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ABSTRACT

We discuss the emerging role of solution processing and functional ink formulation in the fabrication of devices
based on two dimensional (2d) materials. By drawing on examples from our research, we show that these inks
allow 2d materials to be exploited in a wide variety of applications, including in photonics and (opto)electronics.
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1. INTRODUCTION

Layered materials (LMs) such as graphite have a crystal structure consisting of covalently bonded 2-dimensional
(2d) planes, bound into a stack via weak van der Waals (vdW) forces. Atomically thin layers can be exfoliated
from these bulk LM crystals, or grown directly, to yield 2d or quasi-2d (∼1-10 layers) materials. The class of
2d materials is currently of intense research interest across many fields due to their remarkable properties.1–4

Although their low dimensionality results in the emergence of these exotic properties, one of the key challenges
at present is to develop techniques to translate these headline results, typically measured on one-off devices
requiring complex fabrication, into real-world systems. One such route is through the formulation of 2d material
inks which, when combined with established printing techniques, can be used to reliably deposit functional
coatings for large area devices. The most commonly studied 2d materials at present include graphene, transition
metal dichalcogenides (TMDs) and black phosphorus (BP). In the course of this article, we will briefly discuss
key properties and production techniques of these materials, before presenting a range of application examples
from our research.

2. PROPERTIES AND PRODUCTION OF 2D MATERIALS

2.1 Graphene

Among the 2d material family, graphene, consisting of an atomically thin layer of hexagonally arranged carbon
atoms (Fig. 1), is the most widely studied.1,5, 6 In 1999, Ref. 7 reported that highly orientated pyrolytic graphite
(HOPG) patterned with raised “islands” could be cleaved by rubbing it on silicon, yielding few-layer graphene
flakes. The authors noted at the time that it should be possible to extend this technique to produce monolayer
flakes, which was subsequently realized in 2004.7 Graphene has many key properties that make it well-suited to
flexible and transparent electronics.1,5, 6 While undoped graphene has a relatively high intrinsic sheet resistance
of 6 kΩ/sq,6 in practice, graphene samples always show some level of doping, and hence lower sheet resistance.
Ref. 1 derived a relationship between sheet resistance and DC conductivity for single and few layer graphene:

Rs = (nµeN)−1 (1)

where n is the number of carriers (cm−2), µ is the carrier mobility (cm2V−1s−1), e is electron charge (1.6 x
10−19 C), and N is the number of layers. When combined with the typical values of n and µ for CVD samples
(1012-1013 cm−2 and 1000-20000 cm2V−1s−1 respectively), sheet resistances as low as ∼30 Ω/sq can be achieved
from monolayer graphene, with even lower sheet resistance from bilayer and few-layer samples. Meanwhile,
graphene also has a high optical transparency (∼97.7%) from the visible to the near infrared.8,9 The absorption
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Figure 1. Structures and electrical properties of some key 2d materials.

spectrum is largely featureless throughout this region due to the linear dispersion of Dirac electrons in the
graphene band-structure, aside from a peak in the UV region, a signature of the van Hove singularity in its
density of states.10 It is also capable of sustaining ∼25% strain without breaking.11 This combination of factors
suggest that graphene is an attractive material for (opto)electronic applications such as flexible transparent
conducting electrodes, where it may exceed the performance of the currently dominant material (indium tin
oxide - ITO), not only in terms of transmittance and sheet resistance, but also in cost and flexibility.1,12

2.2 Transition metal dichalcogenides

Looking beyond graphene, one of the largest groups of 2d materials is TMDs. They have the general formula
MX2, where M is a transition metal such as molybdenum (Mo) or tungsten (W), and X is a group VI element such
as sulfur (S), selenium (Se) or tellurium (Te). Their structure consists of a layer of metal atoms covalently bonded
between two layers of chalcogen atoms (Fig. 1). Depending on the metal and chalcogen, as well as the atomic co-
ordination, TMDs may be metallic (e.g. NbS2), semiconducting (e.g. MoS2), or insulating (e.g. HfS2).2,3, 13 For
electronic, optoelectronic, and photonic applications, semiconducting TMDs (s-TMDs) are of particular interest
because of their layer-dependent bandgap. As a zero-gap material, graphene is unsuitable for digital electronics
using conventional device architecture, giving small (∼2-10) ON-OFF ratios (i.e. the ratio of current in the ON
and OFF states).14 In contrast, the bandgap of s-TMDs makes them attractive for field-effect transistors.15–19

