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The rapid development of three-dimensional (3D) printing of hydrogel materials into sophisticated
constructs has led to considerable progress in the fields of tissue engineering, soft actuators/robots, flexible
electronics, etc. Notably, digital light processing (DLP) based 3D printing provides a potential strategy to
achieve high resolution and elaborate 3D structures that are important for specific applications. In this
Received 17th April 2022, review, we highlight the recent advances in the field of DLP printing of hydrogels with emphasis on the
Accepted 30th June 2022 selection of materials, structure designs, and printing technologies. We then discuss the applications of
DOI: 10.1039/d2me00066k DLP printed hydrogel constructs in biomedicine, tissue engineering, medical devices, soft actuators, and
flexible electronics. Finally, the current challenges and future perspectives of DLP printing of hydrogels are

rsc.li/molecular-engineering also discussed.

Design, System, Application

This is a review paper, in which we give an overview of the recent advances in the field of digital light processing 3D printing of hydrogels with emphases
on printing technologies, materials selection, structure designs, and representative applications. We do not report new materials, new designs, or new
applications in this paper.

1. Introduction sintering (SLS),"®"” stereolithography apparatus (SLA),"®
digital light processing (DLP)"*** and so on.>*">*

Among these printing technologies, DLP belonging to
light-based printing utilizes projection light to polymerize
precursors to obtain pre-designed architectures.>* In
particular, the printing speed of this technology ranges from
25 to 1000 mm min', and relies chiefly on the intensity of
light power and the sensitivity of the printing material. The
resolution of printed structures based on DLP has reached as
high as 1 pm by focusing the projected light through an
optical system.** Therefore, DLP printing has attracted
growing research interest due to its high printing speed, high
resolution, and low cost."*?>” In spite of extensive progress,
DLP-based 3D printing is generally limited to material
choices. For example, most of DLP-compatible materials are
photocurable rigid thermoset materials.>***7° 1t is highly
required to devise flexible devices with soft and active
architectures in the new era of intelligence.

Recent advances in soft materials such as hydrogels with
good biocompatibility, processibility, and adaptability have
opened up a broad spectrum of opportunities in diverse
“ Ministry of Education Key Laboratory of Macromolecular Synthesis and areas, including drug de]ivery’ tissue engineering, and soft
Fur?ctior'mlization, Department oflfolymer Sc'ience tlzr‘zd Engir?eerin‘g, Zhejiang actuators.’’*® Combined with emerging DLP based 3D
University, Hangzhou, 310027, China. E-mail: wuziliang@zju.edu.cn .. . . .

b College of Materials Science and Engineering, Nanjing Tech University, Nanjing, printing teChnOlogles’ hy drogels have been fabricated into
211816, China complex architectures such as vascular networks, porous
+ These authors contributed equally to this work. scaffolds, and  meniscus substitutes for  target

Three-dimensional (3D) printing, also known as additive
manufacturing (AM), is an emerging rapid manufacturing
technology first developed in the late 1980s." The essence of
3D printing is the process of stacking raw materials into the
corresponding solid devices according to a 3D digital model
predesigned using computer modeling software.”” Owing to
the dimensions and flexibility in endowing materials with
micro- to nano-scale structural architectures and new
functionalities beyond those of their bulky counterparts,* 3D
printing has received growing attention and will continue to
favor broad applications including biomedical devices,
intelligent systems, energy devices, and soft robotics.”® With
the continuous in-depth research on the forming
mechanisms and material systems, various 3D printing
technologies have been developed in recent years, including
fused deposition modelling (FDM),”' direct ink writing
(DIW),"** direct inkjet printing (DIP),"*'® selective laser
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applications.*”™° In response to the growing interest in this
area, we aim to provide a general overview for the rapid
development of DLP printing of hydrogels. In this
minireview, we give a simple introduction to DLP-based
printing technologies, summarize recent progress in DLP-
based printing of hydrogels into various constructs, and
present their applications in the fields of tissue engineering,
biomedical devices, soft actuators, and flexible electronics.
Finally, we conclude with the discussion of current
challenges and future perspectives of DLP printing of
hydrogel materials.

