This review was conducted by a team of researchers at
Queensland University of Technology with broad expertise
in materials mechanics, chemistry, and biology.

Multifunctional nacre-like materials

Seashells and bone have inspired simultaneously strong

and tough materials. Translation of these materials to
industries requires implementing other functionalities such as
transparency, bioactivity, and electromagnetic shielding. This
review assesses the progress and outlook in the fabrication,
mechanics, and multi-functionality of these bio-inspired
materials.
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Nacre, the iridescent inner layer of seashells, displays an exceptional combination of strength and toughness
due to its ‘brick-wall’ architecture. Significant research has been devoted to replicating nacre’s architecture and
its associated deformation and failure mechanisms. Using the resulting materials in applications necessitates
adding functionalities such as self-healing, force sensing, bioactivity, heat conductivity and resistance,
transparency, and electromagnetic interference shielding. Herein, progress in the fabrication, mechanics, and
multi-functionality of nacre-like materials, particularly over the past three years is systematically and critically
reviewed. The fabrication techniques reviewed include 3D printing, freeze-casting, mixing/coating-assembling,
and laser engraving. The mechanical properties of the resulting materials are discussed in comparison with

Received 2nd July 2023, their constituents and previously developed nacre mimics. Subsequently, the progress in incorporating

Accepted 7th October 2023 multifunctionalities and the resulting physical, chemical, and biological properties are evaluated. We finally
provide suggestions based on 3D/4D printing, advanced modelling techniques, and machine elements to
make reprogrammable nacre-like components with complex shapes and small building blocks, tackling some

of the main challenges in the science and translation of these materials.
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Wider impact

Diverse applications, including biomedical, transport and electronics, require materials with combinations of low density, high mechanical performance, and
other functionalities such as self-healing and transparency. Nacre-like materials in which stiff and strong building blocks are arranged in a brick-wall
architecture and joined with deformable interfaces have shown the ability to combine these properties, leading to scientific discoveries with follow-on
technological, social, and economic benefits. An example application is bone grafts, the market for which was valued at US$2.78 billion in 2020 and is expected
to reach ~US$4 billion in 2028. Metal implants currently used to repair damaged/diseased load-bearing bones lack the tissue-regenerating capabilities of
bioceramics, yet are preferred because they are tougher. Combining metals and bioceramics in a nacre-like material promises bone grafts with combinations of
toughness and tissue integration ability, potentially improving outcomes for millions globally suffering from bone conditions. Similar examples and future
directions are discussed for diverse applications in this review article.

arranging stiff and strong building blocks into a precision
architecture and joining them with deformable biopolymeric

1. Introduction

Combining stiffness, strength, and toughness continues to be a
critical challenge in materials science and engineering.! Nat-
ural materials such as silk, bone, and nacre from sea shells
have evolved a powerful strategy to solve this challenge:
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interfaces.” The building blocks provide stiffness and strength,
the interfaces impede crack propagation, and the architecture
activates the relative and progressive sliding of the blocks.
Together, they result in mechanisms such as crack deflection,
crack branching out into multiple paths, and the spread of
deformation to large volumes of material, thereby conferring
toughness (Fig. 1).>”® One of the examples of these natural
materials is nacre, the iridescent inner layer of seashells
(Fig. 1). Nacre is almost three orders of magnitude tougher
than its primary ingredient, aragonite.® Its remarkable mechan-
ical performance is attributed to its ‘brick-wall’ architecture
(Fig. 1), where the well-aligned aragonite micro-platelets (95
vol%) work as ‘bricks’ or ‘platelets’, and a few per cent of
macromolecules as the ‘mortar’.””® These macromolecules
include a wide range of proteins and polysaccharides.*®
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Inspired by the noted brick-wall architecture, also com-
monly known as nacre-like architecture, fabrication techniques
such as 3D printing, freeze-casting, mixing/coating-assembling,
and laser engraving have been used to replicate this architec-
ture to generate materials with similar mechanical perfor-
mance. However, the level of control over the geometry and
assembly of the building blocks is usually achieved at the cost
of increasing the length scale and working with building blocks
typically a few millimetres in size.""™"* The level of structural
organization at the nano/micro-scale and the resulting tough-
ening mechanisms observed in nacre at these small scales have
not yet been realized in its synthetic counterparts. Working
with large (mm- to cm-sized) building blocks comes at the
expense of losing the flaw insensitivity of small (nm- to pm-
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sized) blocks, which allows their strength to reach the theore-
tical strength of a solid.’*"® In addition to the lack of precise
control over the shape and arrangement of blocks at the small
scale, it is difficult to scale up nacre-like materials with small
building blocks. Moreover, there is still room to improve the
architectural complexity and control at the small scale to
improve their mechanics.'®"” Significant research is currently
ongoing to address these challenges, and prominent review
articles have discussed the progress in the fabrication and
mechanics of nacre-like materials.*”'®">* However, the techni-
cal advancement over the past few years has not yet been
critically evaluated.

While nacre-like materials have proven efficient in combin-
ing strength and toughness, their efficiency in yielding other
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Fig. 1 Schematic of Nacre's brick-wall architecture and the prevailing toughening mechanisms. Reproduced from ref. 4 and 10 with permission from
Springer Nature, copyright 2020, and the American Association for the Advancement of Science, copyright 2019.

functionalities has been questioned and explored in recent litera-
ture. Translation of these materials to real-life applications often
requires a combination of excellent mechanical properties and other
functionalities such as self-healing,** force sensing,” bioactivity,”®
transparency,'® heat conductivity and resistance,”” and electromag-
netic interference shielding.® For example, whether heat resistance
and electromagnetic shielding can be incorporated jointly in nacre-
like materials to be used as flexible electronics is currently under
discussion.”® Critically, an assessment of the development and
fabrication of nacre-like materials with multifunctionalities is miss-
ing. The current review fills these gaps. We confined our review to
the following definition of nacre-like materials: composites of stiff
and strong platelets arranged in a staggered architecture that interact
through energy-dissipative interfaces. The platelets can be 2D or 3D.
The thickness of 2D platelets, such as graphene, is commonly almost
three orders of magnitude smaller than their lateral dimensions; 3D
platelets have a characteristic thickness 10-40 times smaller than
their lateral dimensions.

We begin our review by presenting the recent advances and
achievements in the fabrication and mechanics of nacre-like
materials developed through 3D printing, freeze-casting, mix-
ing/coating-assembling, and laser engraving in the 2020s. Sub-
sequently, we explore in detail the requirements and
approaches to use nacre-like materials in real-life applications
with different multifunctionalities in dedicated sections sum-
marized in Fig. 2. Finally, we provide suggestions based on
nanoscale printing and modelling techniques to address the
challenges of nacre-like materials in the future.

2. The advancement of mechanics and
fabrication techniques

A wide array of fabrication techniques has been employed to
generate nacre-like materials. In the subsequent section, we

This journal is © The Royal Society of Chemistry 2023

highlight the advancement of the most commonly used tech-
niques in the past three years.

