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Abstract: Digital light processing (DLP) has the advantages of higher printing speed and product
precision than other 3D printing technologies. However, DLP products have low mechanical strength
owing to the inherent properties of photocurable materials. Graphitic carbon nitride (GCN), which is
an abundant hydrogen bonding motif (-NHj, -NH), has low solubility in most solvents; thus, to use
GCN as a reinforcement of the polymer matrix, optimal dispersion processes must be applied. In this
study, GCN was proposed as a novel reinforcing material to improve the mechanical properties of
photocurable epoxy acrylate (EA) resins for DLP. Herein, two-step (planetary mixing and ultrason-
ication) processes were applied to disperse GCN within EA, and the dispersion performance was
identified by checking the degree of precipitation over time. To test the printability of the dispersed
GCN/EA composites subjected to DLP 3D printing, cube specimens of GCN/EA composites were
prepared, and the dispersed GCN/EA output had a low dimensional error of 0.3-1.3%, while the
undispersed composite output showed larger dimensional errors of 27.7-36.2%. Additionally, in the
mechanical test of the DLP-3D-printed sample (dispersed GCN/EA composite), the tensile strength
and elastic modulus of the dispersed GCN/EA composite specimen were measured to be 75.56 MPa
and 3396 MPa, respectively, which were improved by 22% (tensile strength) and 34% (modulus
of elasticity) in relation to those of the neat EA specimen. This study is the first to use GCN as
a reinforcement and manufacture a composite product for DLP with excellent performance (22%
increased tensile strength) through the optimal dispersion of GCN. Considering the high mechan-
ical performance, DLP products using the GCN/EA composites can be used in industries such as
automobiles, shipbuilding, and aviation.

Keywords: polymer additive manufacturing; digital light processing 3D printing; graphitic carbon
nitride; reinforcement; dispersion process

1. Introduction

Additive manufacturing (AM), which builds products layer-by-layer based on a
computer-aided design (CAD) model, has gained significant attention in recent years.
This process has remarkable advantages, such as production time and material reduction,
and high design freedom over conventional manufacturing methods such as machining,
injection molding, and casting [1-4]. 3D printing technologies have been studied for
their application in the development of a wide range of materials, such as metals [5-7],
ceramics [8-10], and polymers [11-13]. Shuai et al. printed a complex biocompatible
scaffold that mimics the native rabbit trachea structure by using waterborne biodegrad-
able polyurethanes through fused deposition modeling (FDM) 3D printing; their scaffold
achieved a compression stress of 0.3-0.8 MPa, which is comparable with that of the native
rabbit trachea [14].

Polymer 3D printing is the most attractive and emerging technology that allows
the printing of low-cost, functional parts with adaptable properties [15]. 3D printing of
polymer materials is typically classified into FDM, selective laser sintering (SLS), and vat
photopolymerization. FDM is a common 3D printing method that uses an extrusion nozzle
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with a solid filament material, and SLS is a powder-based 3D printing method that uses
a laser to melt the material. Vat photopolymerization has great advantages for higher
resolution and smoother surfaces compared to FDM and SLS 3D printing methods [16,17].
Vat photopolymerization 3D printing, divided into stereolithography (SLA) and digital light
processing (DLP), is an AM method that prints using the curing process of a photopolymer
liquid resin. SLA 3D printing technology has a high resolution because of its usage of a
laser scanning system to solidify the photopolymer resin with a relatively lower printing
speed [18]. DLP 3D printing is the most widely used vat photopolymerization 3D printing
due to its high precision and printing speed, applicability of printing area, and exceptionally
smooth surface of printouts [19].

DLP 3D printing equipped with a digital micro-mirror device (DMD) chip that in-
volves UV light irradiation of a plane unit of an entire layer and uses a photosensitive resin
is a simpler, faster, and economical method than SLA 3D printing, which uses a laser as
the light source [20,21]. Despite the fact that DLP 3D printing has considerable potential
for mass production and is an ideal alternative to conventional fabrication processes [22],
there are requirements that need to be met to materialize DLP 3D printing as a general
fabrication method. DLP-3D-printed products have lower mechanical properties, especially
tensile and flexural strength, than those manufactured by conventional fabrication methods
such as compression molding and injection molding due to the limitation of crosslinking in
photopolymer [23,24]. Recently, to enhance the mechanical properties of DLP-3D-printed
products, several strategies based on process modification [25], composition modifica-
tion [26], and the use of reinforcements [27] have been proposed.

Reinforcements commonly applied to improve the mechanical properties of DLP-
3D-printed products include cellulose nanocrystals (CNCs) [28], carbon nanotubes [29],
and graphene [30]. Li et al. used CNCs as a reinforcement material for a photopolymer
matrix (polyethylene glycol diacrylate) and reported that the tensile strength increased
by up to 50% in the composite with 1.0 wt% CNC content in relation to that of a pristine
photopolymer specimen. In addition, Joo et al. added graphene sheets to a polyurethane
resin for DLP 3D printing and confirmed that the tensile strength of the composite increased
by 119% at 2 wt% (69.3 MPa) in relation to the pristine polyurethane output (31.6 MPa) [30].
However, to date, most of these reinforcements are non-economical, difficult to synthesize,
and toxic, limiting their practical use in industries [31-33].

Graphitic carbon nitride (GCN), generally known as g-C3Ny, is a polymeric material
bearing interconnected tri-s-triazine units. Due to the inherent electrical characteristics of
the medium band gap (2.7 eV) that responds to visible light, GCN has been particularly
applied in the fields of photocatalysis [34-39], energy production [40—44], and photosens-
ing [45,46]. Furthermore, g-C3N, has several advantages, such as low cost, facile synthesis
from nitrogen-rich precursors, eco-friendliness, and excellent chemical resistance. An-
other distinguishing property of GCN is the presence of numerous hydrogen bonding
motifs (-NH;, -NH functional groups). Recently, several studies have reported that the
mechanical properties of a composite were improved by adding GCN as a reinforcement
in a specific matrix material, and interactions between GCN and the matrix strengthened
owing to the formation of intermolecular hydrogen bonds. Shi et al. obtained a tensile
strength improvement of approximately 13% by adding GCN as a reinforcing material into
polypropylene [47]. Similarly, Wang et al. added GCN to the epoxy resin as a reinforce-
ment and confirmed that the mechanical properties (tensile strength 73.41 MPa) of GCN
were approximately 25-35% higher than those upon the addition of other reinforcements
(e.g., graphene, graphene oxide, and surface-modified graphene) at the same content [48].

