricated
at a laser power of 0.5 W was about four times that of bulk silver.
Fig. 11 shows the formulation, deposition and metallization
processes of the ink and the images of the written silver films.
In 2012, Chen et al. developed a particle-free silver ink with
self-reduction ability to generate highly conductive silver films
on PET sheets.68 The ink, suitable for inkjet printing or directwriting, was formulated by mixing a silver ammonia solution of
silver oxide and diethanolamine (DEA) with a self-decomposable
capability. After heating at temperatures above 50 1C, DEA was
decomposed into formaldehyde, which reduced silver ammonia
ions into silver nanoparticles. The resistivity of the printed
tracks was 6 mO cm, 4 times that of bulk silver.
Walker et al. designed a low-viscosity and highly conductive
particle-free silver ink based on a modified Tollens’ process
using silver acetate, ammonium hydroxide, and formic acid.45
The ink was stable and suitable for a wide range of patterning
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Fig. 11 The formulation, deposition and metallization processes of the ink
and the images of the written silver conductive films. Reproduced with
permission from ref. 68. Copyright 2012, American Chemical Society.

techniques such as direct-writing, inkjet-printing and airbrushspraying. The printed electrodes exhibited a conductivity
equivalent to that of bulk silver after annealing at 90 1C, which
was attractive to plastic, paper or textile-based substrates for
electronic applications. Fig. 12a shows the key constituents in
the initial solution, ink, and the printed features. Fig. 12b
shows an optical image of the silver ink and Fig. 12c shows
the printed conductive silver lines (B5 mm wide).
Similarly, using silver acetate as a precursor, ethylamine and
ethanolamine as complexing agents, formic acid as a pH
regulator and reducing agent, Mohammad Vaseem et al. formulated
a stable particle-free ink, which can produce highly conductive silver
films with a uniform morphology and excellent adhesion at 150 1C
for 30 minutes.69 Radio frequency inductors, which are highly
sensitive to metal quality, were demonstrated. Fig. 13a illustrates
the procedure for the formulation of a silver–ethylamine–
ethanolamine–formate complex based ink and the involved
chemical reaction. Fig. 13b presents the thermal reduction
process of the printed ink.
Bhat et al. formulated a highly conductive particle-free ink
using silver acetate as a precursor, ethylamine and ammonia as
complexing agents, formic acid as a reducing agent, 2% HEC as
a viscosifier, dispersing agent and stabilizer, and ethanolamine

Fig. 12 (a) Key constituents in the initial solution, ink, and printed features;
(b) optical image of the silver ink in a scintillation vial; (c) conductive silver
lines printed on a silicon substrate via direct-writing technology using a
100 nm nozzle. Reproduced with permission from ref. 45. Copyright 2012,
American Chemical Society.
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Fig. 13 An illustrative procedure for the formulation of a silver–ethylamine–
ethanolamine–formate complex based ink. (a) Chemical reaction involved in
the formulation of the ink; (b) schematic presentation of the thermal reduction
process for printed ink conversion to silver metallic phase and chemical
reaction represented by the ball-and-stick model. Reproduced with permission from ref. 69. Copyright 2016, American Chemical Society.

as an anticlogging additive for nozzle-jet printing.70 The ink
showed prolonged stability especially at lower temperatures.
The printed films showed a smooth surface morphology with
good adhesion and conductivity. The spin-coated film on glass
annealed at 60 1C and the nozzle-jet printed film on PET
sintered at 75 1C have conductivities of 93.46 mO cm and
36.50 mO cm, respectively, only one-order-of-magnitude lower
than that of bulk silver.
Chang et al. developed a particle-free silver ink via a complexing process of silver carbonate and isopropylamine in a
glycol–water mixture.47 Silver ions in the ink was reduced to
metallic silver by glycol in the sintering process. Meanwhile, the
silver–amide complex was decomposed to silver oxide and then
was reduced to silver. The two reaction mechanisms are shown
in Fig. 14a, where the reduction of silver oxide plays a major
role. The viscosity and surface tension of the ink were 13.8 mPa s
and 36.9 mN m 1 respectively. After writing the ink on a polyimide
(PI) substrate and sintering at 150 1C for up to 60 minutes, the
formed film showed the lowest resistivity of 18 mO cm and had a
continuous morphology with some pores and voids (Fig. 14b).
However, the ink was unstable in air due to the easy decomposition of the silver–amide complex.
Nie et al. formulated a particle-free silver ink through a
complexing process of silver citrate and 1,2-diaminopropane
for printing on PET substrates.71 The ink had excellent stability

