crystals

Article

Phase Compositions and Microwave Dielectric Properties of
Na1,xSrB509, .5 Ceramics

Xuepeng Lu 1, Peng Wu %*, Huimin Yang 3, Min Yang 3 and Yong Zheng 3*

check for
updates

Citation: Lu, X.; Wu, P,; Yang, H.;
Yang, M.; Zheng, Y. Phase
Compositions and Microwave
Dielectric Properties of
Nay,SrB5Og.05¢« Ceramics. Crystals
2023,13,1042. https://doi.org/
10.3390/ cryst13071042

Academic Editors: Kaixin Song and
Maria Gazda

Received: 20 May 2023
Revised: 21 June 2023
Accepted: 27 June 2023
Published: 30 June 2023

Copyright: © 2023 by the authors.
Licensee MDPI, Basel, Switzerland.
This article is an open access article
distributed under the terms and
conditions of the Creative Commons
Attribution (CC BY) license (https://
creativecommons.org/licenses /by /
4.0/).

1 School of Materials Science and Engineering, Nanjing Institute of Technology, Nanjing 211167, China;
xuepenglyu@njit.edu.cn

2 College of Chemistry and Materials, Longyan University, Longyan 364012, China

3 College of Materials Science and Technology, Nanjing University of Aeronautics and Astronautics,
Nanjing 210016, China

*  Correspondence: wupeng@lyun.edu.cn (P.W.); zy_msc@nuaa.edu.cn (Y.Z.)

Abstract: Microwave dielectric ceramics composed of Na,,SrBsOg.q5x (0 < x < 0.125) were syn-
thesized via a traditional solid-state reaction approach. The effects of non-stoichiometric Na on
the crystal structures, phase compositions, chemical bond characteristics, and microwave dielec-
tric properties of the Nay,,SrB5Og,( 5« ceramics were systematically studied. All Naj,,SrBsOg.q 5x
ceramics sintered at optimum temperatures consisted of a NaSrBsOg solid-solution phase and a
SrB,0, phase. Appropriate excess Na could suppress the generation of the SrB,O, phase, and the
lowest content of the SrB,O, phase was achieved at x = 0.075. The ¢, values of the Nay,4SrB5O9.¢ 5x
ceramics were primarily affected by the relative density and molecular polarization. The Q x f
values showed a positive correlation with the lattice energy. The 1 value was correlated to the
SrB,O4 phase content, bond valence, and bond energy. Typically, the Naj (755rB5Og o375 ceramic
sintered at 825 °C possessed good microwave dielectric properties of e, = 5.61, Q x f =31, 937 GHz,
and T = —3.09 ppm/°C, which are suitable for high-frequency, low-temperature co-fired ceramics
(LTCCs) substrate applications.
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1. Introduction

In recent years, significant advancements have been made in the development of
millimeter-wave wireless communications. In order to facilitate the effective utilization
of 5G communication, it is imperative to develop innovative microwave dielectric materials
that can facilitate the miniaturization and integration of passive electronic components [1-3].
Low-temperature co-fired ceramic (LTCC) technologies play a critical role in enabling the
miniaturization and integration of communication equipment [4-6]. To satisfy the demands of
low-temperature co-fired ceramic (LTCC) technologies, microwave dielectric ceramics must be
sintered at temperatures below 961 °C. Additionally, low permittivity (e;) values contribute to
improved signal transmission speeds and reduced latencies, while high quality factor (Q x f)
values mitigate losses and broaden the bandwidth. Finally, near-zero temperature coefficients
of resonance frequency () values ensure system stability.

The development of low-temperature synthetic microwave dielectric ceramics has
predominantly centered around molybdates, phosphates, vanadates, borates, and glass—
ceramics [7-11]. Of these, borate ceramics have received substantial attention in recent
years owing to their low raw prices, variable chemical structures, excellent dielectric
properties, and straightforward preparation processes. Liu et al. [12] reported that LiMBO;
(M =Ca, Sr) ceramics could be densified at 800 °C with excellent dielectric properties
(er = 8.7, Q x £ =75,000 GHz, and t¢; = —150 ppm/°C and ¢, = 8.6, Q x f = 60,000 GHz,
and 1 = —39 ppm/°C) and could be chemically compatible with Ag. Zhou et al. [13]
prepared dense LigB4Og9 microwave dielectric ceramics at 640 °C with microwave dielectric
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properties of ¢, = 5.95, Q x f = 41,800 GHz, and 1t = —72 ppm/°C, and a prototype patch
antenna was fabricated by exploiting the compatibility of LigB4Og with silver metallization
using LTCC technology.