In this study, a novel strategy in which GCN could be used as a promising rein-
forcement material for a 3D-printed polymer matrix to overcome the drawbacks (poor
mechanical properties) of the DLP-3D-printed products is introduced. Figure 1 shows
the schematic of the entire process. The homogeneous dispersion of GCN into a polymer
matrix is considered a key factor [49] because bulk GCN has poor dispersibility in both
water and organic media owing to interlayer van der Waals interactions (7t— stacking)
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that cause agglomeration in the liquid phase [50]. The homogeneous dispersion of GCN in
epoxy acrylate (EA)-based polymer resin for DLP 3D printing was achieved by sequential
dispersion methods: ultrasonication and planetary mixing; it was confirmed that GCN
was homogeneously dispersed in the EA resin. Using the GCN-dispersed EA resin, the
cure depth was measured to determine the feasibility of DLP 3D printing and optimize the
printing process. The mechanical properties of the DLP-3D-printed GCN/EA composites
were analyzed through tensile testing, followed by detailed micro-surface analysis. This
study demonstrates a feasible method of adopting an economical and high-performance
reinforcement to overcome the lower mechanical strength of DLP-3D-printed products.
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Figure 1. Schematic illustration of (a) GCN-EA resin composite fabrication, (b) DLP 3D printing
process optimization, and (c) DLP 3D printing and mechanical strength analysis of the printouts.

2. Materials and Methods
2.1. Preparation of Materials and 3D Printing Process

A photocurable polymer for DLP 3D printing, bisphenol A-type EA-based polymer
resin (H200, Laonix Co., Ltd., Ulsan, Republic of Korea), was used. Bulk GCN powder was
synthesized through the thermal condensation of the urea precursor. Herein, 90 g of urea
was placed in a 200 mL alumina crucible and heated at 560 °C in a muffle furnace for 2 h,
followed by air cooling for 1 h. Bulk GCN powder was milled for 4 h at 200 rpm using a ball
mill machine (BML, Daihan Scientific Co., Ltd., Daejeon, Republic of Korea) with mixed
zirconia balls (diameters of 1 and 5 mm) for dispersion in the EA resin. Ball-milled GCN
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powder was added into EA according to different concentrations (cure depth measurement:
0.5-1.5 wt%, tensile specimen: 0.005-0.03 wt%) and dispersed with a planetary mixer (KK-
250SE, KURABO Ltd., Tokyo, Japan) at 1000 rpm for revolution and 100 rpm for rotation
for 5 min. After planetary mixing, further dispersion was performed for 70 min using an
ultrasonicator (Powersonic 400, Hwashin Tech Co., Ltd., Seoul, Republic of Korea).

A DLP 3D printer (EDGE 200, Laonix Co., Ltd.) with a build size of
215 mm x 130 mm x 200 mm, resolution: 2560 mm x 1600 mm, and pixel size: 0.07 mm
equipped with an LCD display to build 3D printout. The cure depth of the DLP light
source was measured for each GCN content (0.5, 1.0, 1.5 wt%) to confirm the processability
and printability of the GCN/EA composite resin. The process parameters of the cure
depth were set as follows: coating thickness of 200 pm, light source wavelength of 405 nm,
light source intensity of 10 mW/cm?, and curing time of 10 s. After the curing depth
measurement, a straight-line structure cube frame and a curved gyroid structure at both
1 wt% GCN concentrations were printed using a DLP 3D printer to measure the printability
of the GCN/EA composite. In addition, tensile specimens (GCN content: 0.005-0.03 wt%)
were subjected to DLP 3D printing to measure and analyze the mechanical properties of
the GCN/EA composite. The process parameters of DLP 3D printing were set as follows:
light source wavelength of 405 nm, light source intensity of 10 mW /cm?, curing time of
10 s for each layer, and layer thickness of 100 um, which is the same as when the cure
depth is measured. All outputs of the DLP 3D printing were post-cured for 4 h using a UV
post-curing lamp with a wavelength of 405 nm.

2.2. Characterization and Analysis

The structure of the GCN powder was confirmed with X-ray diffraction (XRD, UL-
TIMA 4, Rigaku, Tokyo, Japan), and the functional groups in the GCN molecules were
characterized by Fourier transform infrared spectroscopy (FI-IR, Satellite 5000, Mattson,
Fremont, CA, USA). Morphological analysis of the GCN and GCN/EA composites was per-
formed through an optical microscope (OM, RH-2000, Hirox, Tokyo, Japan) and scanning
electron microscopy (SEM, S-4700, Hitachi, Tokyo, Japan). Particle size analysis of GCN
was carried out using a laser particle size analyzer (LA-960, HORIBA, Kyoto, Japan). The
absorbance of GCN at different wavelengths was measured using a UV-vis spectrophotome-
ter (Cary 5000, Agilent, Santa Clara, CA, USA). Tensile tests of the GCN/EA specimens
were conducted using a tensile testing machine (Quasar 50, Galdabini, Cardano Al Campo,
Italy) with a 10 kN load cell according to ASTM D-638 [51]. The tensile test was conducted
at a velocity of 1 mm/min until the specimens broke down. The Young’'s modulus was
obtained by taking the gradient of the line on two points fitted at 0.0% and 0.2% in the
stress-strain plot.

3. Results and Discussion
3.1. GCN Characterization

Yellowish GCN powder was synthesized through the thermal condensation of urea
(Figure 2). As shown in Figure 1, GCN is composed of repetitive tri-s-triazine units
(Figure 2d) and exhibits a lamellar structure due to weak van der Waals forces (m—m
stacking) (Figure 2e) between the GCN layers [52].

The existence of van der Waals interactions in the GCN interlayers inhibits the for-
mation of a homogeneous resin composite for 3D printing, resulting in the agglomeration
of GCN in the EA resin. To increase the dispersibility of GCN in the EA resin, physical
treatment (such as ball milling, hydrothermal treatment, and ultrasonication) is required to
apply physical stress to the agglomerated GCN powder for disassembling it into smaller
pieces [53]. Moreover, a chemical modification that functionalizes charged groups on the
GCN surface to improve dispersibility by increasing electrostatic is demanded [50]. In this
study, a ball-milling process was applied to facilitate the dispersion of GCN powder in
the EA resin by increasing the GCN particle surface area and decreasing the GCN parti-
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cle size. The GCN balling process was observed using SEM, particle size analysis, and
FT-IR spectroscopy.

(a) (b)

(d)

Tri-s-triazine unit

Figure 2. Photographs of different compounds. (a) Urea, (b) as-synthesized GCN, and (c) ball-milled
GCN. Molecular structures of GCN in (d) 2D and (e) 3D. The urea-derived GCN is composed of
repetitive tri-s-triazine units and exhibits lamellar structure by interlayer van der Waals interaction.

Figure 3 shows the morphologies of the as-synthesized GCN and GCN ball-milled for
4 h at 200 rpm. Figure 3a shows that the as-synthesized GCN powders have the structure
of a bunch of fabric consisting of flake-like shapes of individual GCN particles with a size
of hundreds of micrometers. In the case of ball-milled GCN (Figure 3b), it can be confirmed
that the GCN powders have a fine spherical-like shape with a minimum particle size of
tens of nanometers.
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Figure 3. SEM images of (a) as-synthesized and (b) ball-milled GCN. As-synthesized GCN powders
show a flake-like shape with a size of several hundred nanometers. The ball-milled GCN powers
have spherical shapes with smaller size diameters.
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Particle size analysis was conducted to determine the particle size distribution and
confirm the mean particle sizes of the as-synthesized and ball-milled GCN powders. The
mean particle size of GCN powders dramatically decreased from 32.79 um (as-synthesized
GCN particles) to 281.77 nm (ball-milled GCN particles).