Fig. 14 (a) Two main reaction mechanisms of the silver carbonate–amide
complex ink during sintering; (b) SEM images of the conductive film
sintered for 10, 30 and 60 minutes. Reproduced with permission from
ref. 47. Copyright 2012, Royal Society of Chemistry.
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Fig. 15 (a) Optical image of silver citrate particle-free inks: (1) freshly
prepared; (2) preserved in the refrigerator for 60 days; (3) preserved under
ambient conditions (25 1C) for 60 days; (b) variation of resistivity of printed
patterns on a PET substrate cured at 150 1C for 50 min for diﬀerent storage
periods of the ink. Reproduced with permission from ref. 71. Copyright
2012 Elsevier.

with a shelf life of more than 60 days (Fig. 15) and good
printability on an ordinary commercial inkjet printer. Owing
to the complexation of silver citrate and 1,2-diaminopropane,
the ink could be cured at 135 1C, which was much lower than
the decomposition temperature of silver citrate. The printed
film showed a resistivity of 17 mO cm after sintering at 150 1C
for 50 minutes and possessed excellent adhesive properties.
Chen et al. reported a particle-free ink based on an [Ag(dien)](tmhd) complex (where tmhd = 2,2,6,6-tetramethyl-3,5-heptanedionato and dien = diethylenetriamine) for spin-coating and
inkjet printing of highly conductive features on a flexible substrate.48
Silver films with thicknesses from 64 to 102 nm were produced from
the ink by inkjet printing with a subsequent thermal annealing
process at 250 1C. They displayed resistivity values in the range
of 4.63–9.38 mO cm. Fig. 16a shows the synthesis of the [Ag(dien)](tmhd) complex and Fig. 16b is the optical microscopy image of
printed conductive silver lines on the flexible PI substrates.
Dong et al. prepared a transparent silver ink using silver
oxalate as a precursor, ethylamine as a complexing agent, ethyl
alcohol and ethylene glycol as the solvent.51 The ink had fairly

Fig. 16 (a) The synthetic reaction of the [Ag(dien)](tmhd) complex. (b) The
optical microscopy image of printed conductive silver lines on flexible PI
substrates. Reproduced with permission from ref. 48. Copyright 2013,
Royal Society of Chemistry.
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Fig. 17 (a) Optical image of the silver oxalate ink after storage for several
months; (b) photographs of the inkjet printing patterns cured at 150 1C for
30 min; (c) image of the bent patterns and (d) picture of tape test for the
inkjet printing line. Reproduced with permission from ref. 51. Copyright
2015 Elsevier.

good stability and remained colourless and transparent without
any precipitation after storage below 10 1C away from light for
several months, as shown by the optical image in Fig. 17a. The
printed patterns on a PI substrate sintered at 150 1C for 30 min
showed metalized silver (Fig. 17b) with low resistivity (8.6 mO cm)
and favorable flexibility (Fig. 17c) and good adhesion (Fig. 17d).
Dong et al. also formulated a particle-free silver ink by using
silver tartrate as a precursor, diﬀerent types of amines as the
complexing agent and ethanol as the solvent.75 The research
found that the amine type has a significant influence on the
thermal behavior and electrical performance of the formulated
inks and the morphology of the associated films with the
possible mechanisms illustrated in Fig. 20. The film derived
from a 1,2-diaminopropane ink showed the lowest resistance
and uniform surface morphology consisting of smaller and
more densely packed particles. By further optimizing the ink
formula, a film resistivity of 4.3 mO cm was obtained at 160 1C.
Using a solid complex of silver oxalate and ethylenediamine
(Fig. 18), Zope et al. also formulated a particle-free ink with 25.9%
silver content for inkjet printing.99 A hybrid heat-photonic curing
method was employed to improve the electrical properties and