2. DLP printing technologies and
materials requirements
2.1. Printer features and operation

A DLP printer includes a projector light and build platform, a
vat of liquid resin, and a mobile Z axis.>® The core
component is the digital micromirror device (DMD)
embedded in the projector which controls the resolution of
projected 2D images sliced from the target 3D object and
directly determines the geometric morphology and printing
accuracy of the final constructs.”® Once a layer has been
printed, the platform moves vertically for a certain distance
and continues to locally cure the precursor by using
patterned ultraviolet light. This process is repeated layer by
layer until the desired 3D architecture is constructed.
According to the moving direction of the building platform,
DLP-based 3D printing is generally divided into the “bottom-
up” form and “top-down” form.>*

2.1.1. “Bottom-up” projection approach. In “bottom-up”
DLP printing, the printed object hangs upside down from the
bottom of the build platform. During the printing process,
solidification occurs at the bottom of the vat, after which the
retractable platform pulls upward from the liquid for a
certain distance. The robotically controlled focal plane moves
vertically for another illumination and photocuring process
(Fig. 1a). Notably, the bottom plate of the resin tank needs to
be light permeable and covered with an oxygen-permeable
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film or perfluorinated film to reduce the adhesion between
the printed structure and the printer. For the “bottom-up”
projection approach, the prominent advantages are less resin
consumption, higher leveling rate of liquid resins, and more
diversified adaptability of materials.>>

2.1.2. “Top-down” projection approach. In “top-down” DLP
printing, the object is printed at the air-liquid interface at
the top, and the platform is moved downward into the vat
vertically during the printing process (Fig. 1b). The height of
the printed object, therefore, depends heavily on the vat
depth. The printed object is soaked in the raw material, and
the printer cures the top layer of the fluid. This type of
printing requires lots of raw materials and is prone to
waste.">*> The object size obtained by this method has
relatively high resolution and fidelity, because the bottom vat
resin not only serves as the supply source to form a new layer
for the next printing but also provides buoyant force to
support the printed constructs. However, the vibration of
solution at the air-liquid interface is a challenging issue that
reduces the resolution in top-down projection when
compared to the bottom-up approach, which can be
mitigated by increasing the layer-to-layer printing interval.*

2.2. Formulation of the precursor solution

In general, processing of hydrogels by using DLP-based 3D
printing involves an aqueous solution of photosensitive
oligomers or reactive monomers, a photoinitiator activated
above 385 nm, a photo-inhibitor, and/or a cross-linking
agent.>**®>* Many DLP precursor solutions possess a low
apparent viscosity (<5 Pa s) to bring rapid and even
replenishment of fresh resin into the processing area for the
construction of the next layer.”® When the apparent
viscosities are higher than 100 kPa s, continuous printing
often fails because the partially cured resin with a high
viscosity cannot be fully removed from the surface of the
printed object. The repeated exposures for subsequent layers
can further aggravate this issue of incomplete resin
recirculation, sub-gelation polymerization, and eventual

Z Axis 1
= Project light

Platform

Fig. 1 Schematic illustration for the “bottom-up” (a) and “top-down” (b) printing technologies based on digital light processing (DLP) of

photocurable materials.
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overcuring. This undesired solidification adds unwanted
fillets at the edges or completely fills negative features (i.e.,
holes, gaps, and overhangs). Beyond the limitation of
resolution, highly viscous ink also creates large adhesive or
drag forces between the projection platform and printed
object during bottom-up DLP. Such adhesive stresses,
particularly for large cross-sectional areas, can exceed the
strength of the material and cause failure of the printed
constructs.””

The photoinitiator plays a crucial role in determining the
rate of polymerization and, consequently, the resulting
properties of the printed construct and the time required
for 3D fabrication.*®***” According to different solubilities
in water, photoinitiators are divided into water-soluble
photoinitiators and oil-soluble photoinitiators. Oil-soluble
photoinitiators commonly used for DLP printing are 2,4,6-
trimethylbenzoyldiphenylphosphine  oxide  (TPO) and
phenylbis(2,4,6-trimethylbenzoyl)phosphine oxide (Irgacure
819) because of high efficiency. In addition, available water-
soluble photoinitiators include 2-hydroxy-1-[4-(2-
hydroxyethoxy)phenyl]-2-methyl-1-propanone  (12959) and
lithium  phenyl-2,4,6-trimethylbenzoylphosphinate ~ (LAP).
However, it still remains a grand challenge to engineer
hydrogels with high water content using DLP printing
technology because of the absence of more efficient water-
soluble photoinitiators to enable fast gelation and
continuous printing of the precursors.”® In order to alleviate
the problem, Pawar et al successfully presented an
innovative approach to enable rapid DLP printing of
hydrogel precursor solutions by converting the water-
insoluble  photoinitiator ~TPO into  water-dispersible
nanoparticles,”® which exhibited a high efficiency and high
speed of polymerization upon irradiation.®® The reaction
rate also depends on the light intensity of the projector. In
other words, the processing speed of the precursors is

