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Abstract: Magnesium-based alloy WE43 is a state-of-the-art bioresorbable metallic implant material.
There is a need for implants with both complex geometries to match the mechanical properties of
bone and refined microstructure for controlled resorption. Additive manufacturing (AM) using laser
powder bed fusion (LPBF) presents a viable fabrication method for implant applications, as it offers
near-net-shape geometrical control, allows for geometry customization based on an individual patient,
and fast cooling rates to achieve a refined microstructure. In this study, the laser—alloy interaction
is investigated over a range of LPBF-relevant processing conditions to reveal melt-pool dynamics,
pore formation, and the microstructure of laser-melted WE43. In situ X-ray imaging reveals distinct
laser-induced vapor depression morphology regimes, with minimal pore formation at laser-scan
speeds greater than 500 mm/s. Optical and electron microscopy of cross-sectioned laser tracks reveal
three distinct microstructural regimes that can be controlled by adjusting laser-scan parameters:
columnar, dendritic, and banded microstructures. These regimes are consistent with those predicted
by the analytic solidification theory for conduction-mode welding, but not for keyhole-mode tracks.
The results provide insight into the fundamental laser-material interactions of the WE43 alloy under
AM-processing conditions and are critical for the successful implementation of LPBF-produced WE43
parts in biomedical applications.

Keywords: additive manufacturing; magnesium; laser powder bed fusion; X-ray imaging; electron
microscopy; microstructure

1. Introduction

The high strength-to-weight ratio and bioresorbability of magnesium-based alloy
make it attractive for temporary implant applications [1], in particular for osteosynthesis.
However, processing challenges and inhomogeneous corrosion may lead to early implant
failure, which has prevented Mg-based alloys from being widely adopted [2]. The main fac-
tors controlling the corrosion rate and homogeneity of the corrosion front are the grain size
and spatial distribution of the alloying elements within the microstructure [3-11]. Control
of the microstructure, and therefore corrosion front homogeneity, has proven difficult with
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traditional processing. Mg-based alloys are conventionally processed using melt casting,
which does not allow fine geometry control or complex geometries [12,13]. Furthermore,
melt casting often results in a coarse microstructure with large intermetallic precipitates
due to slow cooling rates [12,13]. Rapid quenching techniques have been explored to refine
the microstructure and delay secondary-phase precipitation by trapping solute atoms in the
Mg matrix [4,8,11,14]. However, for structural applications, secondary processing is often
necessary, which can result in the decomposition and coarsening of the non-equilibrium
as-quenched microstructure [15]. Extrusion and other severe plastic deformation tech-
niques have been applied to reduce grain size, but these methods inherently result in
heavy mechanical deformation [16-18]. Spark plasma sintering has recently been proven
to provide a refined grain structure but lacks the geometry control to achieve complex
structures [15,19,20].

Laser powder bed fusion (LPBF) additive manufacturing (AM) is an attractive process-
ing method as it offers both the rapid cooling rates necessary for microstructural refinement
and the geometrical control needed for complex component geometries [21,22]. Recent
work focused on the columnar to equiaxed microstructural transition in steel by LPBF and
revealed that the modification of local thermal gradients by laser beam shaping allows
tailoring of the local microstructure [23,24]. LPBF also offers great flexibility in implant
geometry, allowing customization tailored to a specific patient. However, applying LPBF
to Mg-based alloys presents many unique challenges. The first one is the high reactivity of
Mg, which necessitates stringent atmosphere control measures to avoid the oxidation of the
liquid melt and newly solidified weld bead. To minimize the danger during handling and
shipping, the Mg powder particles are usually passivated with an oxide layer, which may
be incorporated into the LPBF-processed material. The second challenge is the relatively
small temperature difference between the melting (645 °C) and vaporization (1107 °C)
temperatures of Mg [25]. The density of metal vapor in the plume produced during LPBF
of Mg-based alloys is therefore expected to be higher than that of most commonly used AM
metals. This can result in the obstruction of the laser beam and in compositional changes in
the fabricated part compared to the powder feedstock due to the selective evaporation of
Mg [26-28].

Single-track LPBF experiments are ideally suited to study the fundamental impact of
varying process parameters on the laser—matter interaction and initial material response.
Previous single-laser-track investigations of pure Mg have shown that an increase in laser-
energy density increases grain size and reduces microhardness [29]. Further studies focused
on the corrosion behavior of pure Mg material processed using several different laser
parameters and revealed that the presence of defects, such as lack-of-fusion pores, leads to a
lowered corrosion resistance [30]. However, LPBF processing of the Mg-Zn~-Zr alloy ZK60
has shown promise, with improved mechanical and corrosion properties resulting from
a refined microstructure after processing [31]. While LPBF processing of WE43 has been
demonstrated [26,27], the study of laser-material interaction dynamics during LPBF of
Mg-based alloys is limited to date. The process parameter window studied in the existing
literature is narrow, because most studies use a combination of single-laser-power and scan
speed, and several of them rely on broadening the laser beam up to approximately 125 pm
to prevent Mg vaporization [25-27,32], which inherently limits the minimum printable
feature size.

In addition, single-track LPBF experiments allow the use of more advanced in situ
diagnostics, such as real-time X-ray imaging, which provides insights into the vapor
depressions that form due to material vaporization, and the subsequent recoil pressure
that drives the melt-pool surface deeper into the material. The method relies on the
significant density contrast between both the solid or liquid and the vapor phase present
in the depression. These experiments can yield not only the maximum depression depth
achieved during the LPBF process, but also the dynamics of its depth and shape, as well as
the circumstances of the subsequent pore formation and motion in the melt and during
solidification. The method has recently been used in combination with modeling to reveal
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the complex vapor recoil and melt dynamics that drive defect formation and material
ejection in LPBF for a variety of materials [28,33-35], including stainless steel, Inconel,
aluminum, and titanium alloys. However, studies on Mg-based alloys have not yet been
reported, even though X-ray imaging is particularly attractive here, because of the high
vapor pressure of Mg that drives sub-surface dynamics.

WEA43, a commercially available Mg alloy with rare earth (RE) elements, has been
established as one of the state-of-the-art metallic biodegradable implant materials due to
its good mechanical performance and slower corrosion rate compared to commercially
pure Mg [2,36—40]. Previous reports of LPBF of WE43 alloy provide information on the
microstructure, corrosion, and material composition, but under rather limited laser pro-
cessing regimes. Gieseke et al. [27] attempted to address the selective evaporation of Mg by
pressurizing the process chamber to 0.3 bar above atmosphere to increase the Mg vaporiza-
tion point [41]. Laser modification of an as-cast surface resulted in a refined microstructure,
and slower, more controlled corrosion behavior [42]. Under relatively large laser-beam-size
conditions (125 um diameter, 700 mm/s, 200 W), improved microstructure and mechani-
cal properties were realized in LPBF-processed material compared to material processed
by powder extrusion and melt casting [27]. Several studies have specifically shown the
potential for LPBF of WE43 to produce scaffold structures with complex geometries and
interconnected pore structures, which may be used as orthopedic implants. Jauer et al. [25]
showed the effectiveness of increasing inert-gas flow to compensate for the excessive Mg
evaporation, increasing final part density. A plasma electrolytic oxidation surface treatment
has been shown to smooth the surface of a printed part, thus improving mechanical and
corrosion properties [26]. The mechanical and biocorrosion behavior of a scaffold have
been investigated and two distinct microstructural regimes have been identified at different
locations in the part. An extensive microstructural analysis of LPBF-produced Mg found
distinct microstructural regimes in the bulk and near the surface, revealing the effect of
thermal cycling on the final part microstructure. As such, the microstructural features of
this last layer are well represented by a single-track experiment [32].

In the present work, we investigate the laser—material interaction dynamics of WE43
using a combination of in situ X-ray radiography, metallography, and microstructural
analysis via electron microscopy. We complement our experimental results with thermo-
dynamical modeling of the potential precipitation phases as well as kinetics simulation of
the microstructural morphology. A broad range of LPBF-relevant laser melting conditions
are considered, examining the impact of a change in laser power, scan speed, and beam
size on the shape and size of the vapor depression, melt-pool geometry, likelihood of
pore formation, and microstructure of single tracks in WE43. Fundamental aspects of the
impact of these parameters on LPBF-produced WE43 are discussed, and indications of the
optimization of LPBF conditions are presented.

2. Materials and Methods
2.1. Powder Material

The WE43 powder used in this study had a composition of 4% Y, 3% Nd, 1% RE, 0.4%
Zr, with Mg balance (weight %) and a particle-size range of 2045 pm (Magnesium Elektron).
The powder was formed by gas atomization and each particle had an approximately 20 nm
thick passivation oxide layer comprised of MgO and Y,0s.

2.2. Laser Irradiation for Ex Situ Studies

Single-track LPBF experiments were performed under various combinations of laser
power and speed using a custom test apparatus [43-45]. The single-track laser irradiation
system consisted of a 1070 nm, 600 W fiber laser (JK Lasers, model JK600FL, Rugby, UK),
which was directed through a 3-axis galvanometer scanner system (Nutfield Technologies).
The focused laser beam was a circular Gaussian at the sample plate with D4o diameters
of 50 and 80 um. The beam passed into the chamber through a high-purity, antireflective-
coated fused silica window. The vacuum chamber was evacuated using a turbomolecular
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pump and purged with argon while taking care not to disturb the powder layer. A chamber
pressure of ~700 Torr (0.93 bar) was maintained for all experiments and was controlled
using a combination of the argon purge and pumping rates. The gas inlet for the argon
gas flow was positioned below the powder layer. The residual oxygen concentration at
the beginning of experiments was <50 ppm. Oxygen content was continuously monitored
throughout the experiment using a vacuum-compatible oxygen sensor (Zirox GmbH, Model
X522, Greifswald, Germany).

Laser parameters were chosen to cover those used in the literature and to explore
beyond them (see Table 1). Each laser track was a minimum of 10 mm long to ensure a
steady-state scanning regime in the center of the track. Tracks were irradiated using a
custom LabVIEW-based control software to control the laser and galvanometer scanner
system. The substrate consisted of a 25.4 mm diameter, 3 mm thick disc of rolled WE43
(Magnesium Elektron) cut by wire electrical discharge machining (EDM). The parts were
then ground with P-600 SiC paper to remove the EDM-induced oxide layer and ensure
that only the metal alloy remained in contact with the powder. A 50 pum powder layer
was manually spread on top of the substrate with a steel razor blade to mimic the powder-
spreading process in a conventional LPBF system. The thickness of the powder layer
was controlled by ensuring that the substrate plate was 50 um below the holder surface
during spreading.

Table 1. Laser-scanning parameter matrix. Cells highlighted in gray indicate laser power—scan speed
combinations that were applied in this study.