2.1. 3D printing (additive manufacturing) (Fig. 3(a))

In nacre-like materials, like other architectured materials (also
known as mechanical metamaterials), the internal architecture
governs the function.”®** As such, free-form fabrication tech-
niques that can offer close control over the internal architecture
come of great interest. Various 3D printing approaches have
been explored to make nacre-like materials in the last three
years. These approaches can be categorized into two main
groups: (i) photopolymerization (such as stereolithography
and digital light processing) and (ii) material Extrusion with
hard (ceramics) and soft (polymers) dispensed through a noz-
zle. In these fabrication techniques, a 3D virtual object is first
sliced into layers using computer software. A 3D printer sub-
sequently constructs these layers in a sequential manner, either
by depositing a thermoplastic resin through a nozzle on a
platform or immersing a build platform in a vat of polymers
and moving the object being made upwards after each new
layer is cured.**?* Ultraviolet (UV) light is the most common
lighting source used to cure layers of photosensitive polymers
sequentially.

To achieve the desired ‘brick-wall’ architecture using 3D
printing, two general pathways have been followed. The first
has been to align nano/micro-sized platelets (‘bricks’) within a
resin using different 3D printing techniques. The more recently
developed second way has been to print the building blocks
and architecture simultaneously to achieve a higher level of
control over the shape and arrangement of blocks, albeit
currently at the expense of losing the benefits of nano/micro-
scale size of blocks. In the first set of approaches, different
types of forces have been employed to align platelets (‘bricks’)
across various 3D printing techniques with a photopolymer
resin acting as the fixative mortar. The polymeric mortar is then

Mater. Horiz., 2023, 10, 5371-5390 | 5373
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application, the ingredients used, and the main fabrication techniques are summarized. MXene is a class of 2D transition metal carbides and/or nitrides.
Some of the schematics of the fabrications techniques are reproduced from ref. 4 with permission from Springer Nature, copyright 2020.

solidified to fix the platelets in place using UV curing in
photopolymerization-based printing and thermosetting and
thermoplastic effects in extrusion-based techniques. Additives
such as calcium oxide (CaO) and silica (SiO,) particles have
been doped into the polymeric mortar containing ceramic
platelets, and the subsequent sintering process results in the
growth of the platelets. This process is also known as the grain
growth process, which helps the platelets to grow into a nacre-
like architecture.*

The compressive forces generated during layer formation in
photopolymerization-based printing,*® and the shear forces
generated within the nozzle in extrusion-based printing,*”
contribute to the alignment of these platelets. External mag-
netic and electric forces have been used to further align the
platelets in the photopolymer resin during the printing
process.*®**° However, the level of control over the platelets’
alignment is restricted to printing resin with low platelets solid
content and mechanical properties remained inferior com-
pared to the nacre at high concentrations. To address this
challenge, a custom-built stereolithographic 3D printer was
developed in which each layer (composed of resin and platelets)

5374 | Mater. Horiz., 2023,10, 5371-5390

is deposited using doctor blading. Doctor blading has been
previously used to generate nacre-like films***' but not com-
bined with 3D printing to make bulk components. In analogy to
how a knife spreads butter onto bread, the shear forces
generated between the blade and the bottom of a vat that
contains the resin-platelets mixture have allowed a nacre-like
material containing 55 wt% boron nitride (BN) nano-platelets
to successfully align prior to the UV curing process (Fig. 4(a)).*?
The custom-built printer offered the ability to customize the
rotation speed of the vat and the thickness of the printing
layers. By using optimum vat rotation speeds, the shear forces
were maximized between the blade and the bottom of the vat
without breaking the film, which resulted in the successful
alignment of BN nano-platelets with high solid loading. The 3D
printed nacre-like material was around 6 times stronger (143
MPa) and around 3 times tougher (2.53 MPa m'?) than the
same architecture made with only printing resin (Fig. 4(a)).*?
An alternative recently developed approach to control the
alignment at high platelet concentrations is by combining a
drop-on-demand 3D printing and a magnetic-assisted align-
ment technique. During the fabrication process, ink droplets

This journal is © The Royal Society of Chemistry 2023
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consisting of magnetically active xirallic titania-coated alumina
microplatelets and polyvinylpyrrolidone (PVP) aqueous
solution were initially deposited onto the substrate and imme-
diately manipulated by the magnetic field to form an aligned
lamellar architecture. The ink droplets then subsequently
underwent natural sedimentation and evaporation, followed
by sintering and infiltration of polydimethylsiloxane (PDMS),
enabling the development of a nacre-like material with a
volumetric solid concentration of up to 50 vol% (Fig. 4(b)).*?
By varying the strength of the magnetic field, the orientations
of the platelets could be adjusted, and consequently, the
material’s mechanical properties could be tuned. The material
with an alignment angle of 0° was 1.3 times stronger (~5 MPa)
and could dissipate 26 times more energy (361 k] m®) than
material with 90° alignment (Fig. 4(b)). The material with
platelet angles between 0° and 90° had mechanical properties
between these two extremes.*® This is similar to the Voigt and
Reuss composites, which establish the upper and lower bounds
for the modulus of composites.*®

The common challenge in these techniques is the low level
of control over the shape and arrangement of building blocks.
The emergence of ceramic photopolymerization techniques
provided opportunities to address this challenge by printing

This journal is © The Royal Society of Chemistry 2023

both the shape and arrangement of the building blocks
simultaneously.** Thus, the shape of the building blocks is
not restricted to platelets, and full control over how the blocks
are arranged can be achieved. Building block shapes such as
square, rectangular, circular, and hexagonal have been recently
explored using a commercially available 3D printer and ceramic
resin, followed by the ceramic sintering process (Fig. 4(c)).**
The architecture was then put onto a spring-driven centrifugal
casting machine, where the spring was tensioned. The alumi-
nium alloy was then melted using a handheld torch and poured
into the scaffolds. Finally, as the tension was released in the
casting setup, the centrifugal forces drove the molten alumi-
nium alloy to infiltrate through the previously made architec-
ture to form the nacre-like ceramic/metal material. The
strength of material with prismatic-shaped architecture was
7.4 times stronger (130 MPa) than the same architecture made
of pure ceramic and obtained toughness up to 8.49 MPa m*?

(Fig. 4(c)).*
2.2. Freeze-casting (Fig. 3(b))

During the formation of sea ice, ice crystals expel salt and
other molecular components from the water and trap them
between the crevices of growing crystals.*® Inspired by this

Mater. Horiz., 2023,10, 5371-5390 | 5375
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phenomenon, the freeze-casting (or ice-templating) method
was adopted for nacre-like materials.””>° Four steps are com-
monly involved: (i) a ceramic slurry is poured into a mould
placed at the top of a copper rod (finger), through which liquid
nitrogen runs. The solidification front of the freezing ice
crystals formed by the finger expels the solid contents within
the slurry and forms a lamellar architecture; (ii) the forming ice
is sublimated by freeze-drying in a vacuum; (iii) the lamellar
architecture is solidified by sintering; (iv) the sintered sample is
infiltrated with a polymer or metal to generate a layered
architecture. Compressing this layered architecture can result
in the ‘brick-wall’ architecture.’’™® During unidirectional
freeze-casting, ice crystals nucleate on a flat plate and form
along a single freezing direction without any controlled orien-
tations in other directions. Hence, only a multidomain short-
range lamellar architecture can be observed. To address this
challenge, a sloped wedge, rather than a flat plate, is placed on
the bottom surface so that the ice crystals nucleate and grow in
a direction both perpendicular and parallel to the flat bottom of
the mould. Consequently, the slurry can be frozen into a long-
range monodomain lamellar architecture.”® This adapted

5376 | Mater. Horiz., 2023, 10, 5371-5390

technique is called bidirectional freezing, as opposed to the
more conventional unidirectional freezing.