Fig. 19 (a) Thermogravimetric analysis of the decomposition of the pure
[(hfac)(1,5-COD)Ag] ink component. (b) The decomposition processes of
[(hfac)(1,5-COD)Ag]. Reproduced with permission from ref. 83. Copyright
2016, Rights Managed by Nature Publishing Group.

adhesion of the ink. Silver conductive traces showed a resistivity
of 4.26 mO cm, which is 2.7 times that of bulk silver.
Black et al. formulated a particle-free ink based on silver
hexafluoroacetylacetonate cyclooctadiene [(hfac)(1,5-COD)Ag]
for the sintering-free printing of highly conductive silver films.83
An alcohol, propan-2-ol, was used as a catalytic reducing agent to
dissociate the [(hfac)(1,5-COD)Ag] precursor. Silver films printed
from the ink, on a glass substrate at 120 1C, showed a resistivity as
low as 39.2% that of bulk silver, without sintering. Fig. 19a shows
the thermogravimetric result of the pure [(hfac)(1,5-COD)Ag] ink
component, and Fig. 19b shows the decomposition processes of
[(hfac)(1,5-COD)Ag].
Table 3 makes a comparison of the developed particle-free
silver inks. Overall, this type of ink needs specific metal salts for
its formulation and has a relatively low sintering temperature
(B150 1C) for conductivity comparable to that of bulk silver.
The diﬃculties are to select an appropriate organic silver salt
and ligand. The inks reported in ref. 45, 51, 68, 69 and 75 have
facile synthesis routes, good conductivity and printability,
which basically fulfilled the criteria for an optimal ink design.
4.2

Fig. 18 Solid silver complex that can be converted to a desired printable
liquid ink. Reproduced with permission from ref. 99. Copyright 2018,
American Chemical Society.
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Copper-based particle-free inks

In contrast to the particle inks, copper particle-free inks are stable
under an aerobic atmosphere. Thus, they have been developed in
recent years. The most prominent example is copper formate due
to the advantages of its clean decomposition at low temperature
without any organic residues.
Yabuki et al. prepared a particle-free copper ink by mixing
copper(II) formate tetrahydrate, n-octyl amine and toluene.52
The copper conductive film was fabricated on a glass substrate
by calcination of the ink at low temperatures in a nitrogen
atmosphere, and consisted of spherical copper nanoparticles of

This journal is © The Royal Society of Chemistry 2019
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Ink composition
No. Silver precursor
1
2

4

Silver neodecanoate
None
Silver(I) 2-[2-(2—
methoxyethoxy)ethoxy]acetate
Silver nitrate
1-Dimethylamino-2propanol
Silver acetate
Ammonium hydroxide

5

Silver acetate

6

Silver acetate

7
8
9

Silver carbonate
Silver citrate
b-Diketonate silver

3
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Patterning method
Complexing agent

Ethylamine, ethanolamine
and formic acid (reducing
agent)
Ethylamine and ammonia
as complexing agents,
formic acid as a reducing
agent
Isopropyl amine
1,2-Diaminopropane
—

Deposition

Metallization

Xylene
DI water

Ink-jet printing
Ink-jet printing

150 1C
130 1C with UV
irradiation, 30 min

3–4.8
9.10

78
82

Ethanol and ethylene
glycol
Aqueous solution
containing formic acid

Ink-jet printing

100 1C for 60 min

13.7

50

Ink-jet printing, 90 1C for 15 min
direct-writing and
airbrush-spraying
Ink-jet printing
150 1C for 30 min

1.6

45

HEC as a viscosifier and
stabilizer, ethanolamine
as an anticlogging additive

Spin-coating or
Ink-jet printing

19.8; 36.5 70

DI water containing
methanol

4.71 (PEN 69
substrate)

Handwriting
Ink-jet printing
Ink-jet printing

90 1C for 24 h (Spin-coating,
glass substrate); 75 1C for
60 min (Nozzle-jet printing,
PET substrate)
150 1C for 60 min
150 1C for 50 min
250 1C for 180 min