Power (W)

Scan

100 150 200 250 300 350 400 450 500

Speed

(mm/s)

2.3. Sample Preparation for Microscopy Analysis

Laser tracks were cross-sectioned using a wire diamond saw at least 2 mm from either
end of the track to ensure a representative steady-state scanning section. Samples were
prepared using standard metallographic techniques with ethanol as a lubricant instead of
water to avoid oxidation during mechanical polishing. This surface finish was used for
scanning electron microscope (SEM) imaging, whereas for optical microscopy, a solution
made of 1 mL of NHO;3, 24 mL of H,O and 75 mL of ethylene glycol was used as an
etchant, immersed in 5 s intervals, to reveal microstructural details. Specimens for electron
backscattered diffraction (EBSD) were subjected to Ar* broad ion-beam milling (Hitachi
IM4000, Chiyoda, Japan) as a final step. The broad ion-beam milling was performed in two
steps. An initial short-duration ion-beam etching removed the top damaged layer resulting
from preparatory grinding, and a subsequent long-duration polishing was performed at
low accelerating voltage (2 kV) under a grazing-incidence angle. Transmission electron mi-
croscope (TEM) samples were prepared using an FEI NanoLab600i DualBeam focused ion
beam (FIB) instrument to mill and lift out approximately 300 nm thick electron-transparent
lamellae. The lamellae were extracted from the center of the track near the top surface.
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2.4. Microscopy

Light microscopy of track cross-sections at each laser-processing parameter was per-
formed using an Olympus microscope (DSX-CB). The depth and width of each track were
measured and the molten and heat-affected zones were identified. Image analysis, includ-
ing track-dimension measurements, was performed using the Image] software package [46].
A Hitachi SU70 SEM was used in both the secondary electron (SE) and backscattered elec-
tron (BSE) modes to extract the microstructure and alloying element distribution of powder
particles and track cross-sections. Scanning TEM (STEM) imaging and energy-dispersive
X-ray spectroscopy (EDS) chemical mapping were performed at ScopeM ETH Zurich using
an FEI Company Talos F200X equipped with a 200 kV field-emission gun (FEG) and a
‘SuperX’-EDS large collection-angle detector (Bruker). The chemical information obtained
by EDS mapping in STEM mode was quantified using the ESPRIT software package of
Bruker with the Cliff-Lorimer method.

EBSD was utilized to characterize the grain size and orientation distribution within the
microstructure. EBSD was performed using an FEI Quanta 200 FEG-SEM, equipped with
a Hikari Super CCD camera, operated at an accelerating voltage of 30 kV. The specimen
was tilted to an angle of 70° for measurement. A step size of 100 nm and a hexagonal
grid type was implemented. A binning of 4 x 4 was used for the CCD camera when
capturing the Kikuchi patterns, producing 320 x 240 resolution images. The acquired raw
EBSD data were subsequently analyzed using EDAX-TSL OIM™ Analysis 8 software. In
order to achieve high indexing rates, the raw unfiltered EBSD data were reindexed using
a neighborhood-pattern averaging scheme (n-PAR), which improves the signal-to-noise
of the ratio patterns [47]. The n-PAR algorithm is available as a built-in function in the
conventional EBSD analysis software OIM™ Analysis 8. Noise filtering was performed
with a threshold confidence interval of 0.2.

2.5. In Situ X-ray Imaging

X-ray radiography was conducted at the Stanford Synchrotron Radiation Lightsource
(SSRL) bending magnet beamline 2-2 using the LPBF testbed chamber described in detail
elsewhere [35] and a scintillator-based high-speed X-ray imaging system [33]. Briefly,
the LPBF system consisted of a 1070 nm continuous wave (CW) Yb-fiber laser (500 W
maximum power, YLR-500-WC-Y14, IPG Photonics) coupled to a galvanometer scanning
mirror system (Nutfield Technology, 3XB 3-Axis Scan Head). The laser was focused to a
D40 diameter of approximately 50 um at the sample plane for all experiments. The vacuum
chamber containing the sample was first evacuated to 5 x 102 Torr and then filled with
argon to 730 Torr (0.97 bar). Argon was constantly flowed through the vacuum chamber
during experiments at 500 standard cubic centimeters per minute (SCCM) just above the
powder layer. During processing, the laser was scanned using various laser-power and
scan-speed conditions onto the thin edge of a 500 um wide sheet of WE43, which was
machined and polished with the same procedure as described above with the single-track
samples. The WE43 substrate was sandwiched between two 1 mm thick glassy carbon
sheets, which provided a trench to contain an approximately 50 um thick manually spread
WE43 powder layer on the substrate surface.

In situ X-ray images used the unfiltered white-beam X-ray spectrum of the SSRL
beamline 2-2. Transmission X-ray images were captured using a scintillator-based optical
system. The imaging system comprised an X-ray shutter (Uniblitz), 100 um thick YAG:Ce
scintillator crystal (Crytur), Ag-coated turning mirror (Thorlabs), 10x long working dis-
tance infinity-corrected objective lens (0.28 NA, Mitutoyo), tube lens (Thorlabs), and a
FASTCAM SA-X2 1080K high-speed camera (Photron). This imaging system yields an ef-
fective pixel size of 2 um for all X-ray images. Images were captured with a field of view of
1024 x 672 pixels at 20 kHz and an exposure time of 25 us. X-ray images were analyzed
using Image] [46] and Mathematica (Version 11.1.1) [48] software packages. Time-difference
X-ray images were produced through the division of the uncorrected time-resolved image
by the initial pristine substrate image. The resulting corrected radiographs are 2D projec-
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tions, normal to the path of the laser beam, where the contrast indicates a change in density
vs. the initial frame before melting. Lower-density features, such as pores and the vapor
depression, presented dark contrast, whereas areas where more material was added, such
as moving powder ejected by the beam or the track bead, showed light contrast. A custom
script in Mathematica utilized the built-in Binarize contrast threshold method to identify
and characterize pores in the irradiated WE43 substrate. To investigate the potential effect
of thermal boundary conditions on the temperature profiles present in these experiments,
we used the same finite-element analysis of laser heating and thermal transport simulation
as those used in Calta et al. [35], but for the WE43 thermal properties [49,50].

2.6. Thermodynamic and Kinetic Modeling

The computational thermodynamic analysis of WE43 was performed based on the
CALPHAD (CALculation of PHAse Diagrams) methodology [51], using the TCMGS ther-
modynamic database of the Thermo-Calc software [52] for Mg-based alloys. WE43 was
analyzed as 91.6% Mg, 4% Y, 3% Nd, 1% RE, 0.4% Zr (wt.%), where the 1% of RE elements
were approximated as Nd. The total amount of Nd used for the analysis was therefore
4 wt.%. Predictions for the Mg-Y-Nd—Zr system were based on evaluations of the under-
lying binary and ternary systems; the 6 binaries except Nd—Zr and 1 of the 4 ternaries
(Mg—Y-Nd) were available for the analysis. By including Y, we assumed that the majority
of Y was solubilized, i.e., it was not trapped in the Y,O3 phase (T e = 2425 °C).

A kinetic analysis of solidification morphology was performed using the
Kurz-Giovanola-Trivedi (KGT) theory of directional solidification [53]. This theory pre-
dicts whether the morphology of a binary alloy is planar, cellular, or dendritic as a function
of the thermal gradient G and the solidification velocity R. WE43 must be reduced to an
effective or pseudo-binary alloy for the analysis. We used the mass-weighted averages of
the thermodynamic and kinetic properties of Y, Nd, and Zr to generate the effective binary
parameters needed. These were based on the solute mass fraction ¢, partition coefficient k,
liquidus slope m, Gibbs-Thomson coefficient I, and solute diffusivity in the liquid phase
D!. We analyzed both limiting cases of Y behavior (fully melted/solubilized and fully
unmelted/oxidized) by including or excluding Y from the averages.

A subscript notation X; ; , was used to specify the effective solute composition, where
X was a material parameter and i, j, k were the mass fractions of Y, Nd, and Zr consid-

ered, respectively, relative to their nominal values. For example, E,-,]-,k = Y nc, where
n=i,jk

¢, 1s the nominal mass fraction of element n. The solute mass fractions with 4% Nd, 4% Y,

0.4% Zr and 4% Nd, 0% Y, 0.4% Zr are thus ¢; 11 = 0.084 and ¢19; = 0.044, respectively.

Other effective binary parameters correspondingly defined are k; jx = Y. nc;,/ L ncl,
n=i,jk n=i,jk
1/2
mijr = —AT/| ¥ n(AT/mn)2 , and Dll. = L neyDL/ ¥ ncy. Here, ¢® and ¢!
=i,k A n=i,ik

are the equilibrium interfacial mass fractions, AT is the temperature interval from T; to
T, over which m,, is defined, m, = —AT/ {cln(Tz) - cL(Tl)} is the liquidus slope for ele-

ment 1, and D}, is the diffusivity of element # in the liquid phase. The D!, were computed
using the phenomenological model of reference [54]. I' = 0T}, /L was taken to be solute-
independent and the interface energy o was estimated from the negentropic model [55] as
o=oTL/Ty N}q/ 3 Vnz/ 3012 J/m? at 620 °C. Furthermore, T,, was the melting temperature,
L = 6700 J/mol was the latent heat, « = 0.86 was a geometric factor, N4 was Avogadro’s
number, and V,, = 1.35 x 10~> m®/mol was the molar volume. We note that MD simu-
lations of pure Mg [56] predict edo ~ 0.09 J/m? at 650 °C, comparable to our estimate
for WE43. The final effective binary values obtained were k;;7 = 023, k191 = 0.12,
miig = migy = —189 K/wt%, I =2.2 x 1077 K-m, D} ,,(828 K) ~ D} ,(828 K) =
24 x 1077 m?/s.
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3. Results and Discussion
3.1. Powder Characterization

The WE43 gas atomized powder particles generally present a spherical shape with a
high surface roughness and smaller satellite particles, which adhere to the surface of the
larger particles (Figure 1a). The microstructure of each particle consists of Mg-rich equiaxed
hexagonal dendritic grains (Figure 1b). A secondary phase exists in the interdendritic
regions, rich with heavier alloying elements, as indicated by the lighter contrast in the
BSE image (Figure 1b). This interdendritic area is most likely a ternary Mg14Nd,Y phase
surrounded by the Mg matrix and enriched in Nd and Y (Figure 1c). In some cases, satellite
particles appear to be embedded in the larger particle. The surface of the powder particles
is covered by a mix of MgO and Y;Oj3, which offers good resistance to oxidation for the
safe handling of the powder.