Table 1 Photoinitiators commonly used for DLP printing of hydrogels
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related to the intensity of light and the efficiency of
photoinitiators. For practical applications, the selection of
photoinitiators should also consider the stability of the
whole system, which should be ensured after the addition
of photoinitiators. The photoinitiators used for DLP
printing, as well as the light initiation wavelength and
corresponding curing speed, are summarized in Table 1.

Furthermore, photoinitiators and photo-absorbers are
particularly important for DLP-based 3D printing. The former
determines the time required to initiate the polymerization
and/or crosslinking reaction and the cross-linking degree,
while the latter is used to control the curing depth of the
photopolymer resin and prevent ultraviolet light from
penetrating the entire layer.®* Photo-inhibitors contribute to
the smooth surface of printed building blocks, avoiding the
occurrence of excessive cured hydrogel in preset sections.
Otherwise, hydrogels normally undergo excessive curing in
the absence of a light absorber and displays a poor printing
ability.®> For a better comparison of the influencing factors
on the DLP printing of hydrogel materials, the material
composition, printing method, light initiation wavelength,
curing speed, mechanical properties, resolution, and relevant
applications of printed constructs are summarized in
Table 2.

3. DLP 3D printing of hydrogels and
their applications

Elaborate architectures of hydrogel materials can be printed
by selecting suitable raw materials and adjusting the printing
parameters, which greatly broadens the application of
hydrogels in diverse fields. In this section, 3D hydrogel
constructs fabricated by DLP printing are reviewed with their
applications in tissue engineering, biomedical devices, soft
actuators/robots, and flexible electronics.

Name Molecular structure Solubility Initiation wavelength (nm) Ref.
12959 i Water-soluble 365-405 47
fogs
NG N
LAP CH, O Water-soluble 365-405 61
T
HC CH,
Water-soluble TPO 5 Q Water-soluble 365-405 47
P.
fee
TPO 5 Q Oil-soluble 365-405 62
P.
focn
S Oil-soluble 365-405 63

Irgacure 819 C“|ﬁ ‘T oM
H,C_Q—C—P—CHAQ—CH,
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Ref.

Applications

Resolution
(nm)

Young's modulus

(kPa)

Curing speed

wavelength (nm)

Initiation

Printing
method

Table 2 Various DLP printed hydrogels, including the material system, photoinitiator, photo-absorber, printing approach, initiation wavelength, curing time, Young's modulus, resolution, and relevant

-
[
Q
=
1)
wn
a
N
o
S
o
<
~
=
<]
4
5]
=}
b
=]
=
<]
+
<}
<
~
Q
@
2 &
(e} —
= =
8| %
Q <
Q
s =

1020 | Mol Syst. Des. Eng.,

O ™~ oo D
© © © O n =)

v

2

=}

o0

g £

2 >0

— = O

0= =
gL
=]
:E%%
= )
=52z
TES S
Oc/:cnh| |

[=]

o O O
(==} S O O I
— NN
o <
S8 o
Lfll N@
Dl S |

£
= g
= 3
ES gk s
1251% S
oo I
mmomo 1)
BP S @A S
quEwF T
NN 0 AN on
n w0 n n
o o |00 [ee]
on < <t on o
o
Sgg75 ¢
L2 2 g 2
£ 2% EE <]
P TP S S 9
=T oMo Vb =2 =1 [=9
S 0000 1)
REEFHMAM I
g
] Ec
5]
23 ot
S8 gE &
S S8 >a 5
R I I e = A
ZETEEES
MAAE =00
o 00
[V -
EoEEH
LELY
2 oa 9§
2222 o
Q
2523 ¢
L LA 3
U BH VO 9]
aE5LE28 §
< o—
SEOxE &