While the electron mobilities in these devices are lower than graphene (∼10-50 cm2V−1s−1),17,20 the higher
ON-OFF ratios (>106)15,16,18,19 allow for efficient switching and device operation. Bulk s-TMDs typically have
indirect bandgaps.13 Changes in the band-structure with reducing layer count means that they progressively
shift, ultimately becoming direct bandgaps in monolayer samples.2,3, 21,22 For example, Ref. 22 estimated
the bandgap for few-layer MoS2 with layer counts from the lowest energy photoluminescence peak, finding that
the bandgap shifted from 1.29 eV for bulk MoS2,13 to ∼1.35 eV for 6 layers and to ∼1.80 eV for monolay-
ers.21 Collectively, s-TMDs have a range of bandgaps spanning the visible and near infra-red spectrum, making
them well-suited to applications such as light emission23 and photodetection,24–26 as well as more generally for
(opto)electronics and photonics.

We note that experimental studies on few-layer s-TMDs predate those on graphene, with reports of few-layer
MoS2 dating back to 1963, when R. Frindt and A. Yoffe reported new features in the absorption spectra of



exfoliated MoS2.27 However, limitations with the characterization and processing techniques available at the
time meant that these materials were not exploited until more recently, when the discovery of graphene led to a
renewed interest in 2d materials.

2.3 Black phosphorus

BP, or phosphorene, has recently emerged as another 2d material of interest,4 in particular for optoelectronic
applications. This is because it is a direct band-gap semiconductor in mono- and few-layer, as well as in bulk.28,29

As with s-TMDs, the bandgap varies with number of layers, from ∼0.3 eV for bulk material to ∼1.5 eV for
monolayers, presenting exciting opportunities for electronics and optoelectronics in the near infrared region.30–32

The structure, (Fig. 1) consists of “wrinkled” layers of phosphorus atoms. Research into BP is limited to some
extent at present due to its poor environmental stability, as it rapidly degrades via oxidation in the presence
of either water or oxygen.30,32,33 However, various strategies have recently been developed to isolate BP flakes
from atmospheric conditions, including encapsulation33 and solution processing in anhydrous solvents,30 allowing
demonstration of BP-based transistors31,33 and photodetectors.34

2.4 Other layered materials

More recently, many other LMs have attracted interest, as they offer complementary properties. These include
materials such as Bi2Te3 and Bi2Se3, which are topological insulators in their bulk form,35 and MXenes (early
transition metal carbides and carbonitrides) such as Ti3C2 and Ti3CN, which are promising anode materials for
energy storage applications.36,37 Additionally, many clays and minerals have layered crystal structures.38 As
the majority of them are insulating, they have primarily been used to enhance the strength of composites and
as barrier materials rather than for their optoelectronic properties.38 We will now discuss ways in which these
materials can be produced with a view to realizing their potential.

2.5 2d material production techniques

Mono- and few-layer flakes and films of 2d materials can be produced by both top-down methods such as
exfoliation, and bottom-up methods such as chemical vapor deposition (CVD). Exfoliation is possible due to
the relatively weak vdW forces between the layers compared to the strong intralayer covalent bonds. For
fundamental materials research, micromechanical cleavage, where a bulk 2d material is repeatedly cleaved with
an adhesive tape, remains the dominant method.39 However, while the quality of exfoliated crystal is very high,
this strategy has extremely low yield, and cannot be readily scaled up,39 rendering it unsuitable for large-scale
device manufacture.