Figure 1. (a) SEM BSE image of WE43 powder revealing a 2045 um size distribution and spherical
shape. (b) SEM BSE image of a cross-sectioned WE43 powder particle showing the microstructure:
Mg-rich hexagonal dendrite structures are surrounded by a rare earth rich interdendritic phase.
(c) STEM EDS elemental map revealing the distributions of Y and Nd in the powder microstructure.

3.2. Vapor Depression Behavior and Geometry

Figure 2 presents X-ray images captured during laser melting with a laser power of
150 W at a scan speed of 100 mm/s. Similar images were recorded for each laser power
and scan speed of the parameter matrix presented in Table 1. In these videos, the laser
comes vertically from the top and scans from left to right across the substrate. Note that
because of the high energy density at low speeds and high powers, the melt pool was
sufficiently wide, so that the glassy carbon windows influenced the melt-pool behavior by
changing the thermal boundary conditions of the melt. To understand the influence of these
thermal boundary conditions, simulations were performed to evaluate this effect on the
melt temperatures. The glassy carbon indeed was shown to increase the subsurface melt
temperatures, but only at low scan speeds (250 mm/s and below). The most significant
influence was observed at 100 mm /s, while only minor changes were observed at 250 mm/s.
At all higher speeds explored, the influence was negligible. Therefore, while the fluid flow
in the example presented in Figure 2 was likely influenced by these thermal boundary
conditions, the majority of the other conditions presented here were not affected. From
these videos, several events were identified (Figure 2a):

1.  Movement of the powder particles ahead of the laser, visible as light contrast above
the substrate surface (labeled ‘ejected powder’);

2. A depression in the surface of the melt-pool due to recoil pressure, appearing as a
narrow dark region that protrudes into the substrate following the laser scan (labelled
‘vapor depression’);

3. The formation of pores, which appear as variously shaped dark contrast regions.
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Vapor depression

Liquid-Solid ‘
Inctlerface X . Substrate

400 um

>

Figure 2. (a) In situ X-ray image of WE43 acquired during laser scanning revealing: the vapor
depression, melt-pool boundary, formation of pores, and ejection of powder particles. (b) In situ
X-ray images captured during the P = 150 W, v = 100 mm/s scan revealing the formation and
solidification of one pore (white arrow). The pore originates at the base of the vapor depression,
is buffeted around in the melt, and is captured and pulled toward the vapor depression by the
solidification front, resulting in a balloon-shaped pore.

Figure 2b presents several frames captured during a 150 W, 100 mm/s irradiation,
showing an example of pore formation. The full video is included in the Supplementary
Materials, Video S1. In each frame, the vapor depression is visible as a vertical feature of
darker contrast on the right side, the depth of which extends to the bottom edge of the
field of view. Above the substrate surface, one can observe powder that has been ejected by
the incoming laser. Although the contrast difference between the solid and the liquid is
minor, the melt pool could be roughly outlined (represented by the black dashed line), thus
revealing the liquid—solid interface. In the first frame, the pore in question can be observed
just to the left of the vapor-depression base, having recently separated from the vapor
depression. For the first 1350 ps, the pore follows a meandering path near the bottom of the
melt, likely caught in an eddy current within the melt as a result of Marangoni flow [57].
A total of 2050 us after the pore was created, the back of the pore appears to have been
trapped by the solidification front, while the front of the pore is still in motion in the melt.
The solidification front then passes through the pore, solidifying around it and pushing the
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gas forward so that the back half of the pore appears narrow and pinched, while the front
half is more rounded. After 5400 us, the solidification front has passed the pore, which
is frozen in the solid. The exact shape of this pore, which can strongly affect the stress
concentration around it and initiate a crack under loading, is therefore a direct result of its
interaction with the solidification front. This behavior is similar to observations by Martin
et al. [35] in Al alloys and is likely material-independent behavior. Although the slow
speed of the scan depicted in Figure 2 may not be relevant for LPBF processing, the slower
solidification allows a more resolved picture of the influence of the solidification front on
pore shape.

The morphology of the vapor depression can be divided into five distinct regimes,
as presented in Figure 3. The depth ranges reported in this section are the minimum
and maximum average values for the scans in each regime and show that some regimes
have a wide range of depths while others show less variability. These vapor-depression
shape regimes are therefore differentiated on the shape and dynamics of the vapor de-
pression rather than the measured depth values. For the full videos of each regime, see
Supplementary Materials, Videos 52-56. At a low scan speed (100-250 mm/s) and power
(50 W) (Figure 3b), the vapor depression was narrow, with a depth range of 73 to 137 pum.
The average depth and shape of the vapor depression were relatively constant within this
regime. With increasing power (100-300 W) at the lowest speeds (100-500 mm/s), the
vapor depression remained narrow but was considerably deeper, with a depth range of
192 to 1017 um, and presented large bulbous protrusions of vapor that originated at the
base of the depression and traveled up to the surface with the moving laser (Figure 3c).
These protrusions are similar to those previously observed in the Ti-6Al-4V alloy [33]. These
protrusions not only extended to the back of the vapor depression, but also affected the
front wall of the depression. The interface between the liquid melt and the vapor depression
was unstable. This instability resulted in many pores forming behind the vapor depression.
At the slowest scan speed and highest power, the vapor depression was deep enough to
extend outside the field of view of the X-ray imaging experiments. With increasing speed
(500-1250 mm/s) and power (150-350 W), see Figure 3d, the average depth of the vapor
depression decreased, ranging from 194 to 752 um. It did not show the same bulbous
protrusions, but instead exhibited an oscillating bulge to the rear near the middle/base of
the depression and a stable front wall. A small subset of the highest power (300400 W)
at intermediate speeds (750-1000 mm /s) presented an even larger bulge at the rear of the
depression, which was located higher in the depression (Figure 3e). The average length
of the vapor depression increased and the average depth also increased, ranging from
408 to 560 um. At the highest speeds (1000-1500 mm/s) and powers (250-500 W), the
vapor depression extended further and was shallower than in the other regimes, with a
depth range of 194 to 539 um (Figure 3f). At these high speeds, the vapor depression was
highly dynamic and significantly changed shape compared to the other regimes, with a tail
feature and a much longer vapor depression.
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Figure 3. (a) Parameter matrix showing five regimes of vapor depression shape. (b—f) Representative
in situ X-ray images for each regime: (b) P = 50 W, v = 100 mm/s, showing a thin, shallow vapor
depression. (c) P =200 W, v = 250mm /s, showing a deep thin vapor depression with large bulbous
protrusions. (d) P = 250 W, v = 500 mm/s, showing a thin mid-depth vapor depression with a
persistent oscillating protrusion to the rear. (e) P = 350 W, v = 750 mm/s, showing a thick mid-depth
vapor depression with a persistent oscillating protrusion to the rear. (f) P = 400 W, v = 1250 mm/s,
showing a thick mid-depth vapor depression with a trailing tail opening up to the surface.
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3.3. Pore Formation and Properties

Figure 4 shows a typical analysis of such an X-ray in situ imaging of LPBF-processed
WEA43. Pores formed during the scanning process were identified in the final frame of the
X-ray image sequence when the laser was off (pores indicated by white arrows in Figure 4a),
and their depth and cross-sectional size were recorded as a function of laser parameters.
Pores indicated in black are formed as a result of end-of-track phenomena and were not
included in our pore count or in our further analysis, as they are not representative of
steady-state behavior. In Figure 4b and ¢, pore depth and size are plotted as a function of
normalized enthalpy, defined as:

B= (m,,ffﬁ) M

where 7 is the beam radius (2 = 20), A is the absorptivity, P is the laser power, v is the scan
velocity, Hy, is the volumetric melting enthalpy, and D is the thermal diffusivity, according
to the normalized enthalpy relations based on [58] and described in detail below. Pores
formed at the laser shut-off point (indicated by black arrows in Figure 4a) occurred for
each condition and were not recorded in these data sets as they are characteristic of a
transient behavior associated with the laser turning off rather than intrinsic steady-state
behavior. An accurate pore count could not be made in tracks where the vapor depression
extended outside the field of view, so these cases were also excluded. It is interesting to
note that for speeds above 500 mm /s, pore formation was not observed during steady-state
scanning (Figure 4c). Other than this speed threshold, the number of pores did not appear
to depend on the process parameters. Instead, the threshold was likely dependent on
the variation of the stability of the liquid—vapor interface with laser-energy density. The
stability of the liquid—vapor interface is a balance between the liquid surface tension and
the recoil pressure of the evaporating metallic vapor. This surface tension decreases with
the increasing temperature. The laser conditions that produce the highest temperatures
are not necessarily the highest laser power, but those with the highest energy densities.
Previous reports in Al-based alloys showed that higher laser-energy densities result in the
highest number density of pores [34]. The low vaporization point of Mg may result in a
higher recoil pressure, which at high energy densities (and therefore low surface tension)
is sufficient to drive vapor depressions deeper and lead to the collapse and instability of
the liquid-vapor interface. Slower laser-scan speeds produced the highest energy densities
and therefore the least stable interface with more opportunity for gas to be trapped by
the collapsing liquid. As presented in Figure 3, the aspect ratio between the depth of the
vapor depression from the surface and the width of the vapor depression in the laser-travel
direction changes considerably with the laser-scan speed. For vapor depressions of similar
depths, low scan-speed conditions produced high aspect-ratio depressions compared to
those produced at higher scan speeds, even though the higher scan-speed conditions were
produced with higher laser power. In the case of slower scan speeds and higher energy
densities, any variation in laser absorption can produce the closure of the vapor depression
and the entrainment of gaseous material as pores. This is supported by pores frequently
forming at the base of the vapor depression, and the vapor depression depth increasing
with increasing laser power. This phenomenon results in a linear relationship between
increasing normalized enthalpy, B, and pore depth under conditions where B is in the range
of 0 to 100 (Figure 4b). When S is increased above 100, pores are distributed throughout the
depth of the melt pool and are larger in size, suggesting further instabilities at these higher
energy densities (Figure 4c).
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Figure 4. (a) Transmission X-ray image of WE43 showing pores formed during steady-state laser
scanning (white arrows) and laser shut-off pores (black arrows to the right). The latter are not
included in the pore count. (b) Average pore depth and (c) average cross-sectional pore size as a
function of normalized enthalpy, B. Error bars indicate the minimum and maximum values. The
beam diameter is 50 pm for these experiments.