Q

3 <
S 3 8
T 9 £
O Hug
I =3<
5 . o<%
R323R 2

2022, 7,1017-1029

48

Sensor

~110

3 8/100 pm

405

Bottom-up

Sudan I

Irgacure 819

AAmM/AAc

Note: PEGDA, GelMA, AAm, ACMO, PVA, and AAc are the abbreviations of poly(ethylene glycol) diacrylate, gelatin methacrylate, acrylamide, 4-acryloylmorpholine, polyvinyl alcohol, and
acrylic acid, respectively.
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3.1. Tissue engineering and biomedical devices

Hydrogels are an ideal candidate for tissue engineering and
biomedical devices due to their special characteristics such
as flexibility, biocompatibility, and sensitivity to physiological
environments.”””’®  DLP-based 3D printing offers a
fascinating manufacturing method to fabricate sophisticated
constructs with self-defined microstructures, which can
greatly widen the application of hydrogels or their hybrids in
these areas. For example, Yang and coworkers have fabricated
a heterogeneous structure with the shape of a human heart
valve derived from computed tomography (CT) data.®® This
hybrid hydrogel construct consisted of a hydrogel skeleton
produced by DLP-based 3D printing with the “bottom-up”
projection approach and another hydrogel matrix prepared
by casting (Fig. 2a). The artificial heart valve exhibited
excellent fatigue resistance during cyclic experiments, much
better than that of comparative homogeneous hydrogel
constructs. This work will inspire the creation of artificial
organs with tailored mechanical performances and good
biocompatibility based on the DLP printing technology. In
addition, Zhang et al. printed high-resolution and high-
fidelity stretchable hydrogel tissues such as the ear, nose,
and blood vessels by using the DLP-based 3D printing
technology.®” The raw materials used for printing included
acrylamide, poly(ethylene glycol) diacrylate, and a self-made
water-soluble  photoinitiator, which showed excellent
biocompatibility. In addition, Xue et al. printed cell-seeding
hydrogel scaffolds by DLP-based 3D printing of precursors
containing poly(ethylene glycol) diacrylate (PEGDA) and a
home-made photoinitiator, which exhibited regionally varied
stiffness by adjusting the exposure time (Fig. 2b).** 3T3
fibroblasts were evenly distributed on the printed scaffold
and proliferated well during cell culture, indicating the
excellent biocompatibility and physical support of the
hydrogel scaffolds. The approach provides a solution to
constructing heterogeneous cell-seeding hydrogel scaffolds
with different regional stiffness by changing the exposure
time to adjust the mechanical properties. Moreover, Wang
et al. have developed complex hydrogel constructs at a high
resolution by using a gradient DLP 3D printing system with a
combination of a digital micromirror device-based bioprinter
and a microfluidic chaotic mixer-linked vat (Fig. 2¢).”* The
approach can achieve functional (bio)printing by controlling
the (bio)ink gradients with various cell densities, substrate
stiffness, and growth factor concentration, as well as porosity
and pore size, and endow the recapitulation of the
gradient properties of natural tissues with complex
architectures and at high resolution. Furthermore, Ge et al.
printed a cardiovascular shape memory polymer stent with a
self-built multi-material DLP printer by integrating a hydrogel
inside it, which can be used to load drugs at the designated
hydrogel sites.””> The working principle of the printed stent
was demonstrated using artificial blood vessels (Fig. 2d). The
stent contracted prior to use and expanded gradually after
being held at the desired site accompanied by drug release.

This journal is © The Royal Society of Chemistry and IChemE 2022
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Fig. 2 DLP printed hydrogels and their applications in tissue engineering and biomedical devices. (a) Schematic (i) and image (i) of the
heterogeneous hydrogel, and endoscopy images of the homogeneous (iii) and heterogeneous (iv) hydrogel heart valves after cyclic experiments.®®
Reprinted from ref. 68, copyright 2021, Elsevier. (b) Fluorescence microscopy images of the 3T3 fibroblast distribution in the printed hydrogel
scaffold (i) and interaction of 3T3 fibroblasts with the joint of the scaffold (ii).?* Reprinted from ref. 24, copyright 2019, American Chemical Society.
(c) 2D capillary-like network structure and 3D pyramid structure printed by the gradient DLP printing technique (i) and a schematic to show the
printed 3D object encapsulated with MSCs for the investigation of osteogenic effects of the dual gradients of porosity and BMP-2 (ii).”* Reprinted
from ref. 74, copyright 2022, Wiley-VCH. (d) Illustrations of drug release from the printed stent in the artificial blood vessel (i) and the
quantification of drug release from the printed stent (ii).*” Reprinted from ref. 47, copyright 2021, American Association for the Advancement of
Science.