According to previous studies [54-56], ball milling is effective in decreasing individual
particle size with reduced particle aggregation induced by van der Waals interactions. The
drastic decrease in the average ball-milled GCN particle size (less than 1/100) suggests that
the van der Waals interaction among the ball-milled GCN particles was reduced.

The XRD results for the structural analysis of ball-milled GCN are presented in
Figure 4a; the characteristic peaks of GCN were observed. The peak at 13.1°, which
is the value of the interplanar 0.68 nm distance on the (100) plane, appears owing to the
regular arrangement of tri-s-triazine units [57]. Another 27.9° peak corresponding to the
(002) plane describes the graphitic properties in which the conjugated aromatic molecules
are uniformly stacked with an interplanar distance of 0.32 nm [58]. Figure 4b shows the
FT-IR analysis, which was obtained for the chemical analysis of as-synthesized and ball-
milled GCN. In the FT-IR spectrum, the peak at 3300-3100 cm ™! represents a primary or
secondary amine group in the heterocyclic molecules [54], and peaks within the range
of 1600~1200 cm ™! are characteristic of C-N heterocyclic molecules [55]. The vicinity of
800 cm ! indicated the presence of triazine, a unit constituting the tri-s-triazine [56]. On
comparing the FT-IR analysis of bulk and ball-milled samples in more detail, there was
little dramatic change in the characteristic peaks of GCN powder after the ball-milling
process; however, it can be confirmed that the intensity of the characteristic peaks of the
C-N covalent bond was weakened by 3% in the ball-milled GCN in relation to that of the
as-synthesized GCN (Figure 4b). This result is attributed to the breakage of hydrogen
bonds between the triazine rings and amines during the ball-milling process. Therefore, it
is expected that the interlayer van der Waals interactions will also decrease because of the
breakage of bulk GCN molecules or an increase in the interlayer distance, and accordingly,
the particle agglomeration effect of the powder itself can be reduced.

(a) (b) Ball milled
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Figure 4. (a) X-ray diffraction (XRD) spectrum ball-milled GCN. Graphs show the intrinsic properties
of GCN. (b) FT-IR spectra of as-synthesized and ball-milled. The type of characteristic peaks was
maintained, while the intensity of the peaks after ball milling was weakened.

3.2. Dispersibility of GCN in EA

Two-step dispersion methods were applied to disperse GCN, which is insoluble in
EA (Figure 5). In step 1, mechanical dispersion of GCN in the suspension is performed
by rotational force. In step 2, grinding into finer particles is performed in the suspension
by the shock wave and cavitation effect. Figure 6 shows the dispersibility measurement
results of the GCN/EA suspension with 1 wt% GCN content with and without the two-step
dispersion method. The undispersed suspension represents a state in which the GCN/EA
suspension is simply stirred with a glass rod for 5 min, and the dispersed suspension



Polymers 2024, 16, 370

7 of 17

represents a state in which planetary mixing and ultrasonication dispersion are applied. In
the image on the left of Figure 6 of the state immediately after dispersion, no precipitation
was observed in either the undispersed or dispersed suspensions. After 12 h, precipitation
occurred only in the undispersed suspension, and precipitation hardly occurred in the
dispersed suspension. This result suggests that the possibility of agglomeration of the
dispersed composite material is low, even during the extended 3D printing process.

(a) Step 1: Mechanical dispersion (b) Step 2:
(Rotational) Shock wave & cavitation

Figure 5. Methods for the dispersion of GCN into EA. (a) Step 1: planetary mixing and (b) step 2:
ultrasonic dispersion. In step 1, mechanical dispersion of GCN in the suspension is performed and in
step 2, grinding into finer particles is performed in the suspension.

(a) UnGdCi;l;fE,s:d (b) Dispersed

GCN/EA

GCN Without GCN
Precipitation Precipitation

Figure 6. Dispersibility comparison between (a) undispersed (red circle, GCN precipitation) and
(b) dispersed GCN/EA suspension at 1 wt% GCN content (red block, without GCN precipitation).

Figure 7 shows the proposed dispersion mechanism of GCN/EA suspensions sub-
jected to planetary mixing and ultrasonication. A large amount of agglomeration would
occur because of the interlayer van der Waals attraction and the m—m stacking between
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the GCN molecules before the dispersion process; however, when the suspension was
processed by the planetary mixing and ultrasonication dispersion process, the agglom-
erated GCN could be uniformly disassembled. This is because the physical energy of
two-step dispersion methods destroys the van der Waals interactions, according to You
et al. [59]. Thus, it is considered that the uniformly dispersed GCN forms hydrogen bonds
and electrostatic attraction with the EA molecules and maintains a uniformly dispersed
state for 12 h.

Planetary mixing
&
Ultrasonication

Hydrogen bond
\_ v

P o
) milled GCN
m‘e B9 Gon

Figure 7. Schematic illustration of dispersion mechanism of GCN in EA. GCN, which was agglom-
erated by van der Waals force (-7t stacking, red dash circle), is ground by the dispersion process
and forms hydrogen bonds with EA (red block). Subsequently, GCN interacts with the EA resin
molecules after being separated from each other.

3 Flocculated GCN

3.3. DLP Printability of Dispersed GCN/EA Composite

Prior to DLP 3D printing of the dispersed GCN/EA composite material, the cure depth
of the dispersed GCN/EA composite was measured to determine whether the composite
could be applied in the DLP 3D printing process (process optimization). The cure depth
is an index that indicates the degree to which the light source generated by the DLP UV
projector penetrates the photocurable composite material. The curing depth must be larger
than the layer thickness of the printing to enable smooth DLP 3D printing (Figure 8). It
causes instability in the DLP 3D printing process when the cure depth of the composite is
smaller than the layer thickness [60].

Cure Depth

Liquid (uncured)

Layer thicknessI Solid (cured)

=100 pm

Transparent window

UV Light source
(405 nm)

Figure 8. Schematic illustration of cure depth, which is an index for process optimization of DLP 3D
printing. Cure depth must be larger than layer thickness.
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Cure depth measurements were carried out by coating the dispersed GCN/EA com-
posite according to the different GCN contents with a thickness of 200 um on a slide glass,
irradiating UV with a DLP projector, and measuring the cured thickness. Curing depths of
200 um for neat EA, 165 um for 0.5 wt% GCN/EA, 110 pum for 1 wt% GCN/EA, and 65 um
for 1.5 wt% GCN/EA were measured (Figure 9a).

(a)

200
£ ,
5 ] v/
= 1504
-
[="
Q
=
o
5
5 100 eu
{
Layer thickness of DLP printing atte 3
(100 um ) |
50 T T T T
0.0 0.5 1.0 159

GCN concentration (wt%)

=
N

Max at 380 nm

DLP UV wavelength =405 nm

Absorbance (a.u.)