3.4. Melt-pool Depth and Geometry

The ex situ analysis is presented in Figure 5. Light-microscopy images of cross-
sectioned laser tracks on thick plates (as opposed to the thin substrates used for X-ray
imaging) revealed the size and geometry of the melt pools for both ex situ sets. Track
depths resulting from scans using 50 and 80 pm diameter beams are graphically reported
in Figure 5a,b, with each point representing the melt-pool depth for a given laser condition
(speed, power). The depth of tracks made with the 50 um diameter beam at the highest
speeds (>1000 mm/s) linearly increased with increasing power. Tracks made with lower
speeds appeared to be more erratic, with fluctuations in depth obscuring any correlation
with the process parameters. These fluctuations are especially visible for v = 100 mm/s,
where the depth of the track ranges between 50 and 500 um. For the tracks made with an
80 um diameter beam, the depth increased linearly with power for each speed, but was on
average much shallower than the depths of the 50 um diameter beam set.
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Figure 5. Analysis of the depth of the laser-induced melt pool in WE 43, derived from light microscopy
performed on laser-track cross-sections. (a,b) Melt depth from the substrate interface for each scan
condition measured ex situ using metallographic cross-sections. (a) Tracks scanned with a 50 um
diameter beam. (b) Tracks scanned with an 80 um diameter beam. (c) Normalized depth (4%, d/a) as
a function of BL*th for WE43 with varying laser-scan conditions. The ‘50 um, vapor” dataset is the
vapor-depression depth measured using in situ X-ray imaging, and the error bars are the minimum and
maximum values measured in the field of view. The geometric factor (K) is fitted to the ‘50 um, vapor’
dataset. Additionally, K is shown for 316L stainless steel, Inconel 625, and Ti6Al4V in the conduction

and keyhole-mode welding regime from [58]. Data points are colorized as a function of L}, .

Peak temperatures and therefore melting and vapor recoil depend on laser parameters,
power, scan speed, and beam size. To help rationalize the variation in vapor-depression
and/or melt-pool depth observed across these data sets, normalized enthalpy relations
were computed and compared using the scaling laws derived in [58]. These scaling laws
introduced a term for the thermal diffusion length, L;,, where Ly,=+/D/av. Figure 5c
presents d* (depth, d, normalized by the beam size, d* = d/a) plotted as a function of
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multiplied by the normalized thermal diffusion length, L, (Lj,= Ly,/a). The relationship
between these terms is defined by:

_d _ (AP D
v = a <7thvaa3) ( av) @)

d* = KBL;, 3)

where K is a geometric factor approximately equal to 0.6 for conduction-mode welding in
Inconel 625, 316L steel and Ti-6Al-4V [58]. Absorptivity during LPBF processing is known
to considerably vary with laser parameters, ranging from ~0.3 to 0.8 in 316L steel [45].
In estimating the absorptivity of each state, we considered the value reported in the
literature for solid WE43 [59] and the values measured experimentally for multiple materials
transitioning from conduction to keyhole regimes [58]. Laser tracks in the conduction-mode
welding regime, defined here as a melt depth of less than 150 pm, were assumed to have an
absorptivity of 0.3, and deeper keyhole-mode tracks were assumed to have an absorptivity
of 0.65. Figure 5c shows d* as a function of BLj; for WE43 with varying laser-scanning
conditions and beam diameters, with depths measured by ex situ melt track analysis or in
situ X-ray imaging. Additionally, presented in Figure 5c are the best fit and K values for the
conduction and keyhole-mode regimes in Inconel 625, 316L steel and Ti-6Al-4V from Ye
et al. [58]. Note that the K value is nearly identical for all these materials. Although the
50 um beam diameter data for WE43 is similar in magnitude (K ~ 0.23), the data from the
80 um beam diameter condition diverges greatly from these other materials, with a value
of 0.06. The divergence of WE43 from the other common LPBF materials can probably
be attributed to excessive Mg evaporation caused by the narrow temperature difference
between the melting and boiling points of Mg the higher thermal diffusivity of WE43.
Comparing the thermal diffusivity of WE43 (0.243 cm?/s) to Inconel 625, steel 316L, and
Ti-6Al-4V (0.048, 0.050, and 0.086 cm? /s, respectively) reveals considerable differences. A
consequence of this increase in thermal diffusivity is the condition of L}, > 1. This results
in transverse thermal transport becoming significant and therefore in the assumption that
the normalized enthalpy scaling, where the absorbed laser energy is spent mainly to melt
the alloy, does not hold anymore, contrary to the case of the other materials. Although
this increase in thermal diffusivity makes the direct comparison between materials using
normalized enthalpy difficult in this regime, it is interesting to note that the 50 pm beam
diameter data collected using in situ X-ray imaging of the vapor pressure scales linearly
even under the conditions where Ljh = 2. Data where L}, > 2, for scans performed with
high laser power at 100 and 250 mm /s, varied widely and was considerably outside typical
LPBF conditions.

The data collected by the ex situ melt-pool analysis of the 80 pm beam diameter
laser irradiations varied from the in situ X-ray data and were tentatively attributed to
the differences between argon flow in the two chambers, which resulted in differences
in the magnitude of laser—vapor interaction that scattered and distorted the build laser.
This effect was expected to be particularly strong in Mg alloys, where the difference in
temperature between the melting and equilibrium boiling points was quite small compared
to other common LPBF alloys. The nonlinear depth trends at low speeds with a 50 um beam
diameter and slow scan speeds indicated a fluctuating transition between the conduction
and keyhole regimes, which ultimately pointed to changes in the amount of laser energy
absorbed in the melt pool, which we ascribed in this study to laser interaction with the
vapor plume. Slow scan speeds resulted in higher temperatures, which not only produced
a significant amount of Mg vapor, but since the direction of the vapor was normal to the
sample surface and likely interfered with the incident laser through either scattering or
absorption, this reduced the effective power on the sample surface [60]. In both cases, the
reduced effective power on the sample surface would lead to a reduction in the melt depth
and may even push the tracks from the keyhole regime to the conduction regime. This
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effect is stochastic, resulting in depth fluctuations, as observed in Figure 5a, and is possibly
a result of the inconsistent removal of Mg vapor in the build chamber.

3.5. Melt-Pool-Shape Regimes

In the cross-sectional geometry of the melt pools scanned with a 50 pym diameter beam,
five shape regimes were identified (Figure 6). The cross-section shapes represented in
Figure 6b—f were schematically derived from light-microscopy images of the laser condi-
tions indicated with a corresponding letter in the table of Figure 6a. Note that the scale
bar was relevant for all tracks. The lowest power (50-100 W) and speed (100-500 mm//s)
tracks were shallow and narrow, with a minimal weld bead (Figure 6b). At low speeds
(100-250 mm/s) and all but the lowest powers (100-300 W), the tracks varied in shape
and geometry, but were generally deep and wide with a parabolic shape (Figure 6¢c). At
moderate speeds (500-1250 mm/s) with higher powers (300-500 W), the geometry of
the melt pool presented an unusual shape with a narrowing just below the surface and
then a widening in the lower part of the track to resemble the shape of a bowling pin
(Figure 6d). To the best of the authors’ knowledge, this shape has not been reported before
in LPBF scan tracks. At the lowest powers (150-250 W) and for all but the lowest speeds
(500-1500 mm/s), the tracks presented small and relatively shallow melt geometries with a
small bead (Figure 6e). Tracks scanned with an 80 um diameter beam presented a geometry
consistent with that observed in Figure 6b, but the depth was considerably deeper in some
high-energy conditions. This type of analysis has been previously reported for stainless
steel in the context of laser welding [61].

Power (W)
a) 50 100 150 200 250 300 350 400 450 500

00 [

Figure 6. (a) Classification of melt-track geometries revealing the shape regimes. (b) Small, shallow
melt pool, (c) wide and deep melt pool, (d) unusual bowling-pin-shaped melt pool, (e) the melt-pool
regime most suitable for printing, and (f) slightly deeper and thin melt pool.

It should be noted that most of the observed track morphologies reported in Figure 6
are too deep or wide to be considered useful for printing complex geometries, but the track
marked in yellow in Figure 6e has a melt-pool geometry suitable for LPBE. The bowling-
pin shape observed in Figure 6d is unique, likely caused by excessive evaporation in the
keyhole that pushed the melt outwards, followed by rapid solidification (Figure 3d). The
tracks printed with an 80 um diameter beam were shallower and all presented similar
track shapes consistent with those in the 50 pm beam diameter tracks scanned with the
slowest speed (Figure 6b). The limited parameter space in which a 50 pm diameter beam
resulted in processible tracks compared to the 80 um diameter beam was in agreement
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with the use of a defocused or expanded beam in the literature to reach a reliable printing
regime [25-27,32].

3.6. Microstructure Analysis

The microstructure within each track was probed using a multiscale microscopy
approach. Tracks were imaged in cross-sections near the surface with SEM in BSE mode
to observe the microstructure and the distribution of the alloying elements (Figure 7).
Our laser melting experiments resulted in a very fine microstructure with most grains
measuring below 10 pm in diameter, as compared to the 50-100 um grain size achievable
with melt casting [13]. A boundary area of not greater than 10 um around the edge of the
melt pool showed the heat-affected zone (HAZ), where the substrate microstructure was
altered by the heat of the melt, but it was not melted. In this area, the grain size appeared
to be larger than in the bulk of the substrate, but the secondary-phase precipitates did not
appear visibly larger.
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Figure 7. Examples of the three microstructural regimes observed within the melt pools in laser tracks
in WE43. (a) The vertical cellular substructure observed in both 50 and 80 um diameter beam-scan
sets at the slowest speeds and high powers; the melt pool is outlined in white and indicated by
a white arrow. (b) The equiaxed dendritic structure observed at high speeds in the 50 um beam
diameter set. (c) The planar banded structure observed at high speeds in the 80 pm diameter beam set.
(d,e) Parameter matrix showing microstructure regimes of (d) tracks scanned with a 50 um diameter
beam and (e) tracks scanned with an 80 um diameter beam.
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Within the tracks, three distinct microstructural types were observed (Figure 7a—c). The
first were grains with a fine cellular substructure (Figure 7a). These cellular substructures
originated from the edge of the melt pool, growing away from the walls of the melt pool
and toward the surface. The cellular substructures were measured to be approximately
5-10 um in length and 300 nm wide. The center of each cell appeared dark in contrast
and the intercellular area appeared lighter in contrast. This microstructure regime was
observed in tracks scanned with both the 50 and 80 um diameter beam size with the lowest
speeds and mid-to-high powers. In many of the tracks that predominately showed the
first type of microstructure of grains with a vertical cellular substructure, there were also
lines of small equiaxed grains that ran parallel to the edges of the melt pool (Figure 7a).
These may indicate an area of higher alloying-element content or thermal fluctuations due
to convective flow leading to more rapid solidification. The vertical cellular substructure
then continued to grow above these regions, with the same directionality as below, toward
the surface. The second microstructure type, observed at a faster scan speed with a
50 um diameter beam, was an equiaxed six-arm dendritic structure similar to those in the
P =300 W and v = 750 mm /s scans (Figure 7b). These dendrites were small, 1 to 3 pm in
diameter. These grains were mainly oriented such that the basal plane was normal to the
cross-sectional surface.