Although bidirectional freeze-casting can produce long-
range monodomain lamellar architecture, it still features the
size limitation of either its corresponding mould or PDMS
wedge length to scale up the fabrication process.”® Thus, a
recent freeze-casting process was designed to achieve a nacre-
like material with a long-range monodomain lamellar architec-
ture without size limitations (Fig. 5(a)).>® The architecture was
achieved by manipulating the wettability of the copper mould’s
surface before pouring the ceramic slurry and placing it onto
the copper rod (finger). Classical ice nucleation theory indicates
that surface wettability is proportionally related to the ice
nucleation rate. Thus, by programming the mould surface with
a linear wettability gradient, rows of ice crystals grow succes-
sively from where the surface is highly hydrophilic to where the
surface is hydrophobic and trap particles in the direction
perpendicular to the gradient, ultimately forming the long-
range monodomain lamellar architecture after sublimation
(Fig. 5(a)). Furthermore, as this technique is an extrinsic
modification of the traditional freeze-casting method, the

This journal is © The Royal Society of Chemistry 2023
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fabrication can scale up without the size limitations by simply
dipping a well-insulated mould at any size with surface mod-
ifications into a cold bath (usually at -60 °C). Finally, the
formed architecture could be further toughened by infiltrating
the layered architecture with polymethyl methacrylate (PMMA)
after the sublimation and sintering process. The produced
material was around 1.5 times stronger (108.9 + 7.5 MPa)
and around 1.2 times tougher (2232 + 295 J m™?) than the
forming material without programmed wettability (Fig. 5(a)).>®

Regardless of the different freeze-casting procedures, one of
the issues with freeze-casting for manufacturing nacre-like
materials is that during the freeze-casting, secondary ice crys-
tals form and grow perpendicular to the freezing direction due
to the instability of the solid-liquid interface of the freezing
front.”>*®° These cracks could severely decrease the mechan-
ical strength of the architecture and thus are commonly per-
ceived as undesired. However, recent research has found that
these cracks can be useful for segregating the ceramic particles
into ‘bricks’ with both unidirectional freeze-casting and bidir-
ectional freeze-casting procedures (Fig. 5(b)), where the height
and aspect ratio of these ‘bricks’ are proportionally related to
the size of the ceramic particles.’”*® After the sublimation and
sintering process, these cracks can also serve as ‘mortar’ phase
infiltration channels, which in this case, aluminium was cho-
sen as the infiltration material to make the ceramic/metal
composite with nacre-like architecture. The produced material
with the bidirectional freeze-casting procedure was up to 8
times tougher (28.5 + 1.0 MPa m"/?), and its flexural strength

This journal is © The Royal Society of Chemistry 2023

was almost equivalent to that of pure alumina (294 + 8 MPa)
(Fig. 5(b)).>” Nevertheless, how to control the size of these
‘bricks’ precisely is not clear. Thus, further investigations are
necessary to clarify this aspect.®®

2.3. Mixing/coating-assembling (Fig. 3(c))

Ceramic or mineral platelets with high aspect ratios®"*** can be

mixed and coated with metals,*® polymers,®*7° or ceramics®*
using electrostatic  coating,®”> sol-gel methodologies,”*
and spin-coating’? to form the building blocks that can be
then assembled into nacre-like materials. The assembly tech-
niques include sedimentation/evaporation,”® slip-casting,®*
centrifugation,” vacuum filtration,>”*”® doctor-blading,”
solid-phase extrusion,*” dip-coating,*® or manual assembly.**
Like other fabrication techniques, many researchers used these
assembly techniques to make nacre-like materials, as detailed
in previous review articles." Here, we restrict ourselves to
exploring selected assembly techniques (Fig. 3(c)). Dip-coating
involves immersing a substrate in the platelets mixture, akin to
dipping a chicken wing into a bowl of dipping sauce and slowly
pulling it out, assembling a thin layer of platelets onto the
substrate. Doctor-blading uses a blade to spread the mixture
onto a substrate, aligning the platelets. Slip-casting involves
layering the platelets onto the wall of a porous mould through
the continuous removal of the liquid phase through tiny pores.
Finally, solid-phase extrusion involves consolidating a mixture
of ingredients under high temperature and pressure to gener-
ate a solid column, followed by extrusion through a nozzle. In
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the initial studies using these techniques for nacre-like materi-
als, the assembly process was mostly driven by gravitational
force, surface energy minimisation, centrifugation, atmo-
spheric pressure and natural evaporation.®' Magnetic and
electrical forces were subsequently employed in addition
to these procedures to control the orientation of the
platelets.>*>3* Post assembly, the metal- and ceramic-coated
platelets are joined using either hot compression®® or spark
plasma sintering.®*®*®” Assemblies made of polymer-coated
platelets do not necessarily need to be further processed, as
the hydrogen and electrostatic bonds keep the assembly stable.
Mixing/coating-assembling approaches offer better control over
the shape of building blocks than freeze-casting methods.
However, arranging the building blocks in a controlled archi-
tecture, such as the brick-wall architecture with a precise
offset between layers is difficult. Thus, the recent advances
were primarily focused on how mixing/coating-assembling
approaches could be used to achieve nacre-like materials with
different multifunctionalities, rather than nacre-like materials
with precise architecture. The multifunctionalities will be dis-
cussed in the next section.

2.4. Laser engraving (Fig. 3(d))

Laser engraving consists of guiding and focusing nanosecond
laser pulses through mirrors and a focal lens to a specific focal
point within a transparent material such as glass or on the
surface of opaque materials such as ceramics.®® At the focal
point, the heat is locally generated, resulting in local expansion,
hoop stresses, and, consequently, microcracks. Arrays of thou-
sands of microcracks can be generated within minutes to form
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Glass Lamination with
sheets ~ EVA layers
=
= -
v £ Compression

(b)

Plain Glass
sheets

Laser engraving
Microstructure
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weak interfaces with well-designed shapes, analogous to nat-
ural materials’ weak interfaces. Like arrays of stamp holes,
weak 3D interfaces can be engraved within transparent materi-
als like glass. These interfaces are designed to be sufficiently
strong to hold the piece together but also sufficiently weak to
break upon loading, dividing the material into building blocks.
The laser light cannot access the inner parts of opaque materi-
als. So, instead of engraving an array of 3D defects within the
material, cuts that do not go through the entire thickness of the
materials can be embedded in opaque materials. Similar to the
array of microcracks, these partial cuts can also break upon
loading, leading to architectured ceramics.*®*°

