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We present an ab initio molecular dynamics study of the thermal stability and dynamics behaviors of lattice

misalignment structures (LMSs) in the subsurface layers of KH,PO,4 (KDP) crystals. The dehydration process
at the atomic scale is observed in the LMS system, which is the same as that in a perfect KDP crystal.
However, the paths entering the dehydration process are various. The interesting result is that compared

with a perfect KDP crystal, many new paths appear in the LMS system, and even in the same paths, the
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dehydration is more likely to happen in the LMS system. This leads to a dramatic increase in the

dehydration numbers in the LMS system, for which the reasons are given in terms of structural
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Introduction

Potassium dihydrogen phosphate (KDP, KH,PO,) crystals have
attracted intensive interest in the field of optical materials, due
to their remarkable nonlinear electro-optical properties* and
capability of growing to large size,>” leading to many applica-
tions in various high-power large-aperture laser systems such as
inertial confinement fusion reactors.*” However, the actual
laser damage threshold (LDT) of a KDP crystal is usually far
below its intrinsic damage threshold, which limits the output
power of laser systems.**® It is widely accepted that various
defects, including those in the surface/subsurface layers created
during KDP lens surfacing, are the main reason for the decline
of LDT of KDP."*® These defects may have an impact on the
distribution of light and thus affect the LDT of KDP.>*
Therefore, besides growing KDP crystals close to perfection, it is
also important to obtain smoother surfaces and more damage-
free subsurfaces after machining to increase the LDT of KDP.
In recent years, with the improvement of machining tech-
nique, a smoother surface of KDP can be produced by different
ultra-precision surface machining methods, such as single
point diamond turning,** ultra-precision grinding*®?® and
magnetorheological finishing.** Even so, after machining, the
damage at a more microscopic level still cannot be avoided as
expected. Recently, researchers evaluated more precisely the
subsurface structure of a KDP crystal after ultra-precision
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deformation and/or uneven distribution of protons. The results elucidate the underlying atomic
mechanism of the effect of LMS defects on the thermal stability of KDP material.

machining by utilizing grazing incidence X-ray diffraction
technique. The results show that a shallow subsurface layer of
a machined KDP crystal has turned to a lattice misalignment
structure (LMS).****> This means that, compared with other
machining-induced defects,"*® such as pits, cracks, and nicks,
such stress-induced subsurface micro “LMS” defect seems
impossible to avoid, even with a very advanced surface
machining technique. Therefore, clarifying the characteristics
of LMS, a kind of “intrinsic” defect or damage, and its effect on
the LDT of KDP becomes more important. We have previously
published an ab initio study of the lattice misalignment struc-
tures in KDP crystals. In this previous work, by utilizing the ab
initio static calculations, we found out for the first time various
stable lattice misalignment structures by applying stress to KDP
crystals, and calculated their electronic band structures and
optical absorption properties. The results show that the elec-
tronic band structure and the optical absorption of misalign-
ment structure indeed have some differences compared to
a perfect KDP crystal.**

Compared with the static study, the dynamic study on the
evolution of the misalignment structure, however, is more
important, since it directly determines the material thermal
stability under the action of light and heat. This is particularly
significant in large-aperture laser systems, where micro-defects
may not hinder the device performance, but the growth and
even decomposition of defects are catastrophic.>*?” In the
present work, we picked two stable LMSs from our previous
static calculations and studied the atomic dynamics behaviors
in these misalignment structures by utilizing ab initio molecular
dynamics (MD) simulations. We want to see the atomic-level
dynamic evolution of LMS, the possible structural damage,
the damage pathway and how difficult it is compared with the
perfect structure of KDP, and so on. These results are helpful to
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evaluate the possible adverse effects of such stress-induced
“intrinsic” misalignment structure during the working process
of KDP components.