For large area applications, two key techniques have emerged. The first is growth via CVD.12,39–43 While
the specifics of the technique vary between materials, the underlying principles are the same. One or more
vaporized or gaseous precursors is passed over a substrate at an elevated temperature (typically 600 - 1000
oC),12,39–43 catalyzing reactions between the precursors, and leading to the growth of a mono- or few-layer
film. For growth of graphene, the substrate is typically copper12 or nickel,43 while s-TMDs are more usually
grown on substrates such as silicon40,41,44 or sapphire.41,45 The choice of suitable substrates for CVD is limited,
meaning that lengthy and complex multi-step processes are required to transfer the material from the growth
substrate to the device substrate.12,39,41,44–48 A typical transfer process involves coating with a polymer such
as polymethyl methacrylate (PMMA),41,44,46–48 or attaching a thermal release tape12 (i.e. tape that loses its
adhesiveness when heated) then etching the growth substrate. The 2d material and the support polymer/tape
can then be deposited onto the target substrate, before the polymer is dissolved (or the tape is heated and
removed) to leave the isolated 2d film.12,41,44,46–48 In addition to the relative complexity, transferring can also
introduce defects, either resulting from chemical or mechanical damage during the etching and transfer process,47

or residual polymer49,50 or adhesive12 in the finished film. Along with the high production temperature, this
can restrict the use of CVD for many low-cost, large area and high throughput applications, in particular, on
flexible substrates.

Solution-based exfoliation techniques have recently attracted significant interest. This is because this ap-
proach allows large-scale production of 2d material dispersions under ambient conditions.39,51–53 By avoiding
the need for high temperature and sacrificial substrates, the complexity and cost of manufacture is significantly



reduced compared to CVD. More importantly, these dispersions can be formulated into inks for a variety of es-
tablished printing and coating techniques,39,54,55 or blended with polymers to fabricate composite materials.56–61

The exfoliated materials can be easily doped or decorated with functional groups, enabling new material func-
tionality. Solution processing thus opens up a wide variety of opportunities for materials processing, deposition
and device fabrication for large volume manufacturing at a fraction of the cost of other production techniques.

3. LM SOLUTION PROCESSING

Solution-based exfoliation techniques rely on overcoming the interlayer vdW forces, exfoliating bulk LM crystals
to give dispersed few- and mono-layer flakes. One of the earliest approaches to solution-based exfoliation was
through intercalation.39,62,63 This is typically achieved by immersing bulk LM in a solution containing lithium
compounds.63,64 The lithium atoms intercalate between the LM planes, increasing the separation between
the layers and thus reducing the vdW attraction forces between them. Lithium intercalated compounds are
particularly well-suited to exfoliation in water via stirring or sonication, as the hydrogen released when lithium
is exposed to water promotes the exfoliation process.62 However, intercalation can lead to structural changes
in the exfoliated materials, altering their properties. For example, MoS2 exfoliated via intercalation typically
forms the unstable metallic 1T phase, requiring annealing at high temperature (e.g. ∼300oC) to restore the
semiconducting 2H phase of pristine material.64

A variation on the intercalation process is electrochemical exfoliation where a LM bulk crystal is used as
the working electrode in an electrochemical cell. When a positive voltage is applied to the electrode, negative
ions from the liquid intercalate between the layers, leading to exfoliation. The process has been demonstrated
with s-TMDs65 and graphene.66,67 As with the intercalation process discussed above, the exfoliated material is
altered compared to pristine material.65–67

An alternative to intercalation is chemical treatment of the bulk material, with oxidation of graphite to
graphite oxide via variants of the Hummers method being a prime example.68,69 Graphene oxide (GO) is
hydrophilic due to functional groups introduced on the basal plane, and has larger interlayer spacing, allowing
exfoliation in water.67,69–71 However, GO is electrically insulating.68,70 Reduction to reduced graphene oxide
(rGO) is possible via thermal or chemical treatment.70,71 Nevertheless, rGO is fundamentally altered by the
oxidation-reduction process and the properties of pristine graphene cannot be completely restored.68