200 300 400 500 600
Wavelength (nm)

Figure 9. (a) Cure depths of dispersed GCN/EA composites with different GCN concentrations. Neat
EA: 200 pm, 0.5 wt% GCN/EA: 165 pm, 1 wt% GCN/EA: 110 pm, and 1.5 wt% GCN/EA: 65 um and
(b) UV-vis absorption spectrum of GCN. The absorbance of GCN is at its maximum at 380 nm. The
absorbance of GCN also exists at 405 nm (the wavelength of the DLP light source), but GCN absorbs
a very small amount of UV light.

The cure depth decreases as the GCN content increases because GCN can absorb
light with wavelengths shorter than 500 nm. The deep penetration and delivery of UV
light from the DLP were limited by the absorption of GCN particles in the GCN/EA
composite (Figure 9b). Thus, elaborate design, such as the contents of GCN and the degree
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of dispersion for the GCN/EA composite, can successively implement DLP processes.
According to the cure depth results and absorbance spectra for GCN, it is expected that the
GCN/EA composite containing less than 1.0 wt% GCN could be applied as a photocurable
composite resin for DLP 3D printing because the cure depth value should be larger than
100 um of the layer thickness.

To confirm the printability of 1 wt% GCN/EA and cure depth of around
100 pum, feedstocks (neat EA, undispersed GCN/EA composite, and dispersed GCN/EA
composite) were prepared and printed cube frame structures with a size of
10 mm X 10 mm x 10 mm (individually five samples were prepared). In the DLP 3D
printing process, when the material is nonuniformly dispersed, critical shape deformations
of the output occur. Because of this deformation, the output is not in the shape of an
intended cube shape but in the shape of a slanted cube, which has a long side and a short
side at the same time. The lengths of edges for printed cubic structures were measured to
verify the dimensional error (Figure 10a). At this time, outputs with cut-off sides or that
were not printed to the cube shape were excluded from the measurement (Figure 10b,c).
Figure 10a shows that the output of the neat EA and dispersed GCN/EA had a small
dimensional error of less than 1.3% from the designed dimension of 10 mm. However,
the undispersed GCN/EA outputs had relatively large dimensional errors of 27.7% for
the maximum side and 36.2% for the minimum side (Table 1). The standard deviation of
the lengths for the five outputs was 0.07 mm on the maximum length, 0.07 mm on the
minimum length for the neat EA output, 0.11 mm for the maximum length, and 0.11 mm
on the minimum length for the dispersed GCN/EA output. On the contrary, in the case of
undispersed GCN/EA output, the standard deviations for the maximum and minimum
length sides were 1.14 mm and 1.22 mm, respectively.

a b Undispersed Dispersed
(@) ®)  Nearra GCN/EA GCN/EA

Designed length

10.0710.05

o
L

(=2}
|

=]
QR

10 mm

Length (mm)
+

(S
L

0-
Max Min Max Min Max Min

Undispersed Dispersed
GCN/EA GCN/EA

Neat EA
Figure 10. Images of (a) Printability measurement (dimensional error), (b) appearance of DLP-3D-
printed products, and (c) exceptional models that did not measure printability.

Table 1. Results of dimensional error in printability test. Max means maximum side length, and Min
means minimum side length.

Neat EA Undispersed Dispersed
Max Min Max Min Max Min
Difference from designed 07 05 w7 362 03 13

dimension (%)

Figure 10 and Table 1 show that GCN was well-dispersed within EA through
two-step dispersion methods and also demonstrated that the dispersed GCN/EA com-
posite material can be applied in the DLP 3D printing process. In the case of undispersed
GCN/EA composite, a large amount of agglomeration occurs owing to inhomogeneous
dispersion, and the output is poorly printed because the cure depth is insufficient as ag-
glomerates interfere with the penetration of UV, resulting in dramatic dimensional errors.
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In addition to the printability test of the straight-shaped structure, the gyroid structure,
one of the constituent elements of triply periodic minimal surfaces (TPMSs) having a large
specific surface area [61], was printed using the DLP 3D printing process with GCN/EA
composite to demonstrate the printability of the curved structure (Figure 11).

(a) (b)

10 mm

Figure 11. Results of printability measurement of dispersed GCN/EA composite of the curved
structure. (a) Outputs of gyroid structure and (b) magnified view.

Figure 11 shows that not only linear structures but also curved structures with various
line widths (at least 1 mm) are 3D-printed well without deformation with the dispersed
GCN/EA composite. The total time required for DLP 3D printing in this experiment was
less than 1 h and 30 min, indicating that agglomeration and precipitation of GCN during
DLP 3D printing did not occur based on the results of the previously shown dispersibility
test in Figure 6.

3.4. Mechanical Properties of DLP-3D-Printed GCN/EA Composite

Tensile specimens of a dispersed GCN/EA composite using a DLP 3D printer were
prepared to measure the tensile strength and modulus of elasticity (Figure 12). Both the
tensile strength and modulus of elasticity increased as the GCN content increased up to a
content of 0.02 wt%. The maximum tensile strength was 75.56 MPa at 0.02 wt% of GCN,
which was 22% higher than that of neat EA, and the maximum modulus of elasticity was
3396 MPa, which was 34% higher than that of neat EA.
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Figure 12. Results of tensile test. (a) Tensile strength and (b) tensile modulus with different
GCN contents.
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Figure 13 shows the expected mechanism of photopolymerization of the EA resin and
the reinforcing effect occurring in the GCN/EA composites. As shown in Figure 13a, the
polymerization reaction that occurs during DLP printing of the GCN/EA composite is a
radical photopolymerization reaction. In radical photopolymerization, free radicals are
created by the photoinitiator, and these free radicals cause the growth of the EA oligomer
to the EA polymer.

@ 4,

oD w
{%_{@ - {%C. +o:%

Photoinitiator Free radical
2.
r - I
V o o
o=P o of ST Sy 0" R T
@ + /i(\ OH I,(\(Tross-iinkjng /TJ/\ OH If\
reaction n

Free radical EA oligomer EA Polymer

(b)

Hydrogen bond

GCN/EA EA ®H

Figure 13. Expected schematic illustration of (a) free radical photopolymerization of EA (1. Free
radical generation; 2. The radical induced EA polymerization) and (b) interactions between EA
polymer and GCN molecules. Hydrogen bonds between polymerized EA and GCN molecules
reinforce the mechanical properties of EA/GCN composite outputs.

Simultaneously with radical photopolymerization, fine and uniformly dispersed GCN
molecules through planetary mixing and ultrasonication dispersion are interlocked with
the polymerized EA polymers to form hydrogen bonds and electrostatic attraction with the
EA molecules, thereby increasing the strength of the composite material (Figure 13b).