18
47
17
71
4.62–9.37 48

Ink-jet printing

170 1C for 30 min

8.4

51

Ink-jet printing

Thermal-photonic
curing: 120 1C for 5 min,
3.32 J cm 2
160 1C for 10 min
Laser power, 0.5 W

4.28

99

4.3
6.5

75
67

75 1C for 20 min

6

68

120 1C (substrate)

4.1

83

10 Silver oxalate

Ethylamine

11 Silver oxalate

Ethylenediamine

Glycol and DI water
Methanol and isopropanol
Hexylamine and
ethyl cellulose solution
Ethyl alcohol and
ethylene glycol
DI water

12 Silver tartrate
13 Silver oxide

1,2-Diaminopropane
Ammonium carbamate

Ethanol
Methanol

14 Silver oxide

Ammonium hydroxide,
Diethanolamine
—

DI water

Ink-jet printing
Laser direct
writing
Ink-jet printing

Toluene and propan-2-ol

Ink-jet printing

15 Silver hexafluoroacetylacetonate
cyclooctadiene

Resistivity
(mO cm) Ref.

Solvent

Fig. 20 Schematic presentation of the eﬀect of amines on microstructure evolution. Reproduced with permission from ref. 75. Copyright 2016 Elsevier.

100–300 nm (Fig. 21b–d). The lowest resistivity of 20 mO cm was
obtained at 140 1C for 60 min. Fig. 21 shows the chemical
reactions in the ink during the synthesis and sintering processes.
They also formulated particle-free copper inks via a complex of
copper(II) formate and aminediol.92 The copper conductive film

This journal is © The Royal Society of Chemistry 2019

was produced at low temperature on a glass substrate by
calcination of these inks. The effect of the aminediol type and
the calcination temperature on the conductivity of the copper
films was investigated. The results showed that the films
calcined with the inks from 3-dimethylamino-1,2-propanediol
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Fig. 21 (a) Chemical reaction in the as-prepared copper formic ink during
synthesis and sintering processes; (b–d) SEM images of the copper conductive film obtained by calcination for 60 min at 110 1C, 140 1C, and
160 1C. Reproduced with permission from ref. 52. Copyright 2011 Elsevier.

or 3-diethylamino-1,2-propanediol had electrical conductivity at
165–180 1C, even under an air atmosphere.
Kim et al. formulated particle-free copper inks by mixing
copper(II) formate and hexylamine or deionized water in diﬀerent
weight ratios.91 They found that the concentration of copper
complexes in the inks had a significant influence on the porosity
and impurity content, and ultimately the electrical resistivity of
the films. The lowest resistivity obtained in Cu films made from
these inks was 5.2 mO cm.
Wang et al. designed a copper ion ink based on copper(II)
hydroxide, which showed excellent ion complex stability and
dispersion stability.93 The pH and complexing agent were two
key factors in the ink formulation process, as shown in Fig. 22a.
The formulated ink was environmentally friendly and can be written
and sintered using intense pulsed light at low temperatures,
showing excellent electrical properties. Fig. 22 show some
patterns of one ink written by a roller-ball pen.
Farraj et al. reported a copper particle-free ink with the
ability of self-reduction.101 The ink was composed of copper
formate complexed with 2-amino-2-methyl-1-propanol, diethylene
glycol methyl ether and n-butanol, generating conductive copper
patterns at 140 1C in a nitrogen environment. The decomposition
process of the copper complex in the ink was investigated and a
mechanism was proposed (Fig. 23). The formulated ink is
chemically stable in air and easy to process in inkjet printing.
The lowest resistivity of the printed copper film was obtained at
190 1C, less than 10.5 mO cm.
We designed a new complex oxidation–reduction process of
copper acetate and cyclohexylamine together with formic acid to
prepare a copper particle-free ink.55 Although the ink contained

Review

Fig. 23 A suggested mechanism for the decomposition of the complex
from an octahedral to a square planar configuration to metallic copper. An
image of the obtained film at each stage is presented on top. Reproduced
with permission from ref. 101. Copyright 2015, Royal Society of Chemistry.