69,76,77

The release rate of loaded drugs can reach 90% within 3
hours. This work provides a new way to realize the
fabrication of soft devices with multiple materials by bonding
hydrogels with other polymers in 3D architectures.

3.2. DLP 4D printing of hydrogels

4D printing is an emerging technology, in which the 3D-
printed structure can self-transform in shape, properties, and

This journal is © The Royal Society of Chemistry and IChemE 2022

functions in response to stimuli. Inspired by
the biological deformations of natural systems, abundant
bionic morphing hydrogels have been developed by creating
heterogeneous network structures and/or imparting
inhomogeneous stimulations.”®*™®' Recently, there have been
several programmed shape-morphing systems developed by
using DLP-based 3D printing technologies to fabricate
hydrogels or hydrogel-polymer hybrids. For example, Ji
et al. explored a one-step method to fabricate complex 3D

Mol. Syst. Des. Eng., 2022, 7,1017-1029 | 1021
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Fig. 3 DLP-based 4D printing of hydrogels. (a) lllustration of the bending and twisting deformations of printed strips with programmed structures.
(b) Complex shape morphing of printed constructs triggered by water.®2 Reprinted from ref. 82, copyright 2019, Wiley-VCH. (c) As-cured flat
pattern, desolvated origami shape, and swollen flat shape of the printed six-petal flower with the origami structure. Insets show two grayscale
patterns for DLP printing.®* Reprinted from ref. 83, copyright 2017, Wiley-VCH. (d) Images, schematic diagram, and photos of the printed hydrogel
(i) that deformed into a pumpkin-like morphology during the swelling process; morphological transformations (ii) of printed biomimetic structures
from the initial plain states to their final states after the swelling process.®® Reprinted from ref. 69, copyright 2019, American Chemical Society.

architectures that can deform under stimuli from humidity
and temperature.®” These hydrogel constructs were developed
by using a commercial DLP printer with the “bottom-up”
projection approach. The principle of shape morphing was
related to the asymmetric swelling of the printed hydrogel
blocks with programmed secondary microstructures on one
surface. The printed architectures showed bending and
twisting deformations induced by moisture, and returned to
their original shapes by adjusting the environment
conditions (Fig. 3a). In particular, various 3D desired
morphologies including triangular pyramid, stereo windmill,

1022 | Mol Syst. Des. Eng., 2022, 7, 1017-1029

“octopus”, and hydroturbine shapes can be obtained by
taking advantage of the flexible design and freeform
fabrication of this method (Fig. 3b). In addition, Zhao et al.
printed self-folding origami constructs with environmental
responsiveness by DLP printing of a PEGDA based material
system.®* As shown in Fig. 3c, different cross-linking degrees
existed in the as-printed architecture by controlling the light
intensity during the printing, which resulted in self-folding
deformation when desolvation in water occurred. Notably,
the folded origami recovered its original shape after being
incubated in the swelling medium. Moreover, Wu et al

This journal is © The Royal Society of Chemistry and IChemE 2022
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achieved distinct circumferential buckling, visible during the
growth of pumpkins, which was reproduced by a core-shell
barrel structure developed by 4D printing of responsive
hydrogels (Fig. 3d).® The deformation process was triggered
by swelling of the hydrogels. Various morphological
transformations of biomimetic structures were inspired by
real cabbage flowers/leaves, chrysanthemum, leaves of rose,
and helix strips of seedpods. These studies have paved the
way to fabricating hydrogels with heterogeneous structures,
which should broaden the applications of hydrogel materials
in bionics and engineering fields.
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3.3. DLP printed hydrogels as soft actuators

As one class of intelligent devices, soft actuators and robots can
transform external stimuli into programmed deformations and
mechanical motions.®*® By using DLP-based 3D printing
technologies, a variety of hydrogel actuators and robots have
been developed with responsive elements and/or asymmetrical
geometries in the constructed blocks.*® For example, an eight-
arm gripper was printed by incorporating the responsive
component with a lower critical solution temperature (LCST) to
the system, and showed asymmetric swelling behavior in