FT-IR analysis of the DLP-3D-printed GCN/EA composites and neat EA was con-
ducted (Figure 14) to confirm the presence of hydrogen bonds. In the spectrum of neat
EA, several characteristic peaks were observed: epoxy groups (833 cm~!), C-O groups
(1110 em 1), C=C groups (1458 cm ™), N-H and C=N groups (1635 cm~ 1), C=0 groups
(1689 cm 1), and aliphatic C-H groups (2924 cm 1) [62-64]. FT-IR result indicates that as the
GCN content increases, C=N and N-H peaks of bending vibration increase. This is evidence
of the mechanism of hydrogen bond formation between GCN and EA (Figure 13). However,
as the GCN content increased, the degree of hydrogen bonding increased; however, as
the number of GCN particles increased, the crosslinking density decreased. Therefore,
to obtain optimal mechanical strength, it is necessary to determine the appropriate GCN
concentration for the reinforcement.



Polymers 2024, 16, 370

13 0f 17

0.030

o

= 0.025

.

<
- 0.02

5]

()

§ W
=
- p—(

E 0.01

7

=

< 0.005

St

=

Neat EA
=0 Nm c=c Epoxy
C=N c-0

T T T T T T M T M T T T M T
2000 1800 1600 1400 1200 1000 800 600
Wavenumber (cm™!)

Figure 14. FT-IR spectra of DLP-3D-printed GCN/EA composite and neat EA with different
GCN contents.

As shown in Figure 15, the number of GCN particles increases with the increment of
GCN contents, leading to a higher possibility of crack deviation. However, it is observed
that the GCN contents of more than 0.025 wt% have exceeded the appropriate amount to
inhibit crack propagation owing to excessively formed GCN agglomerates in the EA matrix.
Therefore, the affinity between GCN particles and EA molecules is decreased, thereby
reducing the crack deviation effect.
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Figure 15. Surface micrographs of DLP-3D-printed specimens (EA/GCN composites) for each GCN
loading. (a) 0.005 wt%, (b) 0.01 wt%, (c) 0.015 wt%, (d) 0.02 wt%, (e) 0.025 wt%, and (f) 0.03 wt%.
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To observe the distribution of GCN with different GCN contents in the GCN/EA
tensile specimen, the size and area fraction of the GCN particulates were observed with
OM (Figure 15). The maximum particulate size and area percentage for each GCN content
were 0.005 wt%:56.7 um, 0.82%; 0.01 wt%:57.3 um, 2.78%; 0.015 wt%:68.0 um, 5.90%;
0.02 wt%:97.4 um, 9.77%; 0.025 wt%:111.2 pm, 13.38%; 0.03 wt%:125.2 ym, 18.98% and
it was confirmed that GCN was uniformly distributed in all-optical microscopic images.
Within 0.005-0.02 wt% GCN contents, particulates of less than 100 um were observed, and
the effect of the strength reduction by the agglomeration of GCN particles is insignificant
in relation to the degree of strength improvement due to the hydrogen bond interaction
formed between GCN particles and EA molecules. However, at a GCN content of over
0.02 wt%, the size of the GCN particulates gradually increased to more than 100 pm.
Particularly, at 0.03 wt%, particulates of up to 125 um and a GCN area percentage of 18.98%
were observed. The tensile strength at 0.03 wt% was 54.07 MPa, which was significantly
lower than the maximum tensile strength of 75.56 MPa (GCN content of 0.02 wt%).

4. Conclusions

GCN has been utilized as a novel reinforcing material for improving the mechani-
cal properties of photocurable EA polymers for DLP 3D printing. Planetary mixing and
ultrasonication dispersion were applied to disperse insoluble GCN in the EA resin. Dis-
persibility observation confirmed that the degree of sedimentation of the dispersion-treated
suspension over time was improved. In addition, printability was examined by cure-depth
analysis and tested by applying the dispersed GCN/EA composite to DLP 3D printing.
The printing output of the dispersed GCN/EA composite showed a small dimensional
error of 0.3-1.3%, confirming that it was robustly printed as designed. In addition, the
tensile strength and elastic modulus of 3D-printed GCN/EA composites (0.02 wt% of
GCN) were 75.56 MPa and 3396 MPa, respectively, which are 22% (tensile strength) and
34% (elastic modulus) higher than those of neat EA specimens. By observing the failure
cross-section of the tensile specimens, it can be concluded that the reinforcement (GCN)
distribution (i.e., particulate size and portion) in a matrix (EA) would determine the me-
chanical properties of composites (GCN/EA). In addition, as a follow-up study, there are
attempts to apply surface-modified GCN as a functional material for DLP 3D printing to
evaluate the applicability of the DLP 3D printed GCN/EA composite in optics, displays,
and photocatalysts.

This approach is capable of DLP 3D printing to emerge as a greatly practical manu-
facturing process. The proposed approach suggests that economic reinforcements can be
applied to widely used 3D printing materials to develop functional 3D printing feedstocks.
Moreover, with higher mechanical properties, it could expect to meet the requirements of
the industrial demands for 3D printed plastic products. Consequently, the DLP printed
composites are expected to be used more in a variety of industrial fields such as automobile,
shipbuilding, and aviation industries.

Funding: This study is supported by the Korea Institute of Industrial Technology (KITECH) [Es-
tablishment of the Rapid Manufacturing Platform for Ceramic Additive Manufacturing] and the
Technology Development Program of MSS [RS-2022-00140573].

Institutional Review Board Statement: Not applicable.
Data Availability Statement: Data are contained within the article.

Conflicts of Interest: The author declares no conflicts of interest. The funders had no role in the design
of the study; in the collection, analyses, or interpretation of data; in the writing of the manuscript; or
in the decision to publish the results.



Polymers 2024, 16, 370 150f 17

References

1.  Laguna, O.H.; Lietor, PF; Iglesias Godino, E]J.; Corpas-Iglesias, FA. A review on additive manufacturing and materials for
catalytic applications: Milestones, key concepts, advances and perspectives. Mater. Des. 2021, 208, 109927. [CrossRef]

2. Lay, M.; Thajudin, N.L.N.; Hamid, Z.A.A.; Rusli, A.; Abdullah, M.K,; Shuib, R. K. Comparison of physical and mechanical
properties of PLA, ABS and nylon 6 fabricated using fused deposition modeling and injection molding. Compos. B Eng. 2019,
176, 107341. [CrossRef]

3. Zhang, Q.; Guan, Y. Application of metal additive manufacturing in oral dentistry. Curr. Oral Biomed. Eng. 2023, 25, 100441.
[CrossRef]

4. Puzatova, A.; Shakor, P.; Laghi, V.; Dmitrieva, M. Large-Scale 3D Printing for Construction Application by Means of Robotic Arm
and Gantry 3D Printer: A Review. Buildings 2022, 12, 2023. [CrossRef]

5. Sing, S.; Huang, S.; Goh, G.; Goh, G.; Tey, C.; Tan, J.; Yeong, W. Emerging metallic systems for additive manufacturing: In-situ
alloying and multi-metal processing in laser powder bed fusion. Prog. Mater. Sci. 2021, 119, 100795. [CrossRef]

6. Li, X;Wang, C,; Tian, C,; Fu, S.; Rong, Y.; Wang, L. Digital design and performance evaluation of porous metal-bonded grinding
wheels based on minimal surface and 3D printing. Mater. Des. 2021, 203, 109556. [CrossRef]

7. Woo, W.-S,; Kim, E.-].; Jeong, H.-I.; Lee, C.-M. Laser-assisted machining of Ti-6Al-4V fabricated by DED additive manufacturing.
Int. ]. Precis. Eng. Manuf. Green Technol. 2020, 7, 559-572. [CrossRef]

8.  Roopavath, U.K.; Malferrari, S.; Van Haver, A.; Verstreken, F; Rath, S.N.; Kalaskar, D.M. Optimization of extrusion based ceramic
3D printing process for complex bony designs. Mater. Des. 2019, 162, 263-270. [CrossRef]

9. Ji,S.H,;Kim, D.S,; Park, M.S; Lee, D.; Yun, ].S. Development of multicolor 3D-printed 3Y-ZrO, sintered bodies by optimizing
rheological properties of UV-curable high-content ceramic nanocomposites. Mater. Des. 2021, 209, 109981.