only 9.6 wt% of copper, it still offered good conductivity. The
research showed that formic acid was the most important factor
influencing the conductivity of the film.
Qi et al. formulated a particle-free copper ink based on a
self-reducible copper hydroxide complex for the fabrication of
conductive copper patterns.53 Copper hydroxide was converted to
a self-reducible complex with 3-dimethylamino-1,2-propanediol
to reduce the temperature for the reduction of copper ions. A
small amount of formic acid was used to catalyze the selfreduction of the complex to copper. The results showed that
the self-reduction temperature could be reduced to about 130 1C
and the films exhibited good electrical performance after sintering
at temperatures of 160, 180, and 200 1C, with a resistivity of 238 
32, 166  21 and 139  24 mO cm, respectively.
Xu et al. investigated the eﬀects of water on the performance
of copper complex inks with various amines as ligands. It was
found that water had two eﬀects.89 It was not ideal for the
preservation of the inks but was conducive to forming a dense
copper film with good conductivity. A novel ink formulation
was proposed to balance the dual eﬀects. The formulated ink
with 2 wt% water could be stored for at least two months, and
still yielded a highly conductive copper film at low sintering
temperature.
Similarly, Table 4 makes a comparison of the currently developed
copper particle-free inks. Overall, the precursors for this type of ink
are very limited and most of them are based on copper(II) formate.
The ink reported in ref. 101 showed a good property for ink-jet
printing electronics but the sintering temperature is still high. Here,
photonic sintering such as intensive pulsed light sintering shows an
advantage in the eﬀective sintering of such inks under ambient
conditions within a millisecond time frame.
4.3

Fig. 22 (a) Colour changes of the fabricated Cu ion ink as a function of
pH. (b) Patterns of the ion ink printed using a roller-ball pen. Reproduced
with permission from ref. 93. Copyright 2013, American Chemical Society.
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Gold-based particle-free inks

Schoner et al. reported a particle-free gold ink for inkjet printing of
gold structures and lines.97 The ink was formulated by dissolving a
liquid gold(I) precursor [AuO2CCH2(OCH2CH2)2OCH3(nBu3P)] in
toluene. The thermal behavior of the precursor was studied,
showing that the decomposition of [AuO2CCH2(OCH2CH2)2OCH3(nBu3P)] started at 230 1C and ended at 250 1C. The first
step was the release of CO2 followed by elimination of PnBu3 and
then the release of CxHyOz (x Z 3) organics. The printed features

This journal is © The Royal Society of Chemistry 2019
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Ink composition
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No. Copper precursor

Patterning method
Complexing agent

Deposition

Toluene
Isopropyl alcohol
Ethanol/ethylene
glycol mixture
—

Squeegee coating 140 1C for 60 min, N2 20
Drop coating
350 1C for 30 min, N2 9.46
Drop coating
230 1C for 60 min, N2 22

52
88
90

Coating

91

1
2
3

Copper(II) formate tetrahydrate n-Octyl amine
Copper(II) formate tetrahydrate 2-Amino-2-methyl-1-propanol
Copper acetate
Cyclohexylamine

4
5
6

Copper(II) formate
Hexylamine
hydrate
Copper(II) formate anhydrate 3-Dimethylamino-1,2-propanediol —
Formic acid and citric acid
DI water
Copper(II) hydroxide

7

Copper(II) formate tetrahydrate 2-Amino-2-methyl-1-propanol

8

Copper formate/
acetate/oleate
Copper format

9

Fig. 24

Diethanolamine
Hexylamine and 2-amino-2methyl-1-propanol

Metallization

Resistivity
(mO cm)
Ref.