Model and method

As shown in Fig. 1(a), we give the unit cell of a perfect KDP
crystal, which consists of four KH,PO, molecules and contains
two molecule layers. The perfect cell can also be seen in
Fig. 1(d), i.e., the colored part, which differs from Fig. 1(a) only
in the selection of unit cells; the grey parts are obtained by
utilizing the periodic boundary conditions, a perfect bulk is
thus formed. In our previous work,* we presented a simple and
effective method to obtain the atomic configuration of
misalignment structure on the (200) plane. Specifically, we
moved the grey atoms in the dashed box along the Z direction
a small displacement a, by changing the z-component of vector
a, as shown in Fig. 1(d) and (e), the P-O bonds at the (200)
boundary of the unit cell were thus slightly deformed [see
Fig. 1(e)]. By doing so, we try to model the local strain induced
by the stress resulting from the cutting tip. Then, the system
was fully relaxed. Through relaxation, the stress in the deformed
P-O bonds can be transferred to every layer in the system,
during which the (200) LMS appears naturally. More details can
be found from ref. 33. Following the similar procedures as the
above, we simulated the LMS evolution and obtained lots of
local stable LMSs, such as the two representative ones in
Fig. 1(b) and (c). Their z-components of vector a change by 8.40
A and 26.0 A relative to the perfect KDP structure, as shown in
Fig. 1(a)-(c). Different z-components of vector a mean different
degrees of misalignment. Compared with the perfect structure
(PS) of KDP, both of two LMSs produce obvious deformation

(a) (b)
a
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[see Fig. 1(a)-(c)]. Specially, the LMS at 8.40 A (LMS;) has new
radicals of “[HPO,]>"” and “[H;PO,]" [see Fig. 1(b)], which is
different from that in the PS and the LMS at 26.0 A (LMS,).

In the present work, aiming at the two LMSs in Fig. 1(b) and
(c), we use ab initio MD simulations to study their dynamics
behaviors. For comparison, the perfect KDP structure is also
studied under the same conditions. We first generate the 2 x 2
x 2 supercells of PS and two LMSs. Then, the three supercells
including 256 atoms are fully relaxed. After that, the three
optimized systems are heated at a constant temperature of 2000
K. It should be noted that an unreasonable high temperature
adopted here for simulation is just to accelerate the chemical
reaction, since the simulated time scale (ps) is too short for the
chemical processes. The similar practice can be widely found in
the literatures.**** A step size of 1.0 fs is used for all MD
calculations with each simulation running for approximately
5000 steps.* In all cases, dynamical equilibrium (based on the
total system energy) appears to be reached in about 500 steps.
After the systems reach to the dynamical equilibrium, we begin
to trace the atomic trajectories. We focus on those steps with
obvious atomic position and bond changes to find out the
possible structural changes/damages. Then, we further extract
the obvious changed structures and fully relax them to judge
whether the changed structures can be stable. To compare the
difficulty of the possible structural changes/damages in the LMS
and PS systems, we performed 30 independent MD simulations
for each system.

All calculations including the structural relaxations and MD
simulations are performed based on the density function theory
(DFT) utilizing the Vienna ab initio simulation program pack
(VASP) package.** The exchange-correlation potential is
described by the generalized gradient approximation (GGA)
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Fig. 1 The unit cell of a perfect KDP crystal (a). Two stable LMSs with the z-component of vector a of 8.40 A (b) and 26.0 A (c). The radicals
labeled by the solid and dashed circles in (b) denote radicals of [HPO4]>~ and [HzPO4l, respectively. The perfect KDP bulk system (d), by adjusting
the z-component of vector a, the grey atoms in the dashed box are moved along the Z direction a small displacement a, (e). The a and ¢ indicate
the basis vectors of the unit cell. The white, red, pink and purple balls denote H, O, P and K atoms, respectively, which are all the same in the

following figures.
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with the Perdew-Burke-Ernzerhof functional.*> PAW potentials
are used for electron-ion interactions. The kinetic energy cutoff
for the plane-wave basis is set to be 680 eV, which leads to the
converged result for the total system energy better than 1 meV
per atom.>»** A2 x 2 x 2 supercell with a 3 x 3 x 3 Monkhorst-
Pack k-point mesh is used for all calculations. The conjugate
gradient algorithm is used to relax the ions and the residual
force on each atom is taken as the convergence criterion which
is smaller than 0.01 eV A~'. With these parameters, the ob-
tained lattice parameters of the relaxed perfect KDP crystal are
a=b=7.44 Aand ¢ = 6.96 A, which are in excellent agreement
with the experimental values of = b = 7.45 A and ¢ = 6.97 A.¥
Ab initio molecular dynamics (MD) calculations are achieved by
the Verlet algorithm and the canonical ensemble (NVT) is
adopted using the Nosé thermostat to control temperature.