10. Zhang, X.; Zhang, K.; Zhang, L.; Wang, W.; Li, Y.; He, R. Additive manufacturing of cellular ceramic structures: From structure to
structure-function integration. Mater. Des. 2022, 215, 110470. [CrossRef]

11.  Borrello, J.; Nasser, P.; Iatridis, ].C.; Costa, K.D. 3D printing a mechanically-tunable acrylate resin on a commercial DLP-SLA
printer. Addit. Manuf. 2018, 23, 374-380. [CrossRef] [PubMed]

12.  Shen, Y,; Tang, H.; Huang, X.; Hang, R.; Zhang, X.; Wang, Y.; Yao, X. DLP printing photocurable chitosan to build bio-constructs
for tissue engineering. Carbohydr. Polym. 2020, 235, 115970. [CrossRef] [PubMed]

13. Brauer, G.; Sachsenhofer, K.; Lang, R.-W. Material and process engineering aspects to improve the quality of the bonding layer in a
laser-assisted fused filament fabrication process. Addit. Manuf. 2021, 46, 102105. [CrossRef]

14. Hsieh, C.-T,; Liao, C.-Y; Dai, N.-T; Tseng, C.-S.; Yen, B.L.; Hsu, S.-H. 3D printing of tubular scaffolds with elasticity and complex
structure from multiple waterborne polyurethanes for tracheal tissue engineering. Appl. Mater. Today 2018, 12, 330-341. [CrossRef]

15.  Arefin, AM.; Khatri, N.R.; Kulkarni, N.; Egan, P.E. Polymer 3D printing review: Materials, process, and design strategies for
medical applications. Polymers 2021, 13, 1499. [CrossRef] [PubMed]

16. Sammaiah, P.; Rushmamanisha, K.; Praveenadevi, N.; Reddy, I.R. The influence of process parameters on the surface roughness
of the 3D printed part in FDM process. In IOP Conference Series: Materials Science and Engineering; IOP Publishing: Bristol, UK,
2020; p. 042021.

17.  Zaharin, H.A.; Rani, A.M.A.; Ginta, T.L.; Azam, EI. Additive manufacturing technology for biomedical components: A review.
In IOP Conference Series: Materials Science and Engineering; IOP Publishing: Bristol, UK, 2018; p. 012003.

18.  Quan, H.; Zhang, T.; Xu, H.; Luo, S.; Nie, ]J.; Zhu, X. Photo-curing 3D printing technique and its challenges. Bioact. Mater. 2020, 5,
110-115. [CrossRef]

19. Zhang, F; Zhu, L.; Li, Z.; Wang, S.; Shi, ].; Tang, W.; Li, N.; Yang, ]. The recent development of vat photopolymerization: A review.
Addit. Manuf. 2021, 48, 102423. [CrossRef]

20. Zeng, Y. Yan, Y, Yan, H.; Liu, C.; Li, P; Dong, P.; Zhao, Y.; Chen, ]. 3D printing of hydroxyapatite scaffolds with good mechanical
and biocompatible properties by digital light processing. J. Mater. Sci. 2018, 53, 6291-6301. [CrossRef]

21. Schmidleithner, C.; Kalaskar, D.M. Stereolithography; IntechOpen: London, UK, 2018.

22.  Shen, Y, Sun, Y Jin, B.; Li, M.; Xing, B.; Zhao, Z. Effect of debinding and sintering profile on the optical properties of DLP-3D
printed YAG transparent ceramic. Ceram. Int. 2022, 48, 21134-21140. [CrossRef]

23. Shinde, V.V,; Celestine, A.-D.; Beckingham, L.E.; Beckingham, B.S. Stereolithography 3D printing of microcapsule catalyst-based
self-healing composites. ACS Appl. Polym. Mater. 2020, 2, 5048-5057. [CrossRef]

24. Nurulhuda, A ; Izman, S.; Ngadiman, N.H.A. Fabrication PEGDA /ANFs Biomaterial as 3D Tissue Engineering Scaffold by DLP
3D Printing Tecshnology. Int. J. Eng. Adv. Technol. 2019, 8, 751-758. [CrossRef]

25. Zhu, G,; Hou, Y;; Xu, J.; Zhao, N. Digital Light Processing 3D Printing of Enhanced Polymers via Interlayer Welding. Macromol.
Rapid Commun. 2022, 43, 2200053. [CrossRef]

26. Lantean, S.; Barrera, G.; Pirri, C.F,; Tiberto, P.; Sangermano, M.; Roppolo, I.; Rizza, G. 3D printing of magnetoresponsive polymeric
materials with tunable mechanical and magnetic properties by digital light processing. Adv. Mater. Technol. 2019, 4, 1900505.
[CrossRef]

27. Yun,].S,;Park, T.-W.; Jeong, Y.H.; Cho, ].H. Development of ceramic-reinforced photopolymers for SLA 3D printing technology.
Appl. Phys. A 2016, 122, 629. [CrossRef]

28. Li, V.C.-F; Kuang, X.; Mulyadi, A.; Hamel, C.M.; Deng, Y.; Qi, H.J. 3D printed cellulose nanocrystal composites through digital

light processing. Cellulose 2019, 26, 3973-3985. [CrossRef]


https://doi.org/10.1016/j.matdes.2021.109927
https://doi.org/10.1016/j.compositesb.2019.107341
https://doi.org/10.1016/j.cobme.2022.100441
https://doi.org/10.3390/buildings12112023
https://doi.org/10.1016/j.pmatsci.2021.100795
https://doi.org/10.1016/j.matdes.2021.109556
https://doi.org/10.1007/s40684-020-00221-7
https://doi.org/10.1016/j.matdes.2018.11.054
https://doi.org/10.1016/j.matdes.2022.110470
https://doi.org/10.1016/j.addma.2018.08.019
https://www.ncbi.nlm.nih.gov/pubmed/31106119
https://doi.org/10.1016/j.carbpol.2020.115970
https://www.ncbi.nlm.nih.gov/pubmed/32122504
https://doi.org/10.1016/j.addma.2021.102105
https://doi.org/10.1016/j.apmt.2018.06.004
https://doi.org/10.3390/polym13091499
https://www.ncbi.nlm.nih.gov/pubmed/34066639
https://doi.org/10.1016/j.bioactmat.2019.12.003
https://doi.org/10.1016/j.addma.2021.102423
https://doi.org/10.1007/s10853-018-1992-2
https://doi.org/10.1016/j.ceramint.2022.03.323
https://doi.org/10.1021/acsapm.0c00872
https://doi.org/10.35940/ijeat.F7989.088619
https://doi.org/10.1002/marc.202200053
https://doi.org/10.1002/admt.201900505
https://doi.org/10.1007/s00339-016-0157-x
https://doi.org/10.1007/s10570-019-02353-9

Polymers 2024, 16, 370 16 of 17

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.
52.