The designed weak patterns can be a nacre-like pattern,
yielding a nacre-like material. The separate blocks subse-
quently interact with each other through friction.***° Alterna-
tively, the interfaces can be infiltrated with a tougher phase, in
which case the blocks interact through this second phase.****
Or patterns of weak interfaces can be engraved within each
layer, and the layer can then be laminated with a tougher phase
in between to make the nacre-like material.'® In one example, a
focused pulsed laser beam was used to 3D engrave hexagon-
shaped weak interface onto the glass sheets, followed by stack-
ing the designed layers with an equal offset to resemble the
‘brick-wall’ architecture of the nacre (Fig. 6(a)). Soft ethylene-
vinyl acetate (EVA) or Surlyn (an ionomer) layers were inter-
calated uniformly between hard layers. The entire architecture
was finally compressed at a constant temperature. During the
compression process, the hard glass layers broke along the
weak interfaces to form the ‘bricks’, and the soft polymer layer
was partially melted and infiltrated through the separated
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Fig. 6 The constituents, the processing routes, the microstructure, and the mechanical properties achieved by (a) the laser-engraving process. and (b)
the combination of laser-engraved and plain glass sheets. The images are reproduced from ref. 4, 10 and 92 with permissions respectively from Springer
Nature, copyright 2014, the American Association for the Advancement of Science, copyright 2019, and IOP Publishing Ltd, copyright 2021.
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interfaces to form the ‘mortar’. Such an architecture absorbed
almost 3 times more impact energy (~220 mj) than pure
laminated glass with the same constituents and compositions.
However, this improved toughness came at the expense of
losing strength and stiffness, where the strength of the archi-
tecture was 2.6 times weaker than pure laminated glass (~50 N
in maximum puncture force) (Fig. 6(a)). To improve the stiff-
ness and strength of these nacre-like glasses, one or more layers
of plain glass were added on top of engraved laminated glass,
like the hard prismatic calcite layers of seashells. As a result,
the nacre-like glasses with one plain glass layer was almost 3
times stronger than that with only engraving layers."°

More recently, different arrangements between the plain
glass layers and the engraving layers and the effect of individual
plain glass layer thicknesses on enhancing stiffness have been
discussed in more depth (Fig. 6(b)).”* When the overall thick-
ness of the glass panel is constant, increasing both the number
and thickness of the plain layers improved the maximum
puncture force by up to 1.3 times (150 N) and stiffness by up
to 5.2 times (~800 N mm™'). However, because of a lower
number of engraved layers present in the design to absorb
energy through platelets sliding, the energy absorption level of
the glass panel with a plain-engraved hybrid design was up to
1.2 times inferior to the glass panel with only engraved layers
(Fig. 6(b)).”” In addition, replacing multiple individual plain
layers with a single thick plain glass decreased the energy
absorption capacity. This phenomenon can be explained by
the less sliding occurring between the layers upon impact,
which results in smaller energy absorption (Fig. 6(b)).”>

We provided a flexural strength - initiation toughness map
of nacre-like materials in our previous review on the subject.* A
more comprehensive version, including the studies over the
past three years, is provided here (Fig. 7). Table 1 summarizes
the materials and fabrication techniques recently used for
nacre-like materials and the resulting mechanical properties.
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The conventional trade-off between strength and toughness
observed in synthetic materials is absent in nacre-like materi-
als. However, most fabricated nacre-like materials are still
limited to the initiation toughness of 13 MPa m'2 To push
the mechanical performance achieved with current nacre-like
materials, there are four major factors to consider: (i) the size of
the building blocks; (ii) the level of control over the geometry of
the building blocks; (iii) the precision of the architecture; and
(iv) the level of control over the material properties of the
different phases and at different length scales within the
architecture. Small building blocks are useful because they
tend to have smaller defects and, consequently, higher
strength."® Freeze-casting can assemble small building blocks
on the nano/micrometre scale, but the geometry of these
building blocks cannot be precisely controlled. While the
thickness of layers (and consequently the platelets) is to some
extent controlled in the freeze-casting process, the lateral
dimensions of the platelets are either controlled by the physics
of ice-formation or fracture of the layer under compression
post-casting. As a result, precisely defined overlaps between the
building blocks have not been achieved. Mixing/coating-
assembling can offer better control over the geometry of the
building blocks at the same size scale. However, achieving full
control over the arrangement of the building blocks at small
scales in bulk functional materials using controlled assembly
or self-assembly methods has been challenging.®® Laser engrav-
ing can provide excellent control over the geometry of the
blocks and their arrangement. However, the size of micro-
cracks formed by the current nanosecond laser pulse is
between 10-50 um in glasses and ceramics, preventing the
creation of building blocks smaller than 100 pm.*° In addition,
the laser engraving technique can only be used for non-
interpenetrating building blocks.

3D printing a mixture of platelets in a resin allows the size
and geometry of the platelets to be predetermined, yet the
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Fig. 7 The more completed toughness-strength Ashby chart for nacre-like materials in flexion. The data points in the figure are from ref. 13, 42, 47, 48,

51, 53, 57, 55, 60, 61, 63, 82, 85, 86, 94-97.
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Table 1 Summary of the fabrication methods, constituents, and mechanical properties of obtained nacre-like architectures. o5 is the strength of the

materials; K\c is the critical stress intensity factor for crack initiation

Fabrication method Constituents Architecture Test condition o (MPa) Kic (MPa m®®)

Freeze-casting Alumina - Silica Calcia®® Nacre-like Flexion/Tension 470 6
Alumina - Al Ti"7 600 6
Alumina (or SiC) - Al Mg®’ 730 12.5
Alumina - Al Si*? 360 6
Alumina - PMMA™*® 200 3
Alumina - metallic glass™? 800 5.5
Alumina-Aluminium®” 294 7.2
Titanium dioxide ~Aluminium alloy® 357 7.39

Mixing/coating-assembling Glass - methacrylate®* Nacre-like Flexion/Tension 80 0.7
Alumina - nickel®® 200 2
Alumina - SiO,* Nacre-like (complex shapes) Flexion 600 6
Alumina - nickel®? 320 10
Alumina - Al borate® 650 7.2
Alumina - nickel®>*® Nacre-like Flexion 480 3.5

Laser engraving Glass - polyurethane®* Nacre-like Puncture 4-40 1.2
Borosilicate glass (or alumina) - Surlyn'®* Impact

3D printing Boron nitride*? Nacre-like Flexion 143 2.53
Ceramic - Aluminium alloy** 295.4 8.49

overlap between the platelets in the neighbouring layers
remains largely uncontrollable. 3D printing of the building
blocks and architecture simultaneously affords full control over
the geometry and architecture, but it is achieved at the expense
of tying the size of the blocks to the resolution of the 3D
printing processes. The printing processes so far used for these
purposes yielded block sizes in the range of 2-4 mm, close to
100 times larger than the block sizes achieved with other
manufacturing techniques such as freeze-casting. The lack of
control over the geometry and assembly of the building blocks
in nacre-like materials at small scales also limits the type of
interfacial interactions between building blocks, which further
limits the range of toughening mechanisms that can be imple-
mented to enhance the current mechanical properties. For
example, spread-of-deformation and process-zone-toughening
mechanism have been obtained in nacre-like materials made of
mm-sized building blocks,"® but these mechanisms are largely
absent when smaller building blocks are used. There thus still
exists a need for a fast and scalable fabrication approach that
can yield mechanically functional bulk nacre-like materials
made of nano/micro-sized blocks with full control over the
architecture and properties of the phases.