Fig. 4 DLP printed hydrogels as soft actuators. (a) 3D printed thermal-responsive hydrogel actuator for object transportation.®2 Reprinted from
ref. 82, copyright 2019, Wiley-VCH. (b) Grasping of an object with a 3D printed bilayer hydrogel gripper through thermal actuation (i), and infrared
laser-mediated remote and selective actuation of the bilayer actuator coated with polypyrrole (ii).5 Reprinted from ref. 61, copyright 2021,
American Chemical Society. (c) Schematic diagram of the soft pneumatic actuator and the deformation after pressurization (i); photos of the one-
arm actuator before and after pressurization (ii); photos of the printed two-arm hydrogel actuator to capture a soft rubber pipette bulb (iii).8°

Reprinted from ref. 89, copyright 2022, Wiley-VCH.

This journal is © The Royal Society of Chemistry and IChemE 2022
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response to variation of temperature. The printed gripper can
be used to transport objects quickly by controlling the
environment temperatures (Fig. 4a).%> In addition, Hua et al. have
devised a bilayer hydrogel actuator with high toughness and
actuation force by DLP-based 3D printing with the raw materials
N-isopropylacrylamide (NIPAm) and poly(vinyl alcohol) (PVA) or

View Article Online
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its methacrylate derivatives (PVA-MA).** The passive layer was
composed of PVA/PVA-MA, while the active layer was composed
of PVA/PVA-MA-g-PNIPAm with temperature responsiveness. In
a hot water bath, the actuator can grasp an object multiple
times its own weight. The bilayer actuator was further coated
with polypyrrole to enable remote and selective activation by
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Fig. 5 DLP printed hydrogels and their hybrids as soft electronics. (a) Schematic illustration of the printed three-layer pressure sensors with
micrometer-scale pyramids (i); the pressure sensitivities of the printed hydrogel sensor and the planar sensor (ii); usage of the printed sensor to
monitor the pulse at the wrist of a volunteer in the relaxation state and after exercise (iii).*® Reprinted from ref. 48, copyright 2021, American
Chemical Society. (b) Printed pressure-sensitive sensor with the structure of regularly arranged hollow pentagonal prisms (i) and the change of its
resistance in a cyclic loading process (ii).>® Reprinted from ref. 56, copyright 2021, American Chemical Society. (c) Schematic and illustration of the
printed soft pneumatic actuator (SPA) (i); the relationship between the resistance and stretching (ii) and the sensing performance of the printed
hydrogel SPA to bending deformations (iii).*” Reprinted from ref. 47, copyright 2021, American Association for the Advancement of Science. (d) An
electronic panel achieved by printing an ionic hydrogel circuit on an elastomeric substrate in initial state (i) and stretched state (ii).®” Reprinted from ref. 67,
copyright 2018, Royal Society of Chemistry.
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using an infrared laser (Fig. 4b), which makes the actuator
easier to use in practical applications.

Moreover, Wang et al. developed a special polymer gel
(PEGgel) system by polymerizing hydroxyethyl methacrylate
and acrylic acid in poly(ethylene glycol) (PEG) medium.*® A
pneumatic soft actuator with an asymmetric hollow structure
was printed by DLP 3D printing with the PEG gel precursor
(Fig. 4c). When pressurized, the serrated portion expanded
and the printed gel deformed toward the non-serrated side,
resulting in a directional force that acted as an actuator. A
two-arm actuator was further fabricated, which can realize
the capture of a rubber pipette bulb successfully. This work
avoids the complex and multi-step molding or casting
manufacturing processes for the fabrication of soft actuators,
and enables geometric complexity and functionality for the
design of soft robots.