Solvent

250 1C for 2 min
with formic acid
Squeegee coating 180 1C for 5 min
Handwriting
Intensive pulsed light
sintering
Diethylene glycol Inkjet printing
190 1C for 2 min, N2
methyl ether and
n-butanol
Ethanol
Inkjet printing
Intensive pulsed light
sintering
Isopropyl alcohol Spin coating
Laser sintering

5.2

300
92
3.21–5.27 93
10.5

101

56

111

17

131

Chemical reaction equation for gold(I) precursor synthesis.97

exhibited conductivities of up to 1.9  107 S m 1 on glass which
corresponds to 43% of the conductivity of bulk gold. Fig. 24
shows the chemical reaction equation for precursor synthesis.
4.4

Hybrid metal particle-free inks

As described in Section 3, copper or silver particle-free inks
have been developed due to their low cost, flexibility in preparation and a relatively low-temperature sintering in comparison
with the nano silver or copper-based inks. The ink of copper
formate52,88,92,101,103,108,132,133 or silver oxalate51,99,106 has made
significant development with their advantages over other types
of metal inks. This type of ink, however, also has drawbacks.
Silver particle-free ink is expensive and the resultant patterns
have low resistance against electromigration, while the copper
particle-free ink has low content of copper, leading to a poor
electrical performance. Therefore, it will be advantageous to
develop a copper–silver hybrid complex ink combining the
benefits of copper and silver.
Recently it has been shown that it is possible to produce
metal complex-based Cu–Ag conductive inks where the catalytic
activity of silver was used to accelerate the decomposition of the
copper complex into pure metal particles under mild and lowtemperature conditions (Fig. 25).134 We formulated new Cu–Ag
hybrid inks based on the simultaneous complexation reaction of
copper formate and silver oxalate with 1,2-diaminopropane.135 The
process is simple, facile and only one-step.

Fig. 25 Schematic illustration of self-catalyzed decomposition and sintering
of Cu–Ag complex inks. Reproduced with permission from ref. 134. Copyright
2018, Royal Society of Chemistry.

metal nano inks. Until now, most of the studies have mainly
concentrated on the enhancement of conductivity and adhesion
of the resultant metal silver or copper films, the decomposition
mechanism of the metal–ligand complex and the effects of the
ligand type on the ink properties and the morphology of the
associated films. But for practical applications, such inks have
great potential.
5.1

5. Application
Metal particle-free ink materials have made significant progress
in recent years; however, most research has focused on the ink
formulation and property optimization; the applications in the
field of electronic and energy devices are fewer than those with

This journal is © The Royal Society of Chemistry 2019

Stretchable circuits

Fast fabrication of stretchable patterns or circuits is desirable
and has become the focus of recent research. Towards this, Hu
et al. reported a writable particle-free ink for fast fabrication of
highly conductive stretchable circuits.136 The ink was composed
of soluble silver trifluoroacetate, butanone and adhesive rubber
(polystyrene-block-polyisoprene-block-polystyrene), which could
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Fig. 26 (a) Heart-like circuit drawn by a ballpoint pen; (b) 14 LED lights
were lit to show a regular heart shape; LED lights can still work under
diﬀerent deformations; (c) outward bending; (d) inward bending; (e)
stretching; and (f) flash photograph under stretching. Reproduced with
permission from ref. 136. Copyright 2016, American Chemical Society.

be used to produce conductive traces by handwriting and subsequent reduction in a solution of formaldehyde and sodium
hydroxide. Owing to the eﬀect of the adhesive polymer in inks,
the written traces have not only good adhesion onto the substrate
but also good stretchability after drying.
A heart-like circuit was fabricated in the research, showing
good ability to endure various deformations, such as bending,
stretching, and twisting, as shown in Fig. 26.
5.2

Solar cells

Tamari et al. formulated a lead and particle free metal hybrid
ink for the front side metallization of silicon solar cells.137 The
ink was composed of 26% metal including silver-, bismuth-,
and zinc neodecanoate, which can etch locally through the
silicon nitride antireflection layer and form contact to the
emitter after curing at 480 1C for 5 min. The bismuth and zinc
components were responsible for etching the silicon nitride
layer. Xylol and N-methyl-2-pyrrolidone were chosen as the ink
solvents to dissolve silver neodecanoate and to obtain good
printing results.
5.3