3. Incorporating multi-functionalities

In Section 2, we showed that duplicating the structure and
mechanics of nacre results in combinations of mechanical
stiffness, strength, and toughness not seen in traditional
monolithic materials. This outstanding mechanical perfor-
mance makes nacre-like materials attractive for various appli-
cations. However, translation of these materials for most
applications necessitates functionalities other than mechanical
properties. A significant amount of research has been dedi-
cated to incorporating these multifunctionalities in nacre-like
materials over the past decade. In the following section, we will
review the most common functionalities incorporated in nacre-
like materials, namely self-healing, force sensing, bioactivity,
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heat conductivity/resistance, transparency, and electromag-
netic interference shielding.

3.1. Self-healing

Self-healing is observed in many natural materials and is
desired in synthetic materials, including nacre-like materials.
However, the strong and permanent molecular interactions
within most ‘mortar’ ingredients hinder the molecular mobility
of the soft polymer chains, limiting the self-healing potential of
these materials. Researchers have come up with three cate-
gories of solutions to this problem by using: (1) the Diels-Alder
moieties into the polymeric network to incorporate reversible
covalent bonds; (2) copolymers as the mortar phase, in which
molecules interact mostly through hydrogen bonds that can
break and reform; and (3) hook-and-loop adhesive between the
platelets to incorporate geometrical reversibility.

The chemical bonds’ reversibility underpinned by the Diels-
Alder reaction resulted in reforming the chemical bonds after
breakage and, in turn, self-healing."®® To construct the nacre-
like architecture, alumina platelets (‘bricks’) were assembled
using bidirectional freeze-casting, followed by infiltrating with
the Diels-Alder polymer network (‘mortar’).** The self-
restoration behaviour of the material was exemplified by
regaining its initial shape under a 50 g load when heated to
120 °C after being temporarily shaped at 60 °C (Fig. 8(a)). The
thermal reversibility of the Diels-Alder-driven reversible poly-
mer network enabled the self-healing behaviour, as cracks
formed at ambient temperature disappeared upon reheating
at 120 °C within 3 minutes (Fig. 8(a)). The heating caused the
polymer network to chemically debond, flow into the cracks,
and reconnect upon thermal curing.*’

While self-healing behaviour can be incorporated into nacre-
like materials by introducing polymers with dynamic covalent
interactions (such as those based on reversible Diels-Alder
chemistry), triggering the interactions often requires external
stimuli such as heat,"** water,'® or ultraviolet (UV) light.'** To
provide autonomous self-healing behaviour, polymer motifs

This journal is © The Royal Society of Chemistry 2023
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Fig. 8 Self-healing behaviours with (a) a nacre-like architecture based on a dynamic polymer network, (b) the UPy-units doped OEGMA copolymers,
and (c) nacre-inspired cement-like materials. Image (a) is adapted from ref. 49. Images (b) and (c) are reproduced from ref. 101 and 24 with permissions
respectively from WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim, copyright 2015 and from Elsevier Ltd, copyright 2021.

that form hydrogen bonds within the copolymers were used as
the ‘mortar’ material. For example, 2-ureido-4-pyrimidinoe
(UPy) doped poly(oligoethylene glycol methacrylate)-based
(OEGMA) copolymers (EG-UPy) (‘mortar’) and sodium fluoro-
hectorite (NHT) nanoclays (‘bricks’) were co-assembled into a
self-repairing nacre-like film through natural sedimentation
and evaporation.'”" UPy was selected as a structural motif as
it forms hydrogen bonds within the copolymers and provides
the required reversibility for autonomous self-healing.'%>*”
NHT nanoclays were chosen as they feature a planar shape with
a high-aspect ratio, facilitating material assembly.'®® The
autonomous self-healing behaviour of the film was demon-
strated by the immediate healing of the EG-UPy copolymer after
it was ruptured into two separate pieces in ambient conditions
(Fig. 8(b))."*"

Self-healing can also be incorporated simply by using hook-
and-loop adhesives between the blocks.”® The hook-and-loop
adhesive was attached to each side of the cement building
blocks using super glue. These blocks were subsequently
assembled manually, similar to building with Lego bricks, to
form the nacre-like architecture. Rubber layers were then
synthesized on both the top and bottom surfaces of the entire
architecture using the mould-casting method with a silicone
resin (Ecoflex 00-30). The rubber layers were used here to offer
the elastic recovery needed for materials to self-heal.’® The
material demonstrated the ability to restore its original shape
after cycling loads were applied to both the top and bottom
sides regardless of the force directions (Fig. 8(c)). This self-
restoration behaviour is due to the hook-and-loop mechanism
in the adhesive, which rapidly re-establishes upon contact and
the high toughness of the rubber layers. In addition, as the
material was constructed by manual assembly, when one or
multiple cement bricks were cleaved during mechanical load-
ing, the bricks were replaced, and identical mechanical proper-
ties were restored.**

3.2. Force sensing

Preventing unpredictable catastrophic failure of structural
components is important, particularly for applications in

This journal is © The Royal Society of Chemistry 2023

aerospace and civil infrastructures such as bridges and
dams."® Current strategies to address this issue still rely on
human inspection and manual replacement of the damaged
components, which is often time-consuming and inefficient.
Consequently, considerable efforts have been devoted to devel-
oping force sensing materials that can assess and transmit
structural information in real time and self-report the damage
of the load-bearing structural components.™**'** In nacre-like
structural materials, introducing ‘brick’ materials with piezo-
resistive properties such as MXene?® and graphene oxide micro/
nano-platelets (GO),>® have been used to incorporate force
sensing. Silk fibroin and polydimethylsiloxane (PDMS) have
been used as the ‘mortar’.

For example, a nacre-like scaffold with force sensing ability
was fabricated by assembling a mixture of MXene nanosheets,
silk fibroin, and graphene oxide (GO) platelets using the
bidirectional freeze-casting technique.”® The force sensing
capability of the materials was tested by connecting the fabri-
cated scaffold to an LED with a circuit. Since MXene
nanosheets are highly electrically conductive, the electrical
resistance of the material decreases when the scaffold is
compressed as a result of increasing contact areas of the MXene
nanosheets. Consequently, the brightness of the LED increases
with compression and decreases with decompression
(Fig. 9(a)). Moreover, when connecting the scaffold to human
facial muscles, the slightest muscle movement was reflected in
the output resistance, which further confirmed the pressure-
sensitivity of the nacre-like material (Fig. 9(a)). However, the
range of pressure that could be applied to the scaffold is limited
to pressure range <5 kPa due to the low solid loading of the
solid materials.*