The center of the grain and the bulk of the arms appeared with dark contrast, whereas
each of these grains was outlined in light contrast. Many scan parameters with the 50 pm
beam diameter resulted in areas with both cellular and dendritic microstructures, the ratio
of each varying with the scan parameters. At faster scan speeds with an 80 um diameter
beam, a banded microstructure was observed (Figure 7c). The bands were parallel to the
melt-pool boundary and their thickness was similar to the cell size in the cellular type
grains: ~300 nm. These three distinct microstructural regimes resulted from the different
cooling rates induced by the varying scan parameters. The first microstructure type had
cellular substructured grains that were oriented from the edge of the melt pool inward and
upward to the center of the top surface. This was the opposite of the heat flow direction,
indicating that the grains grew along the solidification front. This type of solidification is the
most common for LPBF processes and has previously been observed in other materials [62].
These structures occurred at the slowest scan speed and highest-power laser conditions for
both beam sizes. The six-armed dendritic grain shape observed in many of the tracks is
congruent with the hexagonal Mg crystal structure. A nanoscale cluster of RE-rich material
is often found at the core of these structures, which, having a higher freezing point, may
have been the nucleation seed for the Mg grain. The directionality and presence of these
RE-rich seeds indicates that these grains nucleated within the melt and did not solidify
directionally at the melt-pool boundary. The Mg-rich arms are surrounded by the RE-rich
interdendritic phase. This suggests that, as the grains grew, the RE elements remaining
in the liquid phase were pushed to the interdendritic area. The equiaxed hexagonal
dendritic grains are indicative of a high ratio between the temperature gradient G and the
solidification front velocity R (G/R) compared to conventional processing conditions, such
as melt casting, which is further supported by their small size. The banded microstructure
observed in the tracks scanned with an 80 um beam indicated an even higher G/R. These
observations are discussed in detail below in the theoretical analysis section in the context
of the WE43 solidification morphology map. At a sufficiently high solidification front
velocity, the solidification was planar, perpendicular to the heat flow direction. This type of
banded solidification requires high-solidification front velocities [63]. Near the surface of
these tracks, there were often no discernible microstructural features, and this indicates
that the solidification was truly planar, where the «-Mg phase is growing in a steady state
without nucleating any secondary phases. There was a general relationship between the
geometry of the melt pool and the type of microstructure, with conduction-mode tracks
showing more cellular and banded microstructures, and keyhole-mode tracks showing
more equiaxed dendritic microstructures (Figure 7d,e). This illustrates that varying the
processing parameters can influence the resulting microstructure in LPBF-produced WE43.
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The arrangement of hexagonal dendritic grains in lines or swirls, similar to the struc-
tures observed in Figure 7a, was visible in many tracks with the equiaxed dendritic and
banded microstructure types. The source of the swirls could be the result of either thermal
or chemical fluctuations. Thermal fluctuations result from Marangoni flow currents in the
melt. In some places, these currents lead to cooler spots in the melt where the temperature
may reach the solidification temperature of the secondary phases, seeding solidification of
equiaxed grains.

All tracks from both the 50 and 80 um scan sets showed small (5-10 um) spherical
secondary-phase particles of bright contrast, indicating a high concentration of alloying
elements (Figure 7a). These equiaxed RE-rich secondary-phase particles present in most
tracks resembled particles of the same shape and size as those present in the substrate
material. It is possible that these particles, which have a higher melting point due to
their RE content, were not melted during the laser processing and were incorporated into
the solidified microstructure. In the cases where the matrix surrounding these particles
presented a depletion of alloying elements, evidenced by the darker contrast, it may be
that the particle received Y from the matrix. Common to all melt-pool cross-sections was a
region of thin, elongated grains visible just at the melt-pool-substrate boundary, seemingly
growing toward the center of the melt pool. In many tracks, pieces of oxide shells that
were present on the surface of the powder particles appeared to have been embedded in
the material. In some cases, these shells still retained part of the spherical shape of the
powder particles.

EBSD data were collected at two orthogonal angles to investigate whether the observed
grains were truly equiaxed or if they were elongated in the solidification direction (Figure 8).
Similar data were also collected on the nonmelted substrate to compare the grain sizes. We
observed that grains were not elongated in the solidification direction and exhibited a basal
fiber texture about the sample [1] axis, as defined in Figure 8, with the c axis perpendicular
to the laser-scanning direction.
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2Wadll
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Track x -section view

Figure 8. Electron backscatter diffraction (EBSD) data collected from the melted region of a cross-
sectioned single track irradiated at P = 300 W, v = 750 mm/s. The left panel shows the orientation
of the two orthogonal views with the solidified melt pool indicated by the dashed line. Top and
cross-section EBSD images are presented to the right, illustrating an isotropic grain structure.
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The microstructure regimes observed in this work may be compared to those previ-
ously observed on the top surface of full builds [32], where structures similar to both the
equiaxed and banded microstructures observed in different areas of the track are reported.
None of the three regimes defined here resembled the microstructure observed in the bulk
because the cyclic annealing imposed by the addition of layers during the build caused a
microstructural evolution throughout the process.

As many of the tracks in the parameter space were well outside of what was considered
the printable regime, TEM investigations focused on the microstructures formed with the
processing parameters most interesting for printing. Three samples produced with a
50 pm beam diameter were imaged with TEM and STEM EDS for a greater insight into
the microstructure and its composition (Figure 9). Although the samples resulted from
different laser parameters (P = 100 W, v = 250 mm/s; P =200 W, v = 750 mm/s; P = 300 W,
v = 1500 mm/s), each presented a track geometry that could potentially be useful for
printing, as defined in Figure 6. The sample scanned at P = 100 W, v = 250 mm/s had a
melt-pool depth of 200 pm (Figure 9a). This track presented a columnar structure with Mg-
rich grains divided by areas rich in the alloying elements Y and Nd (Figure 9a,d), similar to
the microstructure illustrated at longer length scales in Figure 7a. The matrix composition
measured in this region was 93.80% Mg, 1.38% Y, 0.56% Nd, and 0.30% Zr (at.%). Small
cuboid-shaped RE-rich particles were observed. They had an average composition of 54.5%
Mg, 37.0% Y, 1.71% Nd, and 2.79% Zr (marked with [4] in Figure 9a,ce,g). At higher
magnification, the EDS map revealed one such particle in Figure 9e. An area rich in Y
and O that had an irregular shape and is composed of small cuboids (marked with [A] in
Figure 9a,c,d), whose composition and structure match that of the powder-particle oxide
shells (Figure 9h), was also observed. Note that the exact composition measured in these
features may have been influenced by the presence of the Mg matrix either above or below
them, as they may not have extended the full thickness of the FIB lamella. As mentioned
above, these features were observed throughout all tracks from each scan condition and
were likely oxide-shell remnants from the passivated powder particles’ surface that were
incorporated into the track during the scan, but were not entirely dispersed.

The sample scanned at 200 W, 750 mm /s presented a similar track geometry with a
depth of 230 um (Figure 9b). The microstructure of this track was different from that of the
first track. In this sample, the microstructure consisted of hexagonal dendritic structures
where the arms of the dendrites were «-Mg and the interdendpritic area was rich in RE
elements. A feature at the top shows an area where the surface was interrupted, showing the
Y-rich surface layer likely to be present at the entire track surface. The matrix composition
of this sample was 89.60% Mg, 4.40% Y, 2.77% Nd, and 0.99% Zr (at.%) (Figure 9g).

The sample scanned at 300 W, 1500 mm /s presented a similar track geometry with
a depth of 200 um (Figure 9c). The microstructure of this track was similar to the sample
melted at 200 W, 750 mm /s, presented in Figure 9b, with a-Mg dendrites and a RE-rich
interdendritic area. The matrix composition of this sample was 95.60% Mg, 1.40% Y, 0.57%
Nd, and 0.36% Zr (at.%). Two areas from this scan track (Figure 9e,f), represented in EDS
maps, show examples of the hexagonal dendritic grains present in the samples scanned
at both 200 W, 750 mm/s and 300 W, 1500 mm /s. Figure 9e shows a high-magnification
example of the secondary-phase particles observed in all tracks. Figure 9f presents an
example of the six-arm dendrite and, at the center, a small area rich in Nd and Y. This
illustrates a case where an RE-rich area serves as a seed to nucleate a dendritic «-Mg grain.
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Figure 9. STEM EDS elemental maps in WE43 of three laser tracks with similar melt-pool geometries.
Colorization of images shows the distributions of Nd and Y. (a) A 100 W, 250 mm /s sample showing
a cellular structure; (b) 200 W, 750 mm/s sample showing a dendritic equiaxed structure; and (c)
300 W, 1500 mm/s sample showing a dendritic equiaxed structure. (d) Enlarged image from the
highlighted box in (a) showing a cellular structure and Y-rich region; inset: magnified image of the
feature denoted by A. (e) Enlarged image of a hexagonal dendrite structure with secondary-phase
particle (#). (f) Higher-magnification image of a hexagonal dendrite showing the RE-rich center. (g)
Composition (at. %) of the matrix in (a—c) and the average measured composition of the secondary-
phase particles (¢). (h) Composition of line scan (white line in (c)) across the powder-shell fragments
showing the presence of both Y and O (a).
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The compositions of the matrix measured in the EDS maps from each scan track
are presented in Figure 9g. Although there was a difference in the composition between
the tracks, we observed no evidence of the systematic selective evaporation of Mg that
correlated to the scanning parameters, and any differences were most likely due to local
fluctuations in the composition. The TEM FIB lamella was small, relative to the size of
the track, so the measured compositions were not necessarily representative of the overall
composition throughout the melt pool. The loss of Mg through selective evaporation in a
full build has been reported previously to correlate with scan parameters [64]. This effect
was compounded in a full build where the material was scanned and molten repeatedly.
Single tracks can be indicative of compositional differences, but the uncertainty is high due
to the small sampling size.

3.7. Theoretical Analysis

The key aspects of our characterized microstructures can be understood in terms of
thermodynamic predictions, presented in Figure 10, and classical theories of solidification
kinetics. We first performed a computational thermodynamic analysis of WE43 based on
the CALPHAD methodology [51]. The property diagram computed for equilibrium (molar
phase fraction versus T; Figure 10a) predicted solidification into a single Mg-rich hexagonal
close-packed (hcp) phase at ~637 °C, followed by the emergence of a small amount (initially
~3.29% by mole) of a ternary (Mg)41(Nd,Y)s phase. The evolution of the liquid composition
under equilibrium solidification conditions presents that the liquid at the solidification
front is poor in Zr, rich in Y and rich in Nd (Figure 10b; Scheil nonequilibrium conditions
produced similar results). The primary hcp phase is correspondingly Zr rich, Y poor, and
Nd poor (but with more Y than Nd). We therefore expected solidification into the primary
Mg-rich hcp phase with Y- and Nd-rich intercellular or interdendritic regions, consistent
with the results of Figure 9.