Results and discussion

Based on the obtained MD trajectories, we first focus on the
atomic dynamic evolution in the PS and LMS systems. It is
known that in the static perfect KDP structure (paraelectric
phase), each oxygen atom connects only one close (O-H) or far
(O---H) proton through the H-bond (O-H:--0).**** We will refer
to the oxygen atom that connects the proton through the short
distance as “Os” (O-H), and the other case as “O;” (O---H), as
shown in Fig. 2(a). In sharp contrast, in the dynamic evolution,
as shown in Fig. 2(b)-(d), the oxygen atoms that connect two
protons appear in the three systems because of the rotation and
movement of PO, tetrahedrons, the transfer of protons, and the
change in the H-bond length. Here, we use the similar symbols
like “Ogj, Ogs and Ogy,,” to describe these new oxygen states; the
subscript “m” (medium) indicates that the proton is approxi-
mately located at the midpoint position in the H-bond (O---H- -
0O/O-H-0), as shown in Fig. 2(d). Another obvious dynamic
phenomenon observed in the three systems, especially for the
PS and LMS, systems, is that the proton may escape from one
PO, tetrahedron to another, turning two [H,PO,]™ radicals into
one [HPO,J*~ radical and one [H;PO,] radical. Lastly but most
importantly, when the oxygen state Og appears, the special
dynamics behavior that probably results in a qualitative change
in material usually occurs in the subsequent dynamic evolution.
That is dehydration reaction by which some radicals will be
decomposed.

We find that the oxygen state Og can appear in various
possible combinations of PO, tetrahedrons and protons, and
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they all have the potential to dehydrate. In Fig. 3, we give the
three instances that correspond to three dehydration paths.
Fig. 3(a) displays the PS system. Here, we take the colored atoms
(2[H,PO4]") as an example, which will be referred to as the
“initial combination”. For clarity, we remove the grey atoms in
the PS system and only display the initial combination [see
Fig. 3(b)]. Through a series of dynamic evolution, as shown in
Fig. 3(b) and (c), the initial combination of “2[H,PO,] ” turns
into the combination of “{[HPO4]*~ + [H3PO,]”, owing to the
transfer of protons; besides, the rotation and movement of PO,
tetrahedrons lead to the formation of the oxygen state “Oy,” [see
Fig. 3(c)]. The formation of oxygen state “Og” is an important
dynamic evolution result, since “Og” may evolve into a water
molecule in the subsequent evolution, which results in a quali-
tative change in KDP material [see Fig. 3(d)]. We will refer to the
combination in Fig. 3(c) that is going to dehydrate as the
“dehydrated combination”. Another two examples for the LMS;
and LMS, systems are given in Fig. 3(e)-(h) and (i)-(1), respec-
tively. Similarly, after a series of dynamic evolution, besides the
obvious changes in structure and/or chemical composition, the
oxygen state “Og” appears in the dehydrated combinations [see
Fig. 3(g) and (k)]. Significantly, the oxygen state “O” could also
evolve into a water molecule in the subsequent evolution [see
Fig. 3(h) and (1)], and the dynamics process from “Og” to “H,0”
are fully identical to that in the PS system.

Certainly, in the MD simulations, there are more than three
types of dehydration paths. In Table 1, we give all the dehy-
dration paths observed in the three systems of PS, LMS;, and
LMS,, which are numbered by the Arabic numeral “1-14”. The
important result, as seen in the second column in Table 1, only
three dehydration paths “1, 4, and 10” are in the PS system; the
others are all in the LMS systems. In Table 1, we also give the
corresponding initial combinations, which are labelled by the
symbols of “A;, A,, Az, By, ...” (see the third column). In the
subsequent dynamic evolution, the initial combinations evolve
into the dehydrated combinations, in which “Og” is formed. As
seen in Table 1, some initial combinations evolve into the same
dehydrated combination. For example, the initial combinations
“A1, Ay, and Aj” all become into the dehydrated combination
“A”. Therefore, there are only six types of dehydrated combi-
nations, which are labeled by the capital letters from “A” to “F”
in Table 1. Interestingly, after the formation of “Og”, it is
through the same dynamics process that the oxygen states “Og,”
in the dehydrated combinations evolve into the water mole-
cules. That is, from the six types of dehydrated combinations to