To resolve the limited pressure range, a nacre-like material
with a volumetric solid concentration of up to 50 vol% was
made by the combination of magnetic-assisted assembly and
drop-on-demand 3D printing.** By using graphite microplate-
lets as the ‘brick’ material, the nacre-like material was electri-
cally conductive. Consequently, the force sensing capability of
the material was demonstrated by attaching copper plates to
the material and measuring the electrical resistance before and
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Fig. 9 Force sensing achieved with (a) a nacre-like scaffold made of graphene oxide, MXene, and silk fibroin, (b) a nacre-like material made of graphite
and PDMS, and (c) a nacre-like smart helmet made of graphene nanosheets. Image (a) is adapted with permission from ref. 25. Copyright 2021 American

Chemical Society. The images (b) and (c) are adapted from ref. 43 and 38.

after placing a coin on top of the sensor area with an ohmmeter
(Fig. 9(b)). The graphite platelets moved closer together due to
the weight of the coin, which decreased the material’s overall
electrical resistance and reflected in the readings on the
ohmmeter (Fig. 9(b)). Meanwhile, due to the high platelet
content, a pressure-sensing range of up to 300 kPa was success-
fully achieved.*

Besides force, damage can be sensed, as well. A nacre-like
material able to self-report crack formation is made of gra-
phene nanosheets (GN) (‘bricks’) and photocurable resin (‘mor-
tar’). The combination of photopolymerization-based 3D
printing and electrical-assisted assembly was used in the fab-
rication process.*® Prior to the printing process, 2 wt% GN in a
vat of photocurable resin (‘mortar’) were electrically aligned to
form the nacre-like architecture between opposing electrodes. A
3D nacre-like smart helmet with self-sensing capability was
subsequently printed through the layer-by-layer printing pro-
cess. The self-sensing capability of the material was demon-
strated by attaching the helmet to an LED and monitoring the
LED brightness. When a compression force was applied to the
helmet, the formation of cracks caused the overall electrical
resistance to increase, which caused the LED brightness to
decrease (Fig. 9(c)). The material failed completely and caused
the LED to turn off (Fig. 9¢).>®

3.3. Bioactivity

One of the classical challenges of using materials for biomedi-
cal applications, particularly when hard biomaterials are
needed, is the fusion of bioactivity with mechanical
properties. For instance, most synthetic bone grafts cannot
simultaneously provide sufficient mechanical properties, bioac-
tivity, and controlled biodegradability to promote bone tissue
regeneration."”® Although metals, such as titanium alloys,
provide adequate mechanical properties to withstand cyclic
loads resulting from daily physical activities, their bioactivity
remains limited.”'** On the other hand, bio-ceramics, such as
silica-based bone grafts, can supply sufficient bioactivity. How-
ever, their mechanical performance and range of applicability
in load-bearing bones are constrained by their brittleness."*>**®
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Current biopolymers are also non-optimal materials for bone
grafts, as they feature low stiffness and strength.''” Therefore,
the use of nacre-like materials as biomaterials provides an
opportunity to combine the bioactivity, stiffness, and strength
of bioceramic (or bioactive glasses) with the toughness of
biopolymers and metals.

Various bioceramics, including silicate-based ceramic pow-
der or platelets,"'® hydroxyapatite powder or platelets,"*® and
graphene oxide,"* have been considered as the ‘bricks’ to make
bioactive nacre-like materials. For the ‘mortar’ phase, biopoly-
mers such as chitosan have been used.'”' These bioactive
nacre-like materials have been hard and therefore relevant to
hard tissues of the body: mostly bones. They have been so far
used for two types of bone defects: surface and long defects. An
example is a biomembrane made for bone surface defects
(Fig. 10(a)). The fabrication process involves sedimentation
and evaporation, with graphene oxide (GO) constituting the
‘bricks’ and chitosan (CS)-calcium silicate (CaSi) nanowires
forming the ‘mortar’ phase. Subsequently, a porous layer was
constructed onto the nacre-like layer by spray-coating and
freeze-drying a mixture of the CS-GO-CaSi to enhance osteo-
blast adhesion. GO was employed as the ‘bricks’ because of its
strength and biocompatibility. CS and CaSi were selected as the
‘mortar’ due to their biodegradability and antibacterial
properties.’*” The bioactivity of the prepared membrane was
subsequently assessed in vitro, where 90% human mesenchy-
mal stem cell attachment efficiency was achieved after 6 hours
of culture, and cells remained viable. The results show that the
material prevents the surrounding fibroblasts and epithelial
cells from influencing bone formation.”> However, further
in vivo and clinical studies are required to confirm the clinical
efficacy of the nacre-like biomembrane.

Nacre-like materials have been used for long bone defects,
as well. For example, a cylinder-shaped bone graft was made by
coiling nacre-like biofilm made of GO (‘bricks’) and CS (‘mor-
tar’) (Fig. 10(b)).>® The biofilm was assembled through vacuum
filtration, and 20 vol% hydroxyapatite (HA) was added to the
film to increase the bioactivity of the material further. In
another study, to eliminate the need for coiling, Akermanite
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Fig. 10 Bioactivity achieved with (a) the CS-GO-CaSi biomembrane, (b) the coiled GO-CS-HA synthetic bone graft, and (c) the synthetic bone graft
with nacre-like architecture (red: materials, green: new bone). Images are reproduced from ref. 73, 26, and 123 with permissions respectively from
Elsevier Inc, copyright 2019, Elsevier Ltd, copyright 2020, and WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim, copyright 2020.

(AKT), a silicate-based bioceramic,'**"** were assembled into a

3D material using the bidirectional freeze-casting technique
(Fig. 10(c))."** The lamellar architecture resulting from freeze-
casting was subsequently heat-treated and infiltrated with a
kind of biopolymer commonly used for restoring teeth fracture
(Bis-GMA/TEGDMA) to form the nacre-like bone graft. Both
studies subsequently assessed the bioactivity of the made bone
graft in vivo by implanting it into the femoral defect of a
rabbit.>>">* After 12 weeks of implantation, 11.5% =+ 1.1% of
newly formed bone was found in bone grafts made of bidirec-
tional freeze-casting according to histomorphometric assay,
compared with the control group (3.62% =+ 1.37%)."** The
enhanced bone formation can be attributed to the intercon-
nected lamellar nacre-like architecture that provides a condu-
cive environment for accelerated bone growth (Fig. 10(c))."*®
Several other studies have also used nacre-like materials made
of other bioceramic and through other fabrication methods for
bone grafts.'*”128