We also performed an analysis of the solidification morphology using the Kurz-
Giovanola-Trivedi (KGT) theory of directional solidification [53]. The computed G-R
morphology maps for compositions ¢ 1 1 and ¢ g1 are presented in Figure 11. The effect
of excluding Y (the ¢;; case) is a modest increase in the size of the cellular/dendritic
patterning regions at large G and R. If we assume that G ~ 2 x 107 K/m in the experiments
and note that more detailed phase-field simulation studies [65] indicate that the topmost
dendritic region predicted by the KGT theory tends to, in fact, be cellular (i.e., the topmost
C-D boundary should be shifted downward), then the ¢; o ; predictions agree well with
our observations for the 80 um beam (Figure 7e). Specifically, we predicted and observed
cellular morphologies between ~50-250 mm /s, and suppression of the cellular/dendritic
instability above ~250 mm/s, in favor of planar or banded morphologies. A greater
disagreement between the predictions and observations can be observed for the 50 um beam
(Figure 7d). Here, we predicted and observed cellular or partially cellular morphologies at
low velocities (R ~ 50-250 mm/s), but the morphologies became more fine-grained and
equiaxed-dendritic as R increased, rather than planar or banded as predicted by theory.
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Figure 10. Computational thermodynamic analysis of WE43 solidification in equilibrium. (a) Property
diagram showing molar-phase fractions, with the shaded area illustrating the solid-liquid coexistence
region. (b) Elemental mass % on the liquid side of the solid-liquid interface. (c) Partition coefficient
across the solid-liquid interface (c°/ ch.

We rationalize these findings as follows. The fine-grained equiaxed dendritic morpholo-
gies under the 50 um beam generally correlated with keyhole-mode melting and relatively
deep, non-compact vapor-depression and melt-pool shapes (i.e., Figures 5¢c-f and 6c—f). The
cellular and planar-banded morphologies under the 80 um beam generally correlated
with conduction-mode melting and relatively shallow, compact, melt-pool shapes (i.e.,
Figure 6b). This indicates that the KGT theory is applicable to conduction-mode welding,
but not necessarily to keyhole-mode conditions, and that in this system, heterogeneous
nucleation is significantly amplified in the keyhole mode. Such nucleation could result
from stronger nonequilibrium effects (with, e.g., a more turbulent flow or dendrite-tip
breaking) or from differences in the melting of the YoO3 or MgO phase that create particles
favorable to the nucleation of the primary hcp phase. The effects of highly nonequilibrium
keyhole-mode conditions on solidification morphology are in general poorly understood
and present a set of open challenges in AM research.
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Figure 11. Computed WE43 solidification morphology map in G-R space, compared with experimen-
tal results (upper right). Results of KGT theory are presented for the two limiting cases of Y behavior
(fully dispersed and nonmelted). The position of the experimental results along the G axis is a rough
estimate and R is set to the scan velocity v. C = cellular, ED = equiaxed-dendritic, PB = planar-banded.

4. Conclusions

In this work, we investigated the behavior of WE43 under a wide variety of LPBF-
processing conditions using in situ, high-speed X-ray imaging, and ex situ cross-sectional
microscopy. In situ X-ray imaging revealed five distinct regimes of vapor-depression
behavior. It revealed that for scan speeds above 500 mm/s, we did not observe any
keyhole-induced porosity. Cross-sectional light microscopy indicated five distinct regimes
of melt-pool geometry that roughly corresponded to the five vapor-depression regimes
and allowed the identification of a laser-parameter space suitable for printing. SEM and
STEM EDS elemental imaging revealed three distinct microstructural regimes that could be
controlled by modifying laser-scan parameters: cellular, equiaxed dendritic, and banded
microstructures. These three regimes provided an insight into the differences in the so-
lidification rate and direction resulting from varying LPBF-processing conditions. The
solidification morphologies of conduction-mode weld tracks were consistent with those
predicted by analytic theory, while keyhole-mode tracks exhibited anomalous equiaxed
dendritic morphologies at high velocities. The latter was attributed to enhanced heteroge-
neous nucleation driven by strong nonequilibrium flow effects. Secondary-phase particles
rich in Y and powder-particle oxide shell remnants were identified within all tracks. There
were no significant compositional differences measured within the matrix of the tracks.
By mapping the response of WE43 to a variety of LPBE-processing conditions, this work
serves as a guide to tailor microstructures and achieve good-quality builds.
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protrusion to the rear; Video S6: In situ X-ray imaging of LPBF performed on Mg alloy WE43 using
400 W laser power, 50 um beam diameter, and 1250 mm/s scan speed, revealing a thick, mid-depth
vapor depression with a trailing tail opening up to the surface.

Author Contributions: Conceptualization, ].5., N.P.C., RE.S,, J.EL. and M.].M.; methodology, J.S.,
A.AM., N.PC.,, B.V,RES., JMB., AP,]JN.W. KH.S. and C.]J.T,; software, ]. M.B. and A.P,; validation,
A.AM, N.PC,P].D,]JW,B.V,RES., ] MB. and A P; formal analysis, ].5., A, AM., B.V, RES,, LB.
and J.M.B,; investigation, J.S., AAAM.,, N.P.C,P].D.,JW, B.V, LB, VT, AYE, AMK, ]JMB.and AP;
resources, M.ET., A.V.B. and J.F.L.; data curation, J.S. and ].M.B.; writing—original draft preparation,
]S, A AM, N.PC,RES, BV, ] M.B., AP. and I.B.; writing—review and editing, J.S., A.AM., N.P.C,,
RES., JMB., AP, ]J.EL. and M.].M,; visualization, ].S., A.A.M., L.B. and ].M.B.; supervision, ].EL.,
S.H.R. and M.].M,; funding acquisition, ].FL., S.H.R. and M.].M. All authors have read and agreed to
the published version of the manuscript.

Funding: The material presented here was supported by Laboratory Directed Research and Develop-
ment grant 18-SI-003 from Lawrence Livermore National Laboratory (LLNL). This material is also
based upon work supported by the U.S. Department of Energy’s Office of Energy Efficiency and
Renewable Energy (EERE), under the Advanced Manufacturing Office, CPA Agreement Numbers
32035, 32037, and 32038. LLNL is operated by Lawrence Livermore National Security, LLC, for the
U.S. Department of Energy, National Nuclear Security Administration under Contract No. DE-AC52-
07NA27344. Use of the Stanford Synchrotron Radiation Lightsource, SLAC National Accelerator
Laboratory is supported by the U.S. Department of Energy, Office of Science, Office of Basic Energy
Sciences under Contract No. DE-AC02-76SF00515. J.S. acknowledges the support received from the
University of California Lab Fees Research Program, Award ID: LGF-17-476556.

Data Availability Statement: The data presented in this study are available upon request from the
corresponding author.

Acknowledgments: The authors acknowledge the experimental assistance received from Doug Van
Campen and Matthew Latimer at the SLAC National Accelerator Laboratory. The Scientific Center
for Optical and Electron Microscopy (ScopeM), ETH Zurich, is acknowledged for providing access to
the instruments.

Conflicts of Interest: The authors declare no conflict 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.

1.  Witte, F. The History of Biodegradable Magnesium Implants: A Review. Acta Biomater. 2010, 6, 1680-1692. [CrossRef]

2. Han, H.-S,; Loffredo, S.; Jun, I.; Edwards, J.; Kim, Y.-C.; Seok, H.-K.; Witte, F; Mantovani, D.; Glyn-Jones, S. Current Status and
Outlook on the Clinical Translation of Biodegradable Metals. Mater. Today 2019, 23, 57-71. [CrossRef]

3.  Liu, D,; Ding, Y.; Guo, T.; Qin, X.; Guo, C,; Yu, S.; Lin, S. Influence of Fine-Grain and Solid-Solution Strengthening on Mechanical
Properties and in Vitro Degradation of WE43 Alloy. Biomed. Mater. 2014, 9, 015014. [CrossRef] [PubMed]

4. Uhlenhaut, D.I; Furrer, A.; Uggowitzer, PJ.; Loffler, ].E. Corrosion Properties of Glassy Mg70Al15Gal5 in 0.1M NaCl Solution.
Intermetallics 2009, 17, 811-817. [CrossRef]

5. Izumi, S.; Yamasaki, M.; Kawamura, Y. Relation between Corrosion Behavior and Microstructure of Mg-Zn-Y Alloys Prepared by
Rapid Solidification at Various Cooling Rates. Corros. Sci. 2009, 51, 395-402. [CrossRef]


https://www.mdpi.com/article/10.3390/cryst12101437/s1
https://www.mdpi.com/article/10.3390/cryst12101437/s1
http://doi.org/10.1016/j.actbio.2010.02.028
http://doi.org/10.1016/j.mattod.2018.05.018
http://doi.org/10.1088/1748-6041/9/1/015014
http://www.ncbi.nlm.nih.gov/pubmed/24457395
http://doi.org/10.1016/j.intermet.2009.03.009
http://doi.org/10.1016/j.corsci.2008.11.003

Crystals 2022, 12, 1437 25 of 27

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

Kojima, Y.; Aizawa, T.; Higashi, K.; Kamado, S. Corrosion behavior of rapidly solidified Mg-Zn-Y alloy ribbons. Mater. Sci. Forum
2003, 419, 937-942.

Liao, J.; Hotta, M.; Mori, Y. Improved Corrosion Resistance of a High-Strength Mg—Al-Mn-Ca Magnesium Alloy Made by Rapid
Solidification Powder Metallurgy. Mater. Sci. Eng. A 2012, 544, 10-20. [CrossRef]

Makar, G.L.; Kruger, ]. Corrosion Studies of Rapidly Solidified Magnesium Alloys. J. Electrochem. Soc. 1990, 137, 414. [CrossRef]
Hermann, E; Sommer, F; Jones, H.; Edyvean, R.G.]. Corrosion Inhibition in Magnesium-Aluminium-Based Alloys Induced by
Rapid Solidification Processing. J. Mater. Sci. 1989, 24, 2369-2379. [CrossRef]

Elsayed, A.; Kondoh, K.; Imai, H.; Umeda, J. Microstructure and Mechanical Properties of Hot Extruded Mg-Al-Mn—Ca Alloy
Produced by Rapid Solidification Powder Metallurgy. Mater. Des. 2010, 31, 2444-2453. [CrossRef]

Elsayed, A.; Imai, H.; Umeda, J.; Kondoh, K. Microstructure and Mechanical Properties of Hot Extruded ZK61 Alloy Produced by
Rapid Solidified Powder Metallurgy. STEEL Res. Int. 2010, 81, 1304-1307.