Roge 336 2|30 %

(a) 1: 04, 2: Oy (b) 3: Og

(c) 4: Ogg

() 5, 6: Og

Fig. 2 Schematic of atomic configuration of two [H,PO,4]™ radicals in the initial PS system (a). When the systems reach to the dynamical
equilibrium, various configurations (b), (c) and (d) appear in any of the three systems. The oxygen atoms marked with black circles and Arabic
numerals (1-6) denote five types of oxygen states: Og and O (a), Og (b), Oss (c), and Og, (d). The subscripts “s” (short), “l" (long) and "m” (medium)
describe the distance of proton relative to two oxygen atoms in the O—H---O or O-:-H---O (O—-H-0) bonds, respectively.
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Fig. 3 The supercells of PS (a), LMS; (e), and LMS; (i), where the colored atoms are referred to as the “initial combination”. For clarity, we only
display the initial combinations in (b), (f), and (j). After a series of dynamic evolution, the initial combinations produce obvious changes in structure

and/or chemical composition, and generate the oxygen state “Og’;

we will refer to such changed initial combinations as the "dehydrated

combinations” (c), (g), and (k). In the subsequent evolution, the oxygen state "Og" evolves into a water molecule (d), (h), and (). The a and c denote

the basis vectors of the unit cell.

the final dehydrated products, see the fourth to sixth columns
in Table 1, the dynamics process from “Og” to the “water
molecule” are completely the same, indicated by s;-ss.

In Fig. 4, we display the atomic dynamic evolution in the
dehydration process, step s; to ss, where only the two protons
that form water are given for clarity. In the “s,” step, the oxygen
state Og appears in the “dehydrated combination”. Then, in the
s, step, the H-bond gets shorter/longer, turning the O---H-O
bond into the O-H-O/O---H---O bond; this results in the
formation of oxygen state Og;,,. Next, in the s; step, the O-H-O/
O---H---O bond evolves into the O-H---O bond, during which

the proton successfully escapes from one oxygen atom to the
other, the oxygen state Og thus formed. Finally, the most
remarkable change occurs in the s, step, that is, the newly
formed oxygen state Og; is ejected from the PO, tetrahedron as
a water molecule and leaving behind a [POs]™ radical. By the
way, the newly formed [PO;] ™ radical may interact with a nearest
[PO4]*~ radical to form a [P,0,]*" radical in the subsequent
dynamic evolution [see Fig. 4(e)]. Indeed, researchers have
detected the intermediate product [P,0,]*" radical in the direct
heating of KDP crystals above 500 K.>***> Furthermore, we extract
the structures in the s, and ss steps from the MD trajectories

Table 1 The relevant information of the fourteen dehydration paths in the three systems. The initial combinations at sq step labeled by the

symbols of “Ay, Az, Az, By, ..."

are given in the third column. The dehydrated combinations at s; step are labeled by the capital letters from Ato Fin

the fourth column. In the subsequent evolution, the oxygen states "Og" in the dehydrated combinations all evolve into the water molecules
through the same dynamics process, namely “s;—ss". The dehydrated products are given in the last column

Path System Initial combination (s) Dehydrated combination (s;) Process Products (s4, Ss)
1 PS, LMS,, LMS, A;: 2[H,PO, ]~ A: [HPO,>™ + [H3PO,] $1-S5 H,0, [PO;], [P,0,]*~
2 LMS, A,: [HPO,*™ + [HPO,4]™

3 LMS, As: [HPO,]™ + [H3PO4]

4 PS, LMS, By: 2[H,PO,]” B: 2[H,PO,]~

5 LMS, B,: 2[H3PO,]

6 LMS,; Cy: [HPO,]*™ + [H5PO,] C: [H,PO,4]™ + [H3PO,]

7 LMS, C,: [HPO4*™ + [HPO,4]™

8 LMS; Cs: [HoPO,]™ + [H3PO,]

9 LMS, Cy: 2[H,PO,4]~

10 PS D;: 2[H,PO,]” D: 2[HPO,J*~

11 LMS, Eq: 2[H,PO, ]~ E: [HPO4*~ + [H,PO4]~

12 LMS; E,: [HyPO,4]™ + [H3PO,]

13 LMS, E;: [HPO,>™ + [H,PO,]™

14 LMS, Fy: 3[H,PO,]~ F: [HPO,]*~ + [H,P,0,]*~

This journal is © The Royal Society of Chemistry 2020
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Fig. 4 The atomic dynamic evolution from the dehydrated combination (s;) to the final products (s4, ss), where only the two protons that form
water are given. In the s; step, Og appears in the dehydrated combination (a); then in the s, (b) and sz (c) steps, Og evolves into Og, and then Og;
the oxygen states are marked by the grey dashed circles; finally, in the s4 step (d), “Oss”" liberates from the PO, tetrahedron in the form of a water
molecule and leaving behind a [PO3]~ radical. In the ss step, the [POs]~ radical interacts with an adjacent [PO4]*~ radical to form a [P,O,]*~ radical

(e).