3.4. Transparency

Transparency refers to the ability of a material to transmit light
without any scattering, absorption, or distortion. Today, trans-
parent materials find applications in various industries ranging
from the screens of electronic devices and windshields of
cars'>*"*! to critical components of state-of-the-art chemical
analysis devices.'*® The most used transparent materials
include silica-based glasses or transparent polymers such as
polycarbonate-based materials.’*® Silica-based glasses are
prone to shatter into pieces upon significant impact, while
transparent polymers lack adequate wear resistance and
strength to be used as structural components."**'*> Although
fabrication techniques such as thermal-tempering and lamina-
tion with soft polymeric layers have been used to increase the
impact resistance of glass materials, the range of toughening
mechanisms implemented in these materials is limited com-
pared to natural materials such as nacre."**"**® Thus, incorpor-
ating nacre-like architecture into the fabrication of transparent
materials could be developed as the next generation of lami-
nated glass used in windshields and transparent armour.
Using laser engraving to fabricate nacre-like glassy materials
with excellent shape and alignment control for building blocks
ranging from 1 mm to 10 mm has been discussed in the
previous section."® The light transmittance level of the resulting
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glass composite reached 70-80% across the visible light
spectrum.'® However, laser engraving glass plates to form
smaller building blocks is currently challenging. To achieve
nacre-like transparent materials with smaller building blocks,
layered double hydroxide (LDH) platelets of Co-NO;z; and Co-
Al-CO; have been made to be the ‘bricks’ in a nacre-like
composite with chitosan.®® The platelets were synthesized
according to the previously published method and assembled
onto a glass substrate through the dip-coating technique. A
chitosan layer was spin-coated onto the surface to serve as the
‘mortar’ phrase of the film. The process was repeated until a
complete nacre-like film was achieved. Light transmittance
experiments indicated that the Co-NOj;-chitosan film only
allowed visible light between 400 nm to 600 nm to pass,
whereas Co-Al-CO;—chitosan showed 40-70% transmittance
levels across the entire spectrum of visible light (400 nm to
800 nm) (Fig. 11a).*°

To extend the application beyond transparent films, a nacre-
like glass 3D scaffold was achieved by assembling high aspect
ratio silica-based glass microplatelets (‘bricks’) through
vacuum filtration.”® Subsequent compression and sintering
processes were used to improve the alignment of the platelets
and further consolidate the architecture. A mixture of PMMA
and phenanthrene (PHN) (‘mortar’) was finally infiltrated into
the architecture and formed a nacre-like scaffold with optical
transparency (Fig. 11(b)). The combination of PMMA and PHN
was selected due to the PHN’s ability to modify the refractive
index of PMMA to match that of glass. Light transmittance
experiments showed 45-55% light transmittance across the
entire visible light spectrum, which is lower than that achieved
by transparent nacre-like film. The reason for this difference
can be attributed to the presence of small pores between the
soft ‘mortar’ phase and hard ‘bricks’ phase. These pores
potentially caused light scattering and reduced the overall
transmittance of the material.”

The transparency of the material was further enhanced by
increasing the compactness of the material using centrifuga-
tion, which also resulted in good alignment of the used silica-
based glass platelets.'* During the fabrication process, silica-
glass platelets, poly(methyl methacrylate) (PMMA), and PHN
molecules were mixed together before centrifuging at 2000 g.
The glass platelets stacked on top of each other due to the
centrifugation force to form the ‘bricks’ part of the architecture
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Fig. 11 Transparency achieved with (a) the nacre-like film made of layered double hydroxide and chitosan, (b) the nacre-like scaffold made of glass
microplatelets and PMMA/PHN, and (c) the nacre-like scaffold made of glass flakes and PMMA/PHN through centrifugation. Images (a) and (c) are
reproduced from ref. 80 and 11 with permissions respectively from WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim, copyright 2010, and the American
Association for the Advancement of Science, copyright 2021. Image (b) is adapted from ref. 94.

at the bottom of the mould, while polymerization of PMMA was
achieved via a series of heat treatments and formed the ‘mortar’
part of the nacre-like architecture. Further light transmittance
tests showed 80% to 90% transmittance across the visible light
spectrum (400 nm to 800 nm), which is nearly twice the
transparent material developed through vacuum filtration

(Fig. 11(c))."*
3.5. Heat conductivity and resistance

Heat resistance is critical for applications such as
aerospace’*"*° and protective systems, as the internal compo-
nents need to be protected from external heat to prevent
thermal damage, degradation, and failure. Nacre-like struc-
tures can be incorporated into heat-resistant materials by using
building blocks with sufficient heat-resistant properties. On the
other hand, thermal conductivity is also required in applica-
tions such as electronic packaging, where unwanted internal
heat must be transferred to the outside to maintain perfor-
mance and extend the service life of electrical components.”
To enable the successful usage of nacre-like architecture,
ceramics like boron nitride (BN) and alumina platelets with
high heat conductivity have been used.'*’™** For example,
boron nitride platelets were employed as the ‘bricks’ and
assembled into nacre-like materials through solid-phase

HP50 (b)

() ghE2l SEESD

il

extrusion with ultra-high molecular weight polyethylene
(UHMWPE) lamellae as the ‘mortar’ phase.”” The well-
oriented structure enabled by nacre-like architecture concomi-
tantly improved the heat conduction of the material: the heat
conductivity of the nacre-like material was almost 4 times
higher (12.42 W mK ') than the materials made of high-
pressure moulding. Heat transfer could be seen as the migra-
tion of phonons from the hot side to the cold side. Therefore, as
the heat transfer rate of the BN platelets is much higher than
the UHMWPE ‘mortar’ phase, the closely connected BN plate-
lets provided an unimpeded pathway for heat transfer. Conse-
quently, as phonons travel much faster along the basal plane
than through the prismatic plane of the nano-platelets, the heat
conduction rate in the in-plane direction is much faster than in
the through-plane direction (Fig. 12(a)). When nacre-like mate-
rials and materials made of high-pressure moulding were both
tested under an infrared camera, the heat transfer rate was
visually displayed. The results indicated the fastest heat trans-
fer rate for nacre-like materials in the in-plane direction
(Fig. 12(a)).””

In addition to ceramics, metals including nicke
aluminium,”” iron,”" and amorphous metal alloys such as
zirconia-based bulk-metallic glass™® have been incorporated
into nacre-like material as the ‘mortar’ phase to provide

63
1,
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p ‘ :
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Fig. 12 Heat conductivity and resistance achieved with (a) nacre-like composite made of boron nitride platelets and UHMWPE, (b) nacre-like
architectures made of Fe-coated alumina platelets, and (c) 3D nacre-like material made of boron nitride platelets. Image (a) is adapted with permission
from ref. 27. Copyright 2018 American Chemical Society. Images (b) and (c) are adapted from ref. 42 and 71 respectively.
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thermal functionality. For example, iron-coated alumina plate-
lets have been used to assemble into nacre-like materials
through magnetic-assisted slip-casting.” During the fabrica-
tion process, a layer of iron acetylacetonate precursor was
initially deposited onto the platelet’s surface and transformed
into an iron coating after a series of heat treatments. Finally, all
the platelets were aligned into the layered nacre-like architec-
ture using magnetic-assisted slip-casting followed by spark
plasma sintering. The thermal functionality of the material
was further evidenced when subjecting the material to induc-
tion heating, where it only took as little as 5.5 s for the
material’s temperature to increase from 30 to 280 °C
(Fig. 12(b)).”"*

To implement heat resistance, using high-temperature
stable ‘brick’ materials such as montmorillonite (MMT)
platelets,’® MXene nanosheets,””””® or BN platelets'**'** is
perhaps the simplest and most effective way. As mentioned in
Section 2, a custom-built 3D printer recently achieved a nacre-
like architecture consisting of 55 wt% boron nitride (BN) nano-
platelets through doctor-blading.** The heat resistance of the
material was further tested by exposing the material to the
flame of a torch fire (around 1300 °C), where the nacre-like
material did not incinerate after 50 seconds of exposure
(Fig. 12(c)). After the heat resistance test, no cracks or expan-
sions were seen at the surface of the materials, indicating the
thermal shielding capability. Moreover, when a thermocouple
was placed behind the materials, after 25 seconds of exposure
to the torch fire, the temperature went to 193 °C, which is
around 85% (1107 °C) lower than that achieved by the material
made of pure printing resin.*?