53.

54.

55.

Austine, E.O. Thermo-Mechanical Characterization of CNT and Basalt Hybrid Reinforced Photopolymer Composite Via 3D DLP
Printing. Master’s Thesis, Southern University and Agricultural and Mechanical College, Baton Rouge, LA, USA, 2020.

Joo, H.; Cho, S. Comparative studies on polyurethane composites filled with polyaniline and graphene for DLP-type 3D printing.
Polymers 2020, 12, 67. [CrossRef] [PubMed]

Ruan, G.; Sun, Z.; Peng, Z.; Tour, ] M. Growth of graphene from food, insects, and waste. ACS Nano 2011, 5, 7601-7607. [CrossRef]
Francis, A.P.; Devasena, T. Toxicity of carbon nanotubes: A review. Toxicol. Ind. Health 2018, 34, 200-210. [CrossRef] [PubMed]
Wu, R; Liu, K;; Ren, J.; Yu, Z.; Zhang, Y.; Bai, L.; Wang, W.; Chen, H.; Yang, H. Cellulose Nanocrystals Extracted from Grape
Pomace with Deep Eutectic Solvents and Application for Self-Healing Nanocomposite Hydrogels. Macromol. Mater. Eng. 2020,
305, 1900673. [CrossRef]

Zhu, D.; Zhou, Q. Novel Bi2WO6 modified by N-doped graphitic carbon nitride photocatalyst for efficient photocatalytic
degradation of phenol under visible light. Appl. Catal. B Environ. 2020, 268, 118426. [CrossRef]

Akhundi, A.; Badiei, A.; Ziarani, G.M.; Habibi-Yangjeh, A.; Mufioz-Batista, M.].; Luque, R. Graphitic carbon nitride-based
photocatalysts: Toward efficient organic transformation for value-added chemicals production. Mol. Catal. 2020, 488, 110902.
[CrossRef]

Lv, H;; Huang, Y.; Koodali, R.T; Liu, G.; Zeng, Y.; Meng, Q.; Yuan, M. Synthesis of sulfur-doped 2D graphitic carbon nitride
nanosheets for efficient photocatalytic degradation of phenol and hydrogen evolution. ACS Appl. Mater. Interfaces 2020, 12,
12656-12667. [CrossRef] [PubMed]

Xu, T.; Wang, D.; Dong, L.; Shen, H.; Lu, W.; Chen, W. Graphitic carbon nitride co-modified by zinc phthalocyanine and graphene
quantum dots for the efficient photocatalytic degradation of refractory contaminants. Appl. Catal. B Environ. 2019, 244, 96-106.
[CrossRef]

Yu, Z; Li, F; Yang, Q.; Shi, H.; Chen, Q.; Xu, M. Nature-mimic method to fabricate polydopamine/graphitic carbon nitride for
enhancing photocatalytic degradation performance. ACS Sustain. Chem. Eng. 2017, 5, 7840-7850. [CrossRef]

Pattnaik, S.P; Behera, A.; Martha, S.; Acharya, R.; Parida, K. Facile synthesis of exfoliated graphitic carbon nitride for photocat-
alytic degradation of ciprofloxacin under solar irradiation. J. Mater. Sci. 2019, 54, 5726-5742. [CrossRef]

Bie, C.; Cheng, B.; Fan, J.; Ho, W.; Yu, J. Enhanced solar-to-chemical energy conversion of graphitic carbon nitride by two-
dimensional cocatalysts. EnergyChem 2021, 3, 100051. [CrossRef]

Mo, Z.; Xu, H.; Chen, Z.; She, X.; Song, Y.; Wu, J.; Yan, P.; Xu, L.; Lei, Y.; Yuan, S. Self-assembled synthesis of defect-engineered
graphitic carbon nitride nanotubes for efficient conversion of solar energy. Appl. Catal. B Environ. 2018, 225, 154-161. [CrossRef]
Igbal, W.; Yang, B.; Zhao, X; Rauf, M.; Waqas, M.; Gong, Y.; Zhang, J.; Mao, Y. Controllable synthesis of graphitic carbon nitride
nanomaterials for solar energy conversion and environmental remediation: The road travelled and the way forward. Catal. Sci.
Technol. 2018, 8, 4576-4599. [CrossRef]

Han, J.; Zou, H.Y.; Gao, M.X.; Huang, C.Z. A graphitic carbon nitride based fluorescence resonance energy transfer detection of
riboflavin. Talanta 2016, 148, 279-284. [CrossRef]

Ansari, S.A.; Ansari, M.O.; Cho, M.H. Facile and scale up synthesis of red phosphorus-graphitic carbon nitride heterostructures
for energy and environment applications. Sci. Rep. 2016, 6, 27713. [CrossRef]

Hatamie, A.; Jalilian, P.; Rezvani, E.; Kakavand, A.; Simchi, A. Fast and ultra-sensitive voltammetric detection of lead ions
by two-dimensional graphitic carbon nitride (g-C3N4) nanolayers as glassy carbon electrode modifier. Measurement 2019, 134,
679-687. [CrossRef]

Alizadeh, T.; Rafiei, F. An innovative application of graphitic carbon nitride (g-C3N4) nano-sheets as silver ion carrier in a solid
state potentiometric sensor. Mater. Chem. Phys. 2019, 227, 176-183. [CrossRef]

Shi, Y,; Jiang, S.; Zhou, K.; Bao, C.; Yu, B.; Qian, X.; Wang, B.; Hong, N.; Wen, P.; Gui, Z. Influence of g-C3N4 nanosheets on
thermal stability and mechanical properties of biopolymer electrolyte nanocomposite films: A novel investigation. ACS Appl.
Mater. Interfaces 2014, 6, 429-437. [CrossRef] [PubMed]

Wang, T.; Song, B.; Wang, L. A New filler for epoxy resin: Study on the properties of graphite carbon nitride (g-C3N4) reinforced
epoxy resin composites. Polymers 2020, 12, 76. [CrossRef] [PubMed]

Zhang, Z.; Qu, ].; Feng, Y.; Feng, W. Assembly of graphene-aligned polymer composites for thermal conductive applications.
Compos. Commun. 2018, 9, 33—41. [CrossRef]