It is also possible to exfoliate LMs without the need for chemical pre-treatment, through techniques such as
ultrasound assisted liquid phase exfoliation (UALPE),51–53,56 and high shear mixing (including high pressure
homogenization).72 In both these strategies, the solvent is selected such that the enthalpy of exfoliation (i.e. the
energy cost from exposing additional LM surface area to the solvent) is minimized.53 Both techniques then exploit
high shear forces to overcome the weak interlayer vdW forces, either through the collapse of microbubbles73 (in
the case of the former), or through the mixing process itself72 (in the case of the latter). It has been shown
that Hansen solubility parameters (HSPs), which divide the solvent-LM interactions into dispersive, polar, and
hydrogen bonding components, can aid solvent selection for the exfoliation process.53,74 Solvents with HSPs
matching those experimentally derived for LMs are able to form stable dispersions.53,74 However, many of the
best suited solvents (e.g. N-methylpyrrolidone - NMP, cyclohexanone, N-Cyclohexyl-2-pyrrolidone - CHP)51,53

have high boiling points (NMP ∼200oC, cyclohexanone ∼155oC, CHP ∼154oC), leading to challenges in printing
and processing. For many integration strategies, especially printing, coating and composites, exfoliation in low
boiling points such as alcohols and water is desirable. In this case, the mismatch in HSPs is too great to
achieve stable dispersion in the solvents alone (although meta-stable dispersion is possible in some alcohols).53,74

Exfoliation in these less favorable solvents is possible through the introduction of dispersants such as polymers
and surfactants, which can stabilize exfoliated flakes via steric and Coulomb repulsion.53 In the case of BP,
there is an additional consideration related to the material stability in the presence of moisture and oxygen,
both while in dispersion, as well as in any subsequent processing steps.30 Ref. 31 showed that exfoliation into
anhydrous solvents such as CHP allows BP stability to be maintained while in solution. Following deposition,
the flakes degraded over the course of a few days due to oxidation at the flake edges.30 By adding a stabilizing
polymer to an exfoliation solvent, we have recently found that this stability can be greatly extended (several
weeks), allowing BP dispersions to be printed or coated without the need for a controlled atmosphere.



Figure 2. Summary of common solution processing and deposition techniques of 2d materials. The processing techniques
are divided into top-down without chemical treatment (orange, horizontal hatch), top-down with chemical pre-treatment
(green, vertical hatch) and bottom-up (blue, cross hatch). The letters indicate the techniques that have been demonstrated
for each material to date: G - Graphene, TMD - Transition Metal Dichalcogenides, BP - Black phosphorus.

Finally, LM nanosheets can also be produced by bottom-up synthesis, which has been demonstrated both
with graphene75,76 and s-TMDs.77–79 However, research into these methods remains at an early stage and the
growth processes remain poorly understood. At present, therefore, top-down methods remain the most common
solution processing routes for large-scale 2d material production.

4. APPLICATIONS FOR 2D MATERIAL INKS AND COMPOSITES

Aside from the advantages of high yield and low processing temperature, the key benefit to solution-processed
2d materials is the variety of methods they can be processed, deposited and integrated for various applications



(Fig. 2). For example, they can be formulated into inks to be used in well-established coating systems such
as spray-coating, as well as printing techniques such as inkjet-printing,26,54,55,80 along with higher throughput
methods such as flexography (a roll-to-roll printing process capable of printing at >100 m/minute). When
appropriately formulated, the inks can be used even without modification of a commercial printer, allowing 2d
materials to be deposited with conventional graphics presses rather than specialist equipment. This is particularly
important as the use of printing for economic and mass production of electronic devices, components and sub-
systems is a rapidly growing field. The scalable manufacturability of functional inks will allow 2d materials to
be introduced into these applications. Aside from printing, 2d materials can also be blended with polymers to
fabricate composites for applications such as ultrafast photonics.56–60,81,82 We now present examples from our
research to demonstrate some of the applications of graphene and 2d material inks and composites.

4.1 Hybrid graphene inks for transparent conducting electrodes

Figure 3. a) Graphene-based TCE (outlined in red). b) Optical transmittance of the film, showing ∼80% for the coated
substrate across the visible spectrum. c) Optical and d) electrical uniformity of the film. e-g) Patterning steps of the
TCE via oxygen plasma etching. h, i) Flexible transparent piano assembled using the electrode after patterning, with
white lines indicating the edge of the “keys”.