Gu, X.N.; Zhou, W.R,; Zheng, Y.F; Cheng, Y.; Wei, S.C.; Zhong, S.P,; Xi, T.E;; Chen, L.J. Corrosion Fatigue Behaviors of Two
Biomedical Mg Alloys—AZ91D and WE43—In Simulated Body Fluid. Acta Biomater. 2010, 6, 4605-4613. [CrossRef] [PubMed]
Kang, YH.; Wu, D.; Chen, R.S.; Han, E.H. Microstructures and Mechanical Properties of the Age Hardened Mg—4.2Y-2.5Nd-1Gd-
0.6Zr (WE43) Microalloyed with Zn. ]. Magnes. Alloys 2014, 2, 109-115. [CrossRef]

Kawamura, Y; Hayashi, K.; Inoue, A.; Masumoto, T. Rapidly Solidified Powder Metallurgy Mg97Zn1Y2 Alloys with Excellent
Tensile Yield Strength above 600 MPa. Mater. Trans. 2001, 42, 1172-1176. [CrossRef]

Soderlind, J.; Cihova, M.; Schaublin, R.; Risbud, S.; Loffler, ].F. Towards Refining Microstructures of Biodegradable Magnesium
Alloy WE43 by Spark Plasma Sintering. Acta Biomater. 2019, 98, 67-80. [CrossRef]

Yamashita, A.; Horita, Z.; Langdon, T.G. Improving the Mechanical Properties of Magnesium and a Magnesium Alloy through
Severe Plastic Deformation. Mater. Sci. Eng. A 2001, 300, 142-147. [CrossRef]

Kai, M.; Horita, Z.; Langdon, T.G. Developing Grain Refinement and Superplasticity in a Magnesium Alloy Processed by
High-Pressure Torsion. Mater. Sci. Eng. A 2008, 488, 117-124. [CrossRef]

Mackenzie, LW.E; Davis, B.; Humphreys, EJ.; Lorimer, G.W. The Deformation, Recrystallisation and Texture of Three Magnesium
Alloy Extrusions. Mater. Sci. Technol. 2007, 23, 1173-1180. [CrossRef]

Dvorsky, D.; Kubasek, J.; Vojtéch, D.; Prusa, F.; Nova, K. Preparation of WE43 Using Powder Metallurgy Route. Manuf. Technol.
2016, 16, 680-687. [CrossRef]

Dvorsky, D.; Kubasek, J.; Vojtech, D.; Cavojsky, M. Structure and Mechanical Properties of WE43 Prepared by Powder Metallurgy
Route. Manuf. Technol. 2016, 16, 896-902. [CrossRef]

Thampy, V.; Fong, A.Y.; Calta, N.P.; Wang, J.; Martin, A.A.; Depond, PJ.; Kiss, A.M.; Guss, G.; Xing, Q.; Ott, R.T,; et al. Subsurface
Cooling Rates and Microstructural Response during Laser Based Metal Additive Manufacturing. Sci. Rep. 2020, 10, 1981.
[CrossRef] [PubMed]

Wohlers, T.T.; Associates, W.; Campbell, I.; Caffrey, T.; Diegel, O.; Kowen, ]. Wohlers Report 2018: 3D Printing and Addi-
tive Manufacturing State of the Industry: Annual Worldwide Progress Report; Wohlers Associates: Washington, DC, USA, 2018;
ISBN 978-0-9913332-4-0.

Shi, R.; Khairallah, S.A.; Roehling, T.T.; Heo, TW.; McKeown, ].T.; Matthews, M.]. Microstructural Control in Metal Laser Powder
Bed Fusion Additive Manufacturing Using Laser Beam Shaping Strategy. Acta Mater. 2020, 184, 284-305. [CrossRef]

Roehling, T.T.; Wu, 5.5.Q.; Khairallah, S.A.; Roehling, J.D.; Soezeri, S.S.; Crumb, M.E; Matthews, M.]. Modulating Laser Intensity
Profile Ellipticity for Microstructural Control during Metal Additive Manufacturing. Acta Mater. 2017, 128, 197-206. [CrossRef]
Jauer, L.; Kimm, M.; Meiners, W.; Batista, R.S.; Labude, N.; Bienert, M.; Neuss, S.; Lethaus, B.; Miither, M.; Kopp, A.; et al.
Additive Manufacturing of Magnesium Alloys. In Proceedings of the 9th Symposium on Biodegradable Metals, Bertinoro, Italy,
27 August-1 September 2017.

Kopp, A.; Derra, T.; Miither, M; Jauer, L.; Schleifenbaum, J.H.; Voshage, M.; Jung, O.; Smeets, R.; Kroger, N. Influence of Design
and Postprocessing Parameters on the Degradation Behavior and Mechanical Properties of Additively Manufactured Magnesium
Scaffolds. Acta Biomater. 2019, 98, 23-35. [CrossRef] [PubMed]

Zumdick, N.A.; Jauer, L.; Kersting, L.C.; Kutz, T.N.; Schleifenbaum, ].H.; Zander, D. Additive Manufactured WE43 Magnesium:
A Comparative Study of the Microstructure and Mechanical Properties with Those of Powder Extruded and as-Cast WE43. Mater.
Charact. 2019, 147, 384-397. [CrossRef]

Cunningham, R.; Zhao, C.; Parab, N.; Kantzos, C.; Pauza, |.; Fezzaa, K.; Sun, T.; Rollett, A.D. Keyhole Threshold and Morphology
in Laser Melting Revealed by Ultrahigh-Speed X-Ray Imaging. Science 2019, 363, 849-852. [CrossRef] [PubMed]

Ng, C.C,; Savalani, M.M.; Lau, M.L.; Man, H.C. Microstructure and Mechanical Properties of Selective Laser Melted Magnesium.
Appl. Surf. Sci. 2011, 257, 7447-7454. [CrossRef]

Niu, X.; Shen, H.; Fu, J.; Yan, J.; Wang, Y. Corrosion Behaviour of Laser Powder Bed Fused Bulk Pure Magnesium in Hank’s
Solution. Corros. Sci. 2019, 157, 284-294. [CrossRef]

Shuai, C.; Yang, Y.; Wu, P; Lin, X,; Liu, Y.; Zhou, Y,; Feng, P; Liu, X.; Peng, S. Laser Rapid Solidification Improves Corrosion
Behavior of Mg-Zn-Zr Alloy. J. Alloys Compd. 2017, 691, 961-969. [CrossRef]

Bér, F; Berger, L.; Jauer, L.; Kurtuldu, G.; Schdublin, R.; Schleifenbaum, J.H.; Loffler, ].F. Laser Additive Manufacturing of
Biodegradable Magnesium Alloy WE43: A Detailed Microstructure Analysis. Acta Biomater. 2019, 98, 36—49. [CrossRef]


http://doi.org/10.1016/j.msea.2012.02.046
http://doi.org/10.1149/1.2086455
http://doi.org/10.1007/BF01174498
http://doi.org/10.1016/j.matdes.2009.11.054
http://doi.org/10.1016/j.actbio.2010.07.026
http://www.ncbi.nlm.nih.gov/pubmed/20656074
http://doi.org/10.1016/j.jma.2014.01.010
http://doi.org/10.2320/matertrans.42.1172
http://doi.org/10.1016/j.actbio.2019.06.045
http://doi.org/10.1016/S0921-5093(00)01660-9
http://doi.org/10.1016/j.msea.2007.12.046
http://doi.org/10.1179/174328407X226509
http://doi.org/10.21062/ujep/x.2016/a/1213-2489/MT/16/4/680
http://doi.org/10.21062/ujep/x.2016/a/1213-2489/MT/16/5/896
http://doi.org/10.1038/s41598-020-58598-z
http://www.ncbi.nlm.nih.gov/pubmed/32029753
http://doi.org/10.1016/j.actamat.2019.11.053
http://doi.org/10.1016/j.actamat.2017.02.025
http://doi.org/10.1016/j.actbio.2019.04.012
http://www.ncbi.nlm.nih.gov/pubmed/30959185
http://doi.org/10.1016/j.matchar.2018.11.011
http://doi.org/10.1126/science.aav4687
http://www.ncbi.nlm.nih.gov/pubmed/30792298
http://doi.org/10.1016/j.apsusc.2011.03.004
http://doi.org/10.1016/j.corsci.2019.05.026
http://doi.org/10.1016/j.jallcom.2016.09.019
http://doi.org/10.1016/j.actbio.2019.05.056

Crystals 2022, 12, 1437 26 of 27

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.
53.

54.

55.

56.

57.

Martin, A.A ; Calta, N.P; Khairallah, S.A.; Wang, J.; Depond, PJ.; Fong, A.Y.; Thampy, V.; Guss, G.M.; Kiss, A.M.; Stone, K.H.; et al.
Dynamics of Pore Formation during Laser Powder Bed Fusion Additive Manufacturing. Nat. Commun. 2019, 10, 1987. [CrossRef]
[PubMed]

Martin, A.A.; Calta, N.P,; Hammons, J.A.; Khairallah, S.A.; Nielsen, M.H.; Shuttlesworth, R.M.; Sinclair, N.; Matthews, M.].;
Jeffries, ].R.; Willey, T.M.; et al. Ultrafast Dynamics of Laser-Metal Interactions in Additive Manufacturing Alloys Captured by in
Situ X-Ray Imaging. Mater. Today Adv. 2019, 1, 100002. [CrossRef]

Calta, N.P,; Wang, J.; Kiss, A.M.; Martin, A.A.; Depond, PJ.; Guss, G.M.; Thampy, V.; Fong, A.Y.; Weker, ].N.; Stone, K.H.; et al.
An Instrument for in Situ Time-Resolved X-Ray Imaging and Diffraction of Laser Powder Bed Fusion Additive Manufacturing
Processes. Rev. Sci. Instrum. 2018, 89, 055101. [CrossRef] [PubMed]

Naujokat, H.; Seitz, ].-M.; Acil, Y.; Damm, T.; Moller, L; Giilses, A.; Wiltfang, J. Osteosynthesis of a Cranio-Osteoplasty with a
Biodegradable Magnesium Plate System in Miniature Pigs. Acta Biomater. 2017, 62, 434—445. [CrossRef] [PubMed]

Windhagen, H.; Radtke, K.; Weizbauer, A.; Diekmann, J.; Noll, Y.; Kreimeyer, U.; Schavan, R.; Stukenborg-Colsman, C.; Waizy, H.
Biodegradable Magnesium-Based Screw Clinically Equivalent to Titanium Screw in Hallux Valgus Surgery: Short Term Results of
the First Prospective, Randomized, Controlled Clinical Pilot Study. Biomed. Eng. OnLine 2013, 12, 62. [CrossRef]