Cao, Q.; Kumru, B.; Antonietti, M.; Schmidt, B.V. Graphitic carbon nitride and polymers: A mutual combination for advanced
properties. Mater. Horiz. 2020, 7, 762-786. [CrossRef]

ASTM D-638; Standard Test Method for Tensile Properties of Plastics. ASTM International: West Conshohocken, PA, USA, 2022.
Yang, Q.; Hu, S.; Yao, Y;; Lin, X.; Du, H.; Yuan, Y. Engineering graphitic carbon nitride with expanded interlayer distance for
boosting photocatalytic hydrogen evolution. Chin. J. Catal. 2021, 42, 217-224. [CrossRef]

Gao, Z.; Hna, Q; Liu, J.; Zhao, K;; Yu, Y.; Feng, Y.; Han, S. Dispersion of Carbon Nanotubes Improved by Ball Milling to Prepare
Functional Epoxy Nanocomposites. Coatings 2023, 13, 649. [CrossRef]

Lei, J.; Chen, Y,; Shen, E; Wang, L.; Liu, Y.; Zhang, J. Surface modification of TiO, with g-C3N4 for enhanced UV and visible
photocatalytic activity. J. Alloys Compd. 2015, 631, 328-334. [CrossRef]

Hu, S.;; Ma, L.; You, J.; Li, F; Fan, Z; Lu, G,; Liu, D.; Gui, J. Enhanced visible light photocatalytic performance of g-C3N4
photocatalysts co-doped with iron and phosphorus. Appl. Surf. Sci. 2014, 311, 164-171. [CrossRef]


https://doi.org/10.3390/polym12010067
https://www.ncbi.nlm.nih.gov/pubmed/31906536
https://doi.org/10.1021/nn202625c
https://doi.org/10.1177/0748233717747472
https://www.ncbi.nlm.nih.gov/pubmed/29506458
https://doi.org/10.1002/mame.201900673
https://doi.org/10.1016/j.apcatb.2019.118426
https://doi.org/10.1016/j.mcat.2020.110902
https://doi.org/10.1021/acsami.9b19057
https://www.ncbi.nlm.nih.gov/pubmed/32083456
https://doi.org/10.1016/j.apcatb.2018.11.049
https://doi.org/10.1021/acssuschemeng.7b01313
https://doi.org/10.1007/s10853-018-03266-x
https://doi.org/10.1016/j.enchem.2021.100051
https://doi.org/10.1016/j.apcatb.2017.11.041
https://doi.org/10.1039/C8CY01061G
https://doi.org/10.1016/j.talanta.2015.10.038
https://doi.org/10.1038/srep27713
https://doi.org/10.1016/j.measurement.2018.10.082
https://doi.org/10.1016/j.matchemphys.2019.01.060
https://doi.org/10.1021/am4044932
https://www.ncbi.nlm.nih.gov/pubmed/24313710
https://doi.org/10.3390/polym12010076
https://www.ncbi.nlm.nih.gov/pubmed/31906554
https://doi.org/10.1016/j.coco.2018.04.009
https://doi.org/10.1039/C9MH01497G
https://doi.org/10.1016/S1872-2067(20)63611-7
https://doi.org/10.3390/coatings13030649
https://doi.org/10.1016/j.jallcom.2015.01.080
https://doi.org/10.1016/j.apsusc.2014.05.036

Polymers 2024, 16, 370 17 of 17

56.

57.

58.

59.

60.

61.

62.

63.

64.

Liao, G.; Zhu, D,; Li, L.; Lan, B. Enhanced photocatalytic ozonation of organics by g-C3N4 under visible light irradiation.
J. Hazard. Mater. 2014, 280, 531-535. [CrossRef] [PubMed]

Xin, G.; Meng, Y. Pyrolysis synthesized g-C3N4 for photocatalytic degradation of methylene blue. J. Chem. 2013, 2013, 187912.
[CrossRef]

Yan, S.; Li, Z.; Zou, Z. Photodegradation performance of g-C3N4 fabricated by directly heating melamine. Langmuir 2009, 25,
10397-10401. [CrossRef]

You, Y.-Z.; Yan, J.-].; Yu, Z.-Q.; Cui, M.-M.; Hong, C.-Y.; Qu, B.-]. Multi-responsive carbon nanotube gel prepared via ultrasound-
induced assembly. J. Mater. Chem. 2009, 19, 7656-7660. [CrossRef]

Huang, R.-J; Jiang, Q.-G.; Wu, H.-D,; Li, Y.-H.; Liu, W.-Y,; Lu, X.-X.; Wu, S.-H. Fabrication of complex shaped ceramic parts with
surface-oxidized Si3N4 powder via digital light processing based stereolithography method. Ceram. Int. 2019, 45, 5158-5162.
[CrossRef]

Abueidda, D.W.; Elhebeary, M.; Shiang, C.-S.A.; Pang, S.; Al-Rub, R.K.A_; Jasiuk, .M. Mechanical properties of 3D printed
polymeric Gyroid cellular structures: Experimental and finite element study. Mater. Des. 2019, 165, 107597. [CrossRef]

Xu, J.; Jiang, Y.; Zhang, T,; Dai, Y.; Yang, D.; Qiu, F; Yu, Z.; Yang, P. Synthesis of UV-curing waterborne polyurethane-acrylate
coating and its photopolymerization kinetics using FT-IR and photo-DSC methods. Prog. Org. Coat. 2018, 122, 10-18. [CrossRef]
Xiao, X.; Hao, C. Preparation of waterborne epoxy acrylate/silica sol hybrid materials and study of their UV curing behavior.
Colloids Surf. A 2010, 359, 82-87. [CrossRef]

Wu, Q.; Hu, Y,; Tang, J.; Zhang, ].; Wang, C.; Shang, Q.; Feng, G.; Liu, C.; Zhou, Y.; Lei, W. High-performance soybean-oil-based
epoxy acrylate resins:“Green” synthesis and application in UV-curable coatings. ACS Sustain. Chem. Eng. 2018, 6, 8340-8349.
[CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.


https://doi.org/10.1016/j.jhazmat.2014.08.052
https://www.ncbi.nlm.nih.gov/pubmed/25215654
https://doi.org/10.1155/2013/187912
https://doi.org/10.1021/la900923z
https://doi.org/10.1039/b910460g
https://doi.org/10.1016/j.ceramint.2018.11.116
https://doi.org/10.1016/j.matdes.2019.107597
https://doi.org/10.1016/j.porgcoat.2018.05.008
https://doi.org/10.1016/j.colsurfa.2010.01.067
https://doi.org/10.1021/acssuschemeng.8b00388

	Introduction 
	Materials and Methods 
	Preparation of Materials and 3D Printing Process 
	Characterization and Analysis 

	Results and Discussion 
	GCN Characterization 
	Dispersibility of GCN in EA 
	DLP Printability of Dispersed GCN/EA Composite 
	Mechanical Properties of DLP-3D-Printed GCN/EA Composite 

	Conclusions 
	References