One of the key potential applications for solution processed and CVD graphene is as transparent conducting
electrodes (TCE).1,12,83–85 While CVD graphene produces a single continuous layer of material, enabling high
electrical conductivity12,43 and significant progress has been made for roll-to-roll graphene growth,12,39 consid-
erations on costs, scalability and device dimensions favor the use of solution processed graphene for applications
requiring moderate sheet resistance.1,83,84,86 Solution processing allows uniform films to be deposited across
large areas, vital for consistent device manufacture and performance. In solution-based graphene TCEs, the
main source of resistance is the interfaces between flakes.1,84,87 Hybrid films containing graphene along with 1d
materials such as carbon nanotubes88,89 can show improved performance by increasing the number of conductive
pathways through the TCE film.

We have used a graphene-based ink formulated for Mayer-bar printing to deposit a flexible TCE on polyethy-
lene terephthalate (PET) substrate (Fig. 3a). Mayer bars consist of a central rod wound with a tight coil of wire,
and were first developed around 100 years ago to meter carbon and wax paper coatings.90 They are now widely
used to deposit uniform thickness films on flexible substrates in roll-to-roll systems.90 The ink we have formu-
lated has a low surface tension, allowing it to readily wet the substrate prior to solvent evaporation, ensuring a
consistent coating. The fabricated electrode has good electrical and optical uniformity, (Fig. 3c, d). The optical
transmittance across the visible spectrum is ∼80% including the substrate, or >90% for the coating alone (Fig.
3b), while the transmission at 543 nm has <5% standard deviation across several cm2 of the electrode (Fig. 3c).
The average sheet resistance is ∼900 Ω/sq, again with <5% standard deviation (Fig. 3d). The TCE can be
patterned by masking followed by O2 plasma etching (Fig. 3e-g).

Such electrode arrays can then be interfaced with traditional electronics circuitry. An example of this is shown
(Fig. 3h, i), where a patterned TCE is used to build a capacitive touchpad piano working in collaboration with
Novalia Ltd. The TCE is interfaced with a PCB using copper tracks, while the individual “touchpads” are covered
with a thin polymer layer acting as the dielectric. The PCB can then detect the changes in capacitance when one
of the “keys” is touched. When this occurs, the electronics on the PCB process the signal and play the appropriate
sound through an integrated, thin speaker module (Fig. 3h, i). This demonstrates how advanced nanomaterials
could be directly integrated with existing electronics circuitry, bringing together inexpensive, widely available
and programmable PCB circuitry with the flexible form factor of printed/coated graphene-based TCEs.

4.2 Spray-coated graphene for electroluminescent devices

Figure 4. Electroluminescent display with spray-coated graphene electrode. a) schematic of the device structure. The
display in the b) OFF and c) ON states.

For certain device applications, the priority is low cost and high conductivity on flexible substrates (rather
than transparency). Through UALPE of graphene in isopropanol (IPA), we are able to produce a high concen-
tration (∼1 gL−1) graphene ink suitable for spray-coating. While the stability of the ink is only several hours,
it can be uniformly spray-coated on to the target substrates. The low boiling-point of the carrier solvent means
that the ink drying time is very short and electrodes can be rapidly deposited over a large area. The uniformity
of the sprayed graphene can be further improved by corona (air plasma) or oxygen plasma treatment of the
substrate prior to spraying. The electrodes have a sheet resistance of ∼250 Ω/sq, with good consistency across
the device area (∼5% standard deviation).

We have used these spray-coated electrodes as the back-plane for an electroluminescent (EL) device. EL
devices are commonly used for applications such as backlighting, as they offer efficient and uniform light gener-
ation across a large area. The device consists of two electrodes sandwiching a layer of phosphor and a dielectric



(Fig. 4a). When an alternating electric field is applied across the phosphor, light is produced. In our device,
the graphene is spray-coated onto a paper substrate, followed by printing of a commercial phosphor (DuPont
LuxPrint 8150L). We use a ∼1.5 µm thick laminated polymer film as the dielectric. This allows a simple and
pinhole free dielectric layer while offering a significant thickness and cost reduction over conventional printed
dielectric layers (typically ∼60 µm thick, ∼1500 USD/kg). A transparent electrode consisting of spray-coated
PEDOT:PSS completes the device. Excluding the paper substrate, the overall device thickness is ∼40 µm, with
the majority of this (∼35 µm) being due to the phosphor. Fig. 4b, c shows the device in both OFF and ON
states, demonstrating the suitability of our electrode for conformable and wearable EL devices.