and fully relax them, to judge whether the water molecules can
exist stably; the results show that the water molecules in both
two steps still exist stably after relaxation. In summary, despite
the paths (1-14) entering the dehydration process are various,
their dehydration processes from “Og” to the “water molecule”
are the same; that is, after the formation of “Oy,”, it first evolves
into “Ogy”, then turns into “Ogs”, eventually the oxygen state
“Ogs” liberates from the PO, tetrahedron in the form of a water
molecule. If only the two protons that form water are consid-
ered, the dehydration process can be described as the following
equations, which are consistent with the experimental
observations.**%

{ 2H* 4 2[PO4*” — [P0, + [POs]” + H,0 )

[PO,*" + [PO;]” — [P,0;]*

To compare the decomposition difficulty of LMS and PS
systems, as shown in Fig. 5, we give the statistical results for the
dehydrated numbers of each system in the 30 MD simulations.
From Fig. 5, we can see that, compared with the PS system, the
dehydration paths in the LMS systems increase significantly,
especially in the LMS; system. Specifically, only three dehydra-
tion paths are in the PS system (paths 1, 4, and 10); in sharp
contrast, there are nine and five dehydration paths in the LMS;
and LMS, systems, respectively (see Fig. 5). For the LMS,;
system, this result should be mainly attributed to its initial
chemical composition. Indeed, in the three initial systems, only
the LMS; system has different radicals: [HPO,]>~, [H,PO4] ", and
[H3PO,]. These different radicals result in the formation of

E 304 B PS % LMS] A LMS)
251 3
g5 L A L e
%20' * A Zor
© 0
% 151 m & PS LMS, LMS,
= 104
s *
g | ® 7 x * a* oy
A o * [ | A
1 2 3 4 5 6 7 8 9 10 11 12 13 14
Dehydration Path

Fig. 5 Statistical results for the dehydrated numbers in the PS (red
rectangles), LMS; (blue stars), and LMS; (green triangles) systems. The
abscissas (1-14) denote fourteen dehydration paths observed in the
three systems (see Table 1). Inset: the total dehydrated numbers for the
three systems.
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some unique dehydration paths. For example, in the LMS;
system, there are some dehydration paths that start from the
initial combinations which consist of two different radicals,
such as “[HPO,]*~ + [H,PO,] ", “[H,PO,]~ + [H3PO,]", etc. (see
Table 1); while in the PS and LMS, systems, there are no such
dehydration paths. For the LMS, system, the increased dehy-
dration paths should be caused by the deformed structure. As
shown in Fig. 1(a)-(c), the H-bonds in the LMSs are obviously
stretched compared with that in the PS. The stretched H-bonds
decrease the attraction between the adjacent PO, tetrahedrons,
making it easier for the PO, tetrahedrons to move and rotate.
This catalyzes the scission of the H-bond network, making the
consequence that the protons in the LMS systems have more
transfer degrees of freedom, thus generating more types of
dehydration paths in the LMS, system.

Another interesting result in Fig. 5 is that, in the same
dehydration paths, such as path 1 and path 4, the dehydrated
numbers for the LMS systems are obviously greater than that of
the PS system. There are two possible reasons: on one hand, the
PO, tetrahedrons in the LMS systems are easier to move and
rotate due to the stretched H-bonds, so that the LMS systems
are easier to generate the oxygen state “Og” compared with the
PS system. On the other hand, the protons are unevenly
distributed in the initial LMS; system. The uneven distribution
of protons results in the formation of some radicals in local area
with charged states. The radical in the positively state, such as
[KH;PO,]", is apt to emit a proton outward, while the radical in
the negatively state, such as [KHPO,] , tends to contribute one
[OH]". That is, the uneven distribution of protons catalyzes the
occurrence of dehydration.

The above facts show that, compared with the PS system, not
only do many new dehydration paths appear in the LMS
systems, but also the dehydrated numbers of LMS systems
increase significantly in the same dehydration paths (see Fig. 5).
Therefore, the total dehydrated numbers for both LMS systems
are much greater than that of the PS system. As shown in the
inset in Fig. 5, for the LMS; and LMS, systems, there are 78 and
65 dehydrations in the 30 MD simulations with each running
for 5000 steps; this is in sharp contrast with the 21 dehydrations
in the PS system.