Radio frequency inductors

Vaseem et al. fabricated spiral RF inductors by ink-jet printing
silver particle-free inks.69 The inductors were fabricated on PET
substrates using five layers of silver ink with a Dimatix inkjet
printer. A universal laser system was employed to cut via holes
and make a connection with the underside of the inductors. A
depiction of the dimensions of the inductors and an image of the
printed inductor are shown in Fig. 27. The inductors were measured
in a two-port configuration using 500 mm pitch Z-probes and a
cascade probe station. Inductance values of up to 35 nH with quality
factors greater than 10 at frequencies above 1.5 GHz proved the
viability of the ink for fabrication of printed electronics.
5.4

Other applications

Sensors can detect changes in their environment, which allows
people or robots to make a correct response eﬃciently. Printed
flexible sensors have many advantages such as lightweight,
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Fig. 27 (a) Depiction of the inductor with dimensions. (b) Microscopy
image of a printed inductor. Reproduced with permission from ref. 69.
Copyright 2016, American Chemical Society.

bendability, and foldability as well as low cost.3 Metal particlefree inks can be used to fabricate sensors for medication
control, gas detection, drug delivery and food traceability. High
silver content is the best for general glucose sensor applications
while low ratios are best suited for Iontophoretic applications
(a non-invasive technique where a small electric current is used
to deliver drugs through the skin) due to the specific electrochemical requirements of those cells.138
Smart tags, membrane touch switches, battery patches and
electro-chromatic displays can also be produced using such
inks; however, cases are very rare at present.

6. Summary and outlook
As summarized above, remarkable progress has been achieved
in the development of metal particle-free inks. For silver-based
particle free inks, there are many types available. Most of them
have better stability and good conductivity after low-temperature
treatment (150 1C), allowing the inks to be used for inkjet-printing
technology and a variety of flexible substrates. However, the high
cost of silver is a problem, which limits the wide application of
such inks.
The properties of silver-based particle-free inks, such as
stability, thermal behaviour and electrical performance, vary
primarily with the type of silver salt and the ligand selected to
solubilize it. The key points in formulating stable inks with
controlled microstructures are to select appropriate organic
silver salts and ligands. Therefore, silver precursors with desirable
thermal and electrical properties are necessary for future development of particle free inks with improved performance. New metal
salt precursors or metal complexes with high solubility and low
decomposition temperature are a direction for further research.
Printability is also an issue to be solved when using these
inks to produce patterns with high resolution. The fluidic
properties of the as-prepared silver inks, such as viscosity,
surface tension and wettability, should be specifically adjusted,
and the printing parameters should be carefully controlled in
order to obtain good printing quality.
In terms of copper particle-free inks, they are cheap in cost
as compared to silver particle-free inks. However, the precursors
available for selection are very limited and most of them are

This journal is © The Royal Society of Chemistry 2019

View Article Online

Open Access Article. Published on 14 November 2019. Downloaded on 1/9/2020 12:24:24 PM.
This article is licensed under a Creative Commons Attribution 3.0 Unported Licence.

Review

based on copper(II) formate. New precursors should be exploited.
Besides, the copper content in the inks is low, usually below 20%,
which could only produce very thin copper films or patterns
unless multi-printing is carried out. Moreover, at present, most
copper particle-free inks require reductive atmospheres (such as
hydrogen gas or formic gas) or a special sintering method
(intense pulsed light or laser) to make the printed tracks conductive, which have safety and cost issues. In some cases, the ink
has a compatibility problem with mass production techniques.
Towards these problems, ink materials and sintering technologies need to be explored for energy-eﬃcient manufacturing of
flexible electronics. In this respect, self-sintering, where sintering
occurs spontaneously in the patterning process, is preferred.
A Cu–Ag hybrid particle-free ink is also a good choice for lowtemperature fabrication of conductive patterns which not only
can reduce the cost of silver ink but also can accelerate the sintering
of the copper ink under reduced temperature conditions.
The silver or copper particle-free inks have great application
potential in the fields of electronics and energy devices.
However, so far there have been only a few examples. Therefore,
it will be advantageous to exploit the possibilities of such inks
in the area of electronic and energy devices.
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