4.3 Inkjet printed 2d materials for electronics and photonics

Figure 5. Inkjet printed 2d materials. a) Graphene, b) MoS2, c) WS2, and d) MoSe2 printed on PET. Arrays of graphene
squares printed on e) LDPE, f) glass. g) Normalized sheet resistance of printed graphene shown in f). h) Array of
graphene squares of different printing passes on glass. i) optical absorption of the printed squares shown in h) at 550 nm.

Inkjet is a digital printing technique, widely used for high resolution (10-100 µm) patterning of substrates.91

Droplets are produced as required by the pattern, and generated by a piezoelectric or heating element driving
ink through a nozzle. This maskless, additive deposition process not only allows high precision (∼20 µm) in
position also in terms of ink volume (∼10 pL/droplet).91 We have recently developed a series of graphene and
s-TMD based inkjet printable inks.

For reliable inkjet printing, it is necessary to achieve stable single droplet jetting (i.e. one droplet for each
printer input, with no satellite droplet formation). A commonly used figure of merit for ink jetting is Z:

Z =
(γρa)

1
2

η
(2)

where γ is the surface tension of the ink (mNm−1), ρ is the density of the ink (gcm−3), η is the viscosity of the
ink (mPa.s) and a is the nozzle diameter (µm).91–94 As a rule of thumb, it is commonly accepted that 1<Z<14 is
required for stable drop-on-demand inkjet printing.91–93 Inks with Z<1 dissipate the jetting actuation from the
printer too rapidly to form a droplet, while those with Z>14 produce additional satellite droplets.91–93 It should



be noted, however, that while Z acts as a useful guide, inks falling outside this range may also be printable, for
example by controlling the frequency and amplitude of the jetting impulses.91,95

The graphene ink is produced via UALPE of graphite in IPA, but differs from the spray-coating ink discussed
in section 4.2. As discussed earlier, graphene dispersions in pure IPA are metastable due to the Hansen parameter
mismatch, rendering them unsuitable for inkjet printing.53,74 We therefore use polyvinylpyrollidone (PVP, 0.15
gL−1) as a stabilizer for the exfoliated graphene flakes, as previously demonstrated with carbon nanotubes.96 In
addition to aiding the stability of the graphene ink, PVP also modifies the rheology of the ink to improve its
printability. We measure γ and η for the graphene-PVP ink, via a pendant droplet method and parallel plate
rheometer respectively, and working at room temperature. We determine γ ∼28 mNm−1 and η ∼2.3 mPas. On
the Dimatix DMP-2381 used for this work, a = 22 µm. With ρ ∼ 0.8 gcm−3, this gives Z ∼9.6, falling within
the recommended range for stable jetting.

The s-TMD inks, meanwhile, are formulated from dispersions produced via UALPE of their bulk crystals in
cyclohexanone. This allows exfoliation without the need for dispersants. As with the graphene ink above, we can
determine Z for the inks to ensure that they will be printable. Using the same methods as before, we measure
γ ∼34 mNm−1, η ∼2 mPas, and ρ ∼1.0 gcm−3. This gives Z ∼13.4, again indicating the inkjet printability of
the formulation.

The inks can be printed on to a variety of substrates, including glass, as well as flexible and conformable
substrates such as PET and low density polyethylene (LDPE), some examples of which are shown in Fig. 5.
High resolution and high uniformity printing is possible across all of these substrates (Fig. 5a-f, h).

We can confirm the uniformity of the printed graphene by measuring the sheet resistance of an array of
identical printed squares. For this, 9 squares are printed on a glass substrate (Fig. 5f). After annealing to
remove the residual PVP, the variation in sheet resistance across the patterns is measured (Fig. 5d). As can be
seen, the pattern is very uniform, with <5% standard deviation in the sheet resistance between the 9 squares.