Waksman, R.; Zumstein, P.; Pritsch, M.; Wittchow, E.; Haude, M.; Lapointe-Corriveau, C.; Leclerc, G.; Joner, M. Second-Generation
Magnesium Scaffold Magmaris: Device Design and Preclinical Evaluation in a Porcine Coronary Artery Model. Euro Interv. ]. Eur.
Collab. Work. Group Interv. Cardiol. Eur. Soc. Cardiol. 2017, 13, 440-449. [CrossRef]

Haude, M.; Ince, H.; Abizaid, A.; Toelg, R.; Lemos, P.A.; von Birgelen, C.; Christiansen, E.H.; Wijns, W.; Neumann, F.-J.;
Kaiser, C.; et al. Safety and Performance of the Second-Generation Drug-Eluting Absorbable Metal Scaffold in Patients with
de-Novo Coronary Artery Lesions (BIOSOLVE-II): 6 Month Results of a Prospective, Multicentre, Non-Randomised, First-in-Man
Trial. Lancet Lond. Engl. 2016, 387, 31-39. [CrossRef]

Biber, R.; Pauser, J.; Gef3lein, M.; Bail, H.]. Magnesium-Based Absorbable Metal Screws for Intra-Articular Fracture Fixation. Case
Rep. Orthop. 2016, 2016, 9673174. [CrossRef]

Gieseke, M.; Noelke, C.; Kaierle, S.; Wesling, V.; Haferkamp, H. Selective Laser Melting of Magnesium and Magnesium Alloys.
In Magnesium Technology 2013; Hort, N., Mathaudhu, S.N., Neelameggham, N.R., Alderman, M., Eds.; Springer International
Publishing: Cham, Switzerland, 2016; pp. 65-68. ISBN 978-3-319-48150-0.

Liu, C; Li, Q.; Liang, J.; Zhou, J.; Wang, L. Microstructure and Corrosion Behaviour of Laser Surface Melting Treated WE43
Magnesium Alloy. RSC Adv. 2016, 6, 30642-30651. [CrossRef]

Scipioni Bertoli, U.; Guss, G.; Wu, S.; Matthews, M.].; Schoenung, ].M. In-Situ Characterization of Laser-Powder Interaction and
Cooling Rates through High-Speed Imaging of Powder Bed Fusion Additive Manufacturing. Mater. Des. 2017, 135, 385-396.
[CrossRef]

Matthews, M.].; Guss, G.; Khairallah, S.A.; Rubenchik, A.M.; Depond, PJ.; King, W.E. Denudation of Metal Powder Layers in
Laser Powder Bed Fusion Processes. Acta Mater. 2016, 114, 33-42. [CrossRef]

Trapp, J.; Rubenchik, A.M.; Guss, G.; Matthews, M.]. In Situ Absorptivity Measurements of Metallic Powders during Laser
Powder-Bed Fusion Additive Manufacturing. Appl. Mater. Today 2017, 9, 341-349. [CrossRef]

Schindelin, J.; Arganda-Carreras, I; Frise, E.; Kaynig, V.; Longair, M.; Pietzsch, T.; Preibisch, S.; Rueden, C.; Saalfeld, S.; Schmid,
B.; et al. Fiji: An Open-Source Platform for Biological-Image Analysis. Nat. Methods 2012, 9, 676-682. [CrossRef] [PubMed]
Wright, S.I; Nowell, M.M.; Lindeman, S.P.; Camus, P.P.; De Graef, M.; Jackson, M. A. Introduction and Comparison of New EBSD
Post-Processing Methodologies. Ultramicroscopy 2015, 159, 81-94. [CrossRef]

Mathematica; Version 11.1.; Wolfram Research, Inc.: Champaign, IL, USA, 2017.

Housh, S.; Mikucki, B.; Stevenson, A. Properties of Magnesium Alloys. In Metals Handbook Properties and Selection: Proper-
ties and Selection: Nonferrous Alloys and Special-Purpose Materials, 10th ed.; ASM International: Metals Park, OH, USA, 1990;
ISBN 978-0-87170-378-1. [CrossRef]

Avedesian, M.M.; Baker, H. ASM Specialty Handbook: Magnesium and Magnesium Alloys; ASM International: Almere, The
Netherlands, 1999; ISBN 978-0-87170-657-7.

Lukas, H.; Fries, S.G.; Sundman, B. Computational Thermodynamics: The Calphad Method; Cambridge University Press: Cambridge,
UK, 2007; ISBN 978-0-521-86811-2.

Sundman, B.; Jansson, B.; Andersson, J.-O. The Thermo-Calc Databank System. Calphad 1985, 9, 153-190. [CrossRef]

Kurz, W,; Giovanola, B.; Trivedi, R. Theory of Microstructural Development during Rapid Solidification. Acta Metall. 1986, 34,
823-830. [CrossRef]

Liu, Y;; Long, Z.; Wang, H.; Du, Y.; Huang, B. A Predictive Equation for Solute Diffusivity in Liquid Metals. Scr. Mater. 2006, 55,
367-370. [CrossRef]

Spaepen, F.; Meyer, R.B. The Surface Tension in a Structural Model for the Solid-Liquid Interface. Scr. Metall. 1976, 10, 257-263.
[CrossRef]

Sun, D.Y.,; Mendelev, M.L; Becker, C.A.; Kudin, K.; Haxhimali, T.; Asta, M.; Hoyt, ].J.; Karma, A.; Srolovitz, D.]. Crystal-Melt
Interfacial Free Energies in Hcp Metals: A Molecular Dynamics Study of Mg. Phys. Rev. B 2006, 73, 024116. [CrossRef]

Guo, Q.; Zhao, C.; Qu, M,; Xiong, L.; Hojjatzadeh, S.M.H.; Escano, L.I.; Parab, N.D.; Fezzaa, K.; Sun, T.; Chen, L. In-Situ Full-Field
Mapping of Melt Flow Dynamics in Laser Metal Additive Manufacturing. Addit. Manuf. 2020, 31, 100939. [CrossRef]


http://doi.org/10.1038/s41467-019-10009-2
http://www.ncbi.nlm.nih.gov/pubmed/31040270
http://doi.org/10.1016/j.mtadv.2019.01.001
http://doi.org/10.1063/1.5017236
http://www.ncbi.nlm.nih.gov/pubmed/29864819
http://doi.org/10.1016/j.actbio.2017.08.031
http://www.ncbi.nlm.nih.gov/pubmed/28844965
http://doi.org/10.1186/1475-925X-12-62
http://doi.org/10.4244/EIJ-D-16-00915
http://doi.org/10.1016/S0140-6736(15)00447-X
http://doi.org/10.1155/2016/9673174
http://doi.org/10.1039/C5RA27010C
http://doi.org/10.1016/j.matdes.2017.09.044
http://doi.org/10.1016/j.actamat.2016.05.017
http://doi.org/10.1016/j.apmt.2017.08.006
http://doi.org/10.1038/nmeth.2019
http://www.ncbi.nlm.nih.gov/pubmed/22743772
http://doi.org/10.1016/j.ultramic.2015.08.001
http://doi.org/10.31399/asm.hb.v02.a0001075
http://doi.org/10.1016/0364-5916(85)90021-5
http://doi.org/10.1016/0001-6160(86)90056-8
http://doi.org/10.1016/j.scriptamat.2006.04.019
http://doi.org/10.1016/0036-9748(76)90374-4
http://doi.org/10.1103/PhysRevB.73.024116
http://doi.org/10.1016/j.addma.2019.100939

Crystals 2022, 12, 1437 27 of 27

58.

59.

60.

61.

62.

63.

64.

65.

Ye, J.; Khairallah, S.A.; Rubenchik, A.M.; Crumb, M.F;; Guss, G.; Belak, J.; Matthews, M.]. Energy Coupling Mechanisms and
Scaling Behavior Associated with Laser Powder Bed Fusion Additive Manufacturing. Adv. Eng. Mater. 2019, 21, 1900185.
[CrossRef]

Machorro, R.; Siqueiros, ].M.; Wang, S. Optical Properties of Mg, from UV to IR, Using Ellipsometry and Reflectometry. Thin Solid
Films 1995, 269, 1-5. [CrossRef]

Ly, S.; Rubenchik, A.M.; Khairallah, S.A.; Guss, G.; Matthews, M.]. Metal Vapor Micro-Jet Controls Material Redistribution in
Laser Powder Bed Fusion Additive Manufacturing. Sci. Rep. 2017, 7, 4085. [CrossRef] [PubMed]

Fabbro, R. Melt Pool and Keyhole Behaviour Analysis for Deep Penetration Laser Welding. J. Phys. Appl. Phys. 2010, 43, 445501.
[CrossRef]

Vrancken, B.; Wauthlé, R.; Kruth, J.-P.; Van Humbeeck, J. Study of the Influence of Material Properties on Residual Stress in
Selective Laser Melting. In Proceedings of the Solid Freeform Fabrication Symposium, Austin, TX, USA, 12-14 August 2013;
pp- 393-407.

Kurz, W.; Trivedi, R. Banded Solidification Microstructures. Metall. Mater. Trans. A 1996, 27, 625-634. [CrossRef]

Hyer, H.; Zhou, L.; Benson, G.; McWilliams, B.; Cho, K.; Sohn, Y. Additive Manufacturing of Dense WE43 Mg Alloy by Laser
Powder Bed Fusion. Addit. Manuf. 2020, 33, 101123. [CrossRef]

Berry, J.; Perron, A.; Fattebert, J.-L.; Roehling, J.D.; Vrancken, B.; Roehling, T.T.; Rosas, D.L.; Turner, J.A.; Khairallah, S.A;
McKeown, J.T; et al. Toward Multiscale Simulations of Tailored Microstructure Formation in Metal Additive Manufacturing.
Mater. Today 2021, 51, 65-86. [CrossRef]


http://doi.org/10.1002/adem.201900185
http://doi.org/10.1016/0040-6090(95)06653-5
http://doi.org/10.1038/s41598-017-04237-z
http://www.ncbi.nlm.nih.gov/pubmed/28642468
http://doi.org/10.1088/0022-3727/43/44/445501
http://doi.org/10.1007/BF02648951
http://doi.org/10.1016/j.addma.2020.101123
http://doi.org/10.1016/j.mattod.2021.09.024

	Introduction 
	Materials and Methods 
	Powder Material 
	Laser Irradiation for Ex Situ Studies 
	Sample Preparation for Microscopy Analysis 
	Microscopy 
	In Situ X-ray Imaging 
	Thermodynamic and Kinetic Modeling 

	Results and Discussion 
	Powder Characterization 
	Vapor Depression Behavior and Geometry 
	Pore Formation and Properties 
	Melt-pool Depth and Geometry 
	Melt-Pool-Shape Regimes 
	Microstructure Analysis 
	Theoretical Analysis 

	Conclusions 
	References