3.6. Electromagnetic interference shielding

Electronic devices are getting smarter and smaller, and there-
fore respectively more useful and easier to use. However, the
challenge is that these devices emit electromagnetic interfer-
ence (EMI)'"*® waves and cause detrimental effects on the
performance of the device itself and the surrounding
devices."*”'*® Thus, the question of how the migration of and
shielding from undesired EMI can be achieved has become an
important field in material science. MXene, a class of two-
dimensional (2D) transition metal carbides and/or nitrides,
is highly electrically conductive and assumes a leading role
in EMI shielding applications."*>"*° However, freestanding
MXene nanosheets suffer from poor mechanical properties
due to weak interplatelet interactions between adjacent
layers.'*»*** Thus, using the nacre-like architecture with
MXene functional building blocks to achieve mechanically
stable materials with enhanced EMI shielding functionality is
an active research field.

Fortunately, MXene nanosheets are terminated with numer-
ous functional groups (Ty) such as -OH, =—O, and -F,
allowing them to readily bind with a variety of polymers and
nanofibers through hydrogen bonding. So, a good binding can
be achieved when these materials are arranged in a nacre-like
architecture.”® As an illustration, cellulose nanofibers (CNF)
have been combined with Ti;C,Ty MXene nanosheets to make

This journal is © The Royal Society of Chemistry 2023
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nacre-like films with EMI shielding. CNFs, known for their
mechanical strength and flexibility, were extracted from
dried garlic husks.’®®***> The MXene (‘bricks’) and CNFs
(‘mortar’) were assembled into a nacre-like film through
vacuum filtration. The EMI shielding effectiveness (EMI
SEr) is measured by comparing the intensity of the electro-
magnetic radiation before and after the materials are placed
inside the waveguide at a given frequency range. In the case
of nacre-like film containing 80 wt% MXene nanosheets with
a thickness of 74 pm, an EMI SEt up to 25 dB was achieved in
the frequency between 8 to 12.4 GHz (X-band).”* More
recently, an EMI nacre-like shield was made by doctor-
blading a mixture of Ti;C,Ty MXene nanosheets (‘bricks’)
and aramid fibres (‘mortar’) onto a glass plate. Using doctor-
blading, the nacre-like film with a large area = 600 cm® was
made.”® The EMI shielding effectiveness test showed the
nacre-like film with 80 wt% MXene nanosheets to feature
an EMI SE; of 48 dB in the X-band.”®

In addition to achieving high EMI shielding effectiveness,
ensuring flame retardancy is a vital consideration for EMI
shielding materials. This is particularly critical for preventing
fire hazards resulting from accidental battery leakage or wire
aging in electronic devices.">>™” To address this requirement,
researchers coated a MXene sheet with nacre-like films made of
montmorillonite (MMT) platelet as ‘bricks’, and calcium ion-
crosslinked sodium alginate (CSA) as mortar.>®> The MMT was
selected due to its flame retardancy properties,”®">® and CSA
was selected for its mechanical characteristics.> The flame
retardancy of the material was assessed by exposing the film to
an alcohol lamp flame for 3 minutes, where the film remained
inflammable throughout the entire heating process. Finally, the
EMI shielding effectiveness of the film was found to be at
the same level as pure MXene sheets (EMI SEy = 50.01 dB) in the
X-band. Meanwhile, its strength and toughness were respec-
tively almost 20 times and 6 times higher than the pure MXene
sheets.®

4. Outlook

Since the initial development of nacre-like materials around
three decades ago,'®® various fabrication techniques such as 3D
printing, freeze-casting, mixing/coating-assembling, and laser
engraving have been developed. These nacre-like materials
have taken different forms, from thin films to plates and
complex 3D shapes, and have shown promising combinations
of physical, chemical, and biological properties. However,
challenges remain in the high throughput fabrication of these
materials made of nm- to pm-sized building blocks and form-
ing them into complex shapes in sizes sufficiently large for
practical applications.

Recent advances in 3D printing procedures using both
photopolymerization,'®"'°*> and extrusion-based'® techniques
promise complete control over the geometry and the assembly
of the building blocks with minimum feature size printable in
the 50 to 100 um range. Combining these techniques with
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recent advances in 4D printing of ceramics and composites
shows promising pathways to obtain complex shapes.'®*™*’ For
example, we have recently shown that the shape change beha-
viour can be achieved through anisotropic shrinkage caused by
heterogeneous particle concentrations within the ceramic
green body during the ceramic sintering process. Introducing
heterogeneous green body compositions to an architectured
green body can lead to nacre-like (and other) architectured
ceramics with complex shapes: a 2D flat green body with a
hexagonal architecture and heterogeneous concentration of
particles can turn into a cylindrical-shaped nacre-like compo-
nent during the ceramic sintering process — a shape useful for
bone grafting.

On the other hand, the advance of modelling tools such as
machine learning,'®® finite element analysis,'®® discrete
elements,””® and analytical models'”* promises pathways to
identify new sets of shapes, other than the current flat and
bowtie platelets that have the potential to break the trade-off
between toughness and strength in different loading condi-
tions. These modelling techniques can also answer questions
on how to arrange these building blocks in complex shapes
required for many applications. For example, orthopaedic
applications need components duplicating the complex shapes
of bones. Protective systems should match the complex shapes
of the underlying components or tissues. Besides modelling
techniques, advanced characterization techniques such as test-
ing under in situ p-computed tomography (uCT) promise to
reveal new architecture-performance relationships, which can
be used to further optimize the block shapes and, in turn,
material performance.

A further promising direction is to use engineering mechan-
isms and elements, such as linkages, to alter the internal
architecture and, consequently, the mechanical properties of
nacre-like materials in situ. Machine elements have been
recently used to reprogram the stiffness and shape of mechan-
ical metamaterials.'”? Similar ideas might be implemented in
nacre-like materials to alter their architectures drastically and
continuously (e.g., interlocking angle) and, in turn, reprogram
their behaviour (e.g., stiffness) in situ. Such adaptations can be
made reversible over numerous cycles, with low energy absorp-
tion, inducing only low mechanical stresses and strains."”* Live
materials containing active microorganisms that can adapt to
the environment and repair themselves are usually soft.'”*
Using these materials in combination with stiffer building
blocks arranged, for example, in nacre-like architecture, would
likely improve their stiffness and strength, while maintaining
their damage-sensing and self-repair capabilities. Such pro-
gress necessitates ethical and regulatory considerations.

Our current review highlights that nacre-like materials are
powerful entities for combining stiffness, strength, toughness
as well as other functionalities. Resolving the current issues
related to making large components with small blocks,
high throughput fabrication, and forming the material into
complex shapes facilitates translation to industry, which is still
a challenge for bioinspired materials, including nacre-like
composites.
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