The statistical results in Fig. 5 show that the dehydration
paths in the three systems are various; but interestingly, they all
contain path “1”, also the numbers of radicals dehydrated
through this path account for the largest proportion (see Fig. 5).
Thus, we take the path “1” as an example; we calculate the

This journal is © The Royal Society of Chemistry 2020
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=
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Fig. 6 The energy level comparison diagram (a) of dehydration path 1 in the PS (red lines), LMS; (blue lines), and LMS; (green lines) systems,
where the abscissas “sg” and “s;" correspond to the initial combination “2[H,PO4]™" and the dehydrated combination “[HPOLI?™ + [H3PO.]",
respectively (see Table 1); “s,—s4" correspond to the corresponding configurations in dehydration path 1. For clarity, the energy difference

comparison diagram (AEnax = Emax — Es,) is shown in (b).

formation energy of the corresponding configurations in
dehydration path 1, step s, to s4, in which all the atoms are fully
relaxed. The aim is to compare the decomposition difficulty of
the same dehydration path in the three systems, and thus to
further understand the statistical results. In Fig. 6(a), we display
the energy level comparison diagram for the PS (red lines), LMS,
(blue lines), and LMS, (green lines) systems; the abscissas “sy”
and “s;” correspond to the initial combination “A;” and the
dehydrated combination “A”, respectively (see Table 1); “s,—s,”
correspond to the corresponding configurations in dehydration
path 1; the ordinate denotes the formation energy. The forma-
tion energy is calculated by the following equation:**-*

Ef = En - En,x (2)

where E, is the total energy of the supercell; E,_, is the total
energy of the supercell except for the combinations associated
with dehydration; 7 is the number of atoms in the supercell; x is
the number of atoms associated with dehydration. From
Fig. 6(a), we can see that the energy level diagrams for the three
systems are obviously different. Firstly, for the LMS; system, the
energy difference between the first two steps (so-s;) is lower
than that for the other two systems [see Fig. 6(a)]. This means
that, compared with the PS and LMS, systems, the initial
combination “2[H,PO,] ” in the LMS; system is easier to turn
into the dehydrated combination “[HPO,]>~ + [H;POg4]”. This
should be caused by the different radicals in the initial LMS;
system. That is, the uneven distribution of protons in the
background promotes the transformation from the “2[H,PO,]™”
radicals to the “[HPO,J*~ + [H3PO,]” radicals. Furthermore, the
most remarkable result in Fig. 6(a) is that the maximum energy
difference for both LMS systems is lower than that for the PS
system. For clarity, we give the energy difference comparison
diagram in Fig. 6(b), where AEpa = Emax — Es, and Epa
corresponds to the maximum formation energy at s, or s; step.
From Fig. 6(b), we can clearly see that the energy barrier for the
initial combination “2[H,PO,] ” in the LMS; system to dehy-
drate is lowest, which is consistent with the statistical results in
Fig. 5.
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In summary, compared with the PS system, the LMS systems
have more dehydration paths, and even in the same dehydra-
tion paths, the LMS systems have lower energy barrier to
dehydrate. The results reveal that the LMS defect decomposes
more easily than the perfect KDP structure, suggesting that the
thermal stability of KDP material would be much affected by
such stress-induced subsurface micro LMS defect. Indeed, it
has been discovered that the laser-induced or thermal-induced
decomposition reactions in general begin with the local reac-
tions in the surface/subsurface layers of KDP.*”**>>*° We believe
that the LMS defect may play an important role in the decom-
position of the surface/subsurface layers of KDP components,
and also may be one of the possible reasons for the formation of
the laser-induced damages in the use of KDP.

Conclusion

The LMS, which appears in the machining process of KDP, is
investigated regarding the dynamics behaviors by utilizing the
ab initio MD simulations. The details of atomic dynamic
evolution in the three systems of PS, LMS; and LMS, are ob-
tained. Especially, the dehydration phenomenon is observed,
and its process is the same in the three systems. The dehydra-
tion process includes the formation of “Og”, its transformation,
and ejection in the form of a water molecule. However, the
paths entering the dehydration process are various. Fourteen
dehydration paths are observed in the three systems. The
interesting result is that compared with the PS system, a lot of
new dehydration paths appear in the LMS systems, and even in
the same dehydration paths, the dehydration is more likely to
occur in the LMS systems. This leads to the consequence that
the total dehydrated numbers in the LMS systems are much
greater than that in the PS system, which can be attributed to
the deformed structure and/or the uneven distribution of
protons. These results suggest that once the LMS defect
resulting from processing appears in KDP crystals, the possi-
bility of material decomposition will be greatly increased, which
will much affect the damage threshold of KDP components.
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