In addition to precise spatial positioning, inkjet printing allows good control over the volume of ink deposited,
which allows tailoring of the printed structures to the desired application. With a view to photonics applications,
discussed further in section 4.4, we have printed squares with different numbers of printing passes (Fig. 5h),
allowing the absorption to be varied. The optical absorption and printing pass number are well correlated, with
<5% standard deviation (Fig. 5h, i). Gaining precise control over optical absorption is critical for photonic
applications. For example, in the case of saturable absorbers (discussed in section 4.4), control over absorbance
allows simplified design of laser cavities for ultrafast pulse generation.97

4.4 Photonic composites for ultrafast pulsed lasers

Moving beyond applications in electronics and optoelectronics, 2d material inks and dispersions are of strong
interest in the field of photonics, in particular, for laser sources producing nanosecond to sub-picosecond optical
pulses. Such ultrafast laser systems are a major component in the portfolio of leading laser manufacturers and
are of high demand in a wide variety of applications ranging from basic scientific research to materials process-
ing, and from eye surgery, spectroscopy and biomedical imaging to printed circuit-board manufacturing.98–101

The majority of the ultrafast laser systems exploit nonlinear optical materials or devices, commonly known as
saturable absorbers (SAs), which exhibit reduced optical absorption under intense illumination.100,102 These
can be used to generate ultrafast pulses, either through mode-locking99,103 or Q-switching.98,103

In a mode-locked laser, the SA is used to couple the longitudinal modes that constitute a laser output.103

Points in the waveform where these modes are in phase (high intensity) are selectively amplified, while points
where they are in antiphase (low intensity) are damped.103 This produces a train of high repetition rate (MHz-
GHz) and short (fs-ps) pulses.99,103 In a Q-switched laser, the SA modulates the Q-factor (i.e. the resonance
damping) of the laser cavity.103 The unsaturated SA gives a low Q-factor, causing energy to build up in the
cavity. When sufficient energy builds up, the SA saturates, causing a rapid increase in the cavity Q-factor,
leading to a high energy pulse output.103 This reduces the energy in the cavity, returning to the unsaturated
condition. Q-switched lasers typically produce relatively long (ns-µs) and high energy (µJ-mJ) pulses at lower
repetition rates than mode-locked lasers (typically kHz).98,103



Figure 6. s-TMD dispersions and composites for ultrafast pulsed lasers. Dispersions and free-standing polymer composite
films of a) graphene, b) MoS2, c) WS2, and d) MoSe2. e) optical absorbance of the composite films. The absorbance of an
equivalent PVA film is shown for reference. f) integration into a fiber laser cavity for tunable mode-locking. g) example
tunable pulsed output from a MoS2-based mode-locked laser.

The currently dominant SA technology is semiconductor saturable absorber mirror (SESAM).102 However,
limitations such as the fabrication complexity, cost and relatively narrowband tunability have driven research
into alternatives, with 1d and 2d materials emerging as promising candidates. Among the 2d materials, it has
been demonstrated that graphene,104,105 s-TMDs106 and BP30,107,108 display ultrafast carrier dynamics and
nonlinear saturable absorption, making them suitable for ultrafast pulse generation.

In particular, graphene, with its linear dispersion of Dirac electrons, displays broadband saturable absorption
across the visible and near-infrared spectrum.101,104 Meanwhile, s-TMDs have significant potential for visible-
wavelength SA operation due to their direct bandgaps. They additionally exhibit linear absorption below the
material bandgap. Along with several other groups,109–111 we have experimentally shown that this absorption can
be saturated under high irradiation.57,59,60,82,112 Absorption measurements using an integrating sphere show
that ∼10% of the measured absorption from the 2d material flakes is due to scattering. We have attributed the
remaining ∼90% to edge-mediated states resulting from the high edge to surface area ratio of the exfoliated nano-
flakes.57,59,60,82,112 This is consistent with the previous experiments, which showed an increase in sub-bandgap
absorption for lithographically patterned MoS2 crystals.113 This sub-bandgap absorption allows s-TMDs, much



like graphene, to be used as SAs across a broad range of wavelengths, in the near infrared and potentially in the
visible range. Thus, these layered materials, in addition to BP, have recently received tremendous interest as
low cost SAs for ultrafast pulse generation (graphene,56,100,104 s-TMDs,57–60,106,112,114 BP107,108).