3.4. DLP printed hydrogels as soft electronics

The network structure of hydrogels is conducive to the rapid
movement of ions and endows them good conductivity,
which gives the application possibility of conductive
hydrogels in soft electronics.””®> However, conventional
fabrication methods such as molding lead to simple
structures and insufficient dimensional accuracy of
constructs, which are crucial for the reliability and
functionality of hydrogel devices.”>* The DLP-based 3D
printing technology can provide a solution to address this
conundrum. For example, He and coworkers prepared
composite hydrogels through DLP 3D printing with a
synthesized microemulsion and common hydrophobic
photoinitiator.*® The composite hydrogel possessed high
mechanical strength (22.9 MPa) and ionic conductivity (9.64
S m™"). Pressure sensors with micrometer-scale pyramids
were printed, and showed a high absolute value of pressure
sensitivity of 0.103 kPa™' below 1.25 kPa. Compared to a
planar hydrogel sensor with the same material, the printed
three-layer pyramid sensor had a higher sensitivity due to the
larger deformation under the same pressure. On account of
the excellent sensitivity, the obtained hydrogel sensors were
used to monitor real-time large and subtle human motions
(Fig. 5a). In addition, Wang et al. synthesized a water-soluble
photoinitiator through a simple and straightforward one-pot
method.”® They printed a pressure sensor with a structure of
regularly arranged hollow pentagonal prisms by DLP-based
3D printing. The obtained sensor showed fast responsiveness
and excellent durability under cyclic loading-unloading due
to its special geometry structure (Fig. 5b). These special
geometry structures can increase the sensitivities and
stabilities of these strain sensors by increasing the
deformation capacity under external force, which is
informative for the design of high-performance sensors.
Besides, Ge and coworkers printed a soft pneumatic
actuator (SPA) with a strain sensor by using a self-built DLP-
based 3D printer with multiple hydrogel and elastomer
materials.”” The relationships between resistance and tension
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and compression of the composite sensor were constructed
by longitudinal and transverse tensile respectively, which
exhibited nonlinear resistance-deformation behaviors. The
constructed strain sensor can detect the actuations of the
SPA with both positive and negative bending by transforming
the measured resistance variations to the strains of the
printed SPA (Fig. 5c). Moreover, they also printed a flexible
electronic board with an ion conductive hydrogel circuit on
an elastomer sheet with high resolution and high fidelity,
which maintained electrical functionality under large
deformation due to the strong interface bonding between
different materials (Fig. 5d).” These studies greatly
broadened the functionality and performance of hydrogel-
polymer hybrid devices and machines.

4. Conclusions and perspectives

Among all the additive manufacturing technologies, DLP-
based 3D printing exhibits many advantages such as high
printing speed and high resolution, and thereby has been
recognized as an ideal fabrication strategy to develop
sophisticated architectures with applications in tissue
engineering, soft actuators, and flexible electronics.”>*°° This
review summarizes recent progress in relevant fields with the
focus on DLP printing of hydrogel materials.

In recent years, hydrogels have been developed rapidly
and widely used in diverse fields."”'°° However, hydrogel
systems suitable for DLP printing are still very limited
because of the lack of high-efficiency water-soluble
photoinitiators. In addition, most of photocurable hydrogels
have the problems of cumbersome polymerization rate and
inferior solidification capacity, leading to fundamental
shortcomings such as a low Young's modulus of the printed
hydrogels. It remains a grand challenge to achieve high-
resolution printing of tough hydrogels.”””®” It is highly
desired to expand hydrogel systems suitable for DLP printing
in terms of developing high-efficiency water-soluble
photoinitiators and designing tough hydrogels with unique
network structures and energy dissipation
mechanisms.'°*™% Besides, DLP-based multi-material 3D
printing is another way to expand the application of
hydrogels, in which the problem of interface bonding
between different materials should be well addressed. In this
way, materials with different functions can be integrated to
afford versatile printed structures.'®” %

DLP printing has the advantages of high printing accuracy
and smooth product surface, and it is mainly used for
manufacturing small volume items such as jewelry casts and
dental molds. This is because the light source in the printing
process is flat exposure, and the exposure area is limited.
Due to the limited resolution of the digital light mirror
(DMD) of the printing equipment, it is still challenging to
print large sized products. Therefore, future efforts should be
devoted to improving the resolution of DMDs by enhancing
the number of microscopes inside the DMD chips for the
fabrication of large-sized products.
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As described above, the DLP printing technology has
enabled the engineering hydrogels with sophisticated
architectures and/or heterogeneous structures in a high-
efficiency way, which greatly improves the applications of gel
materials in the biomedical and engineering fields. We
believe that this review will broaden research interest and
inspire innovative ideas for the fabrication and application of
hydrogel constructs. The DLP-based 3D printing technologies
will provide stronger power for people from all walks of life
in the future.
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