Solution processed 2d materials offers additional benefits, allowing them to be readily integrated into laser
cavities, either via printing and coating onto optical components such as quartz substrates, fiber facets and
mirrors, or through blending with host polymers to produce composite films.100,101,112,115 In particular, for
ease of handling and integration, free-standing polymer-composites are highly preferable.100,116 We have taken
this approach to produce SA films using graphene, as well as a variety of s-TMDs (MoS2, MoSe2, WS2). The
dispersions are produced by UALPE in water, as this allows the composites to be prepared at room temperature.
As with IPA, the large Hansen parameter mismatch between water and these 2d materials necessitates the use
of a dispersant (such as a surfactant) to support a stable dispersion.53 We have shown that the most effective
surfactants for 2d materials are those with a quasi-2d structure with hydrophilic and hydrophobic faces (e.g.
bile salts).56,97 The hydrophobic face of the molecule adsorbs onto the 2d surface, encapsulating exfoliated
flakes and stabilizing the dispersion.53,56 Using such a bile salt surfactant, sodium deoxycholate (SDC), we get
(on average) 60-80 nm flakes with 4-5 nm thickness (5-7 layers) with an estimated material concentration of
∼0.6-∼0.9 gL−1.57,59,60,82,97 This gives an edge to surface area ratio ranging from 1:6 to 1:10 for our UALPE
flakes. A typical example of the stable dispersions is shown in Fig. 6a-d.

Gain-band Graphene MoS2 WS2 MoSe2
Ytterbium - QS - 1068 nm58 QS - 1030 nm82,117 QS - 1060 nm60

QS - 1030-1070 nm tunable59

Erbium ML - 1525-1559 nm tunable118 ML - 1535-1565 nm tunable57 QS - 1560 nm82 QS - 1560 nm60

ML - 1562 nm56

ML - 1559 nm104,119

QS - 1522-1555 nm tunable120

Thulium ML - 1940 nm121 - - QS - 1924 nm60

Table 1. Summary of ultrafast lasers mode-locked (ML) and Q-switched (QS) by our 2d material composite films.

The composite films are fabricated by blending these dispersions with an aqueous solution of polyvinyl
alcohol (PVA); Fig. 6a-d. Slow evaporation of water at room temperature produces ∼25-30µm thick free-
standing polymer composite SAs. The SAs can be integrated into the fiber laser cavity by sandwiching ∼2 mm2

composites between two fiber ends (Fig. 6f). The first demonstration of graphene mode locked laser exploited
such solution processing strategy.100,104 We used a similar strategy to generate ultrafast pulses using s-TMD
based SAs. An example output from a mode-locked laser using a MoS2 SA is shown in Fig. 6g. This shows
consistent pulse output across the tuning range of 1535-1565 nm. We note that the range of tuning is limited by
that of the tunable filter, rather than the MoS2 SA. The pulses have a typical duration of ∼1 ps, energy of ∼65 pJ,
and repetition rate of ∼13 MHz. Overall, we have demonstrated graphene and s-TMD-polymer composite SAs
to mode-lock and Q-switch ytterbium-(∼1030 nm), erbium-(∼1550 nm) and thulium-doped (∼1930 nm) fiber
lasers. Selected results, presented in Table 1 demonstrate the suitability of both graphene56,104,118–121 and s-
TMDs57–60,82,117 as SAs in the 1-2 µm range. We note that while gaps exist in this table, they are filled by
results from other research groups, a summary of which is beyond the scope of this manuscript.112,116

5. CONCLUSIONS

We have demonstrated a range of (opto)electronic devices using functional inks of 2d materials. As the library of
2d materials grows, more exotic materials and properties are likely to emerge, in particular when different mate-
rials are combined to produce heterostructures. Indeed, such heterostructures could exceed the (opto)electronic
properties of individual materials and significantly improve the application scope of these materials. As a low
cost and adaptable platform, we foresee that solution processing and printing will play a key role in the com-
mercialization and exploitation of 2d materials and their heterostructures in the near future.
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