NaSrBs0g, a commonly studied borate due to its complex structural chemistry, has
been utilized investigations of its photoluminescence properties [14-16]. Wu et al. [17] first
reported the crystal structure of the NaSrBsOg compound. The fundamental structural
unit in NaSrBsOy is the [B5O9]>~ anionic group, which is constructed from three [BO3]
triangles and two [BO4] tetrahedra. The Na and Sr atoms are encircled by eight O atoms
and form trigonal dodecahedra. In our previous work, we reported that NaSrBsOg-based
ceramics densified at 800 °C exhibited remarkable microwave dielectric properties of
gr =5.67, Q x £=49,824 GHz, and ¢ = —18.28 ppm/°C [18]. Thus, the second phase of
SrB,O4 was formed in all ceramics sintered at various temperatures and could potentially
be attributed to the evaporation of Na and B. Yang et al. [19] found that an excess of B can
suppress the formation of the second phase of SrB,Oy, resulting in improvements in the
uniform microstructures of NaSrBs,5,09,75¢ ceramics. Similarly, Na elements are prone to
volatility during the sintering process. However, research on the non-stoichiometric effects
of Na on the phase composition and properties of NaSrBsOy-based ceramics has not been
reported yet.

In this study, the sintering behaviors, phase compositions, microstructures, and mi-
crowave dielectric properties of Naj,xSrB5O9.05x (0 < x < 0.125) ceramics fabricated via
the solid-phase sintering method were thoroughly researched. The intrinsic mechanism
responsible for the microwave dielectric properties was elucidated by utilizing the P-V-L
bond theory.

2. Experimental Procedure

The analytical reagents, Na,COs3 (99.5%), StCO3 (99%), and H3BO3 (>99.5%), were
utilized in the traditional solid-state reaction method to fabricate Naj,,SrB5Og,(5x (0 < x
< 0.125) ceramics. The powders were weighed according to the aforementioned chemical
formulae and mixed with ZrO, balls in a nylon jar for 4 h, using ethanol as the mixing
medium. The resulting slurries were dried at 80 °C and pre-synthesized at 600 °C for 4 h to
obtain the primary phase. The pre-synthesized powders were then re-milled for another 4 h
and re-dried. The mixed powders were pressed into cylindrical samples with diameters of
10 mm and thicknesses of 6 mm, using a pressure of 150 MPa. A binder solution containing
5 wt.% of polyvinyl alcohol (PVA) was employed. The green samples were subsequently
sintered at temperatures ranging from 750 °C to 850 °C for 4 h.

The phase compositions were analyzed via a powder X-ray diffractometer (Advanced
D8, Bruker, Ettlingen, Germany) with CuK« radiation. GSAS and EXPGUI software were
utilized to refine the diffraction data to ensure accuracy in determining the crystal structures.
The total lattice energy, bond valence, and bond energy were calculated via the P-V-L bond
theory [20]. In the case of binary crystals (AmBn), the lattice energy (Uyot,)) of the ceramic
was calculated as follows:

Utotal = Z u 1)
ur =ut +ul 2)
( u)1.64
ut = 2100~m-W- & (3)
m+n)-ZH.z" 0.4
uiu — 1270.%. (1 _ d“) .fiu (4)

where U/ and lll” represent the covalent and ionic lattice energies of the y bond, respectively,
and Zﬁ and Z" are the valence states of the cations and anions that constitute the u bonds,
respectively.
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The bond energy (E) of the ceramic can be obtained as follows:

Er=Y E} ©)

E]' = t.E! + HE! (6)

El = UCAQ,%CM'(EAﬂqEB—B)l/2 ?)

Ely _ 1383}.{088 ®)

where E!' and Ef’ represent the covalent and ionic parts of the bond energy, respectively,
t. and t; represent the scale factors of the covalent and ionic parts, rc4 and rcp are the
covalent radii of the chemical bonds in A and B, respectively, and E4_ 4 and Ep_p are the
homonuclear bond energies.

The bond valence (V) of the ceramic is calculated as follows:

Ri:i—d:
Vij = exp(” B ”) (10)

where Vi]- is the bond valence of each bond, 7 is the number of bonds, Rl-j is the bond valence
parameter (a fixed value), d;; is the bond length, and by is a constant.

The microstructures of the samples were examined using scanning electron microscopy
(SEM; 5-3400 N. Hitachi, Tokyo, Japan). The Archimedes method was employed to de-
termine the bulk densities of the ceramic samples. The microwave dielectric properties
of the samples were evaluated using the Hakki—Coleman method [21] with a vector net-
work analyzer (Agilent, N5244A, Santa Clara, CA, USA). Five specimens for each ceramic
composition were tested, and the arithmetic means of the test results were taken. The
resonance frequencies of the samples were measured at both 25 °C and 85 °C to estimate
the temperature coefficients of the resonant frequencies (75), which were determined as
follows:

Ty = {88;—_]2(;5) x 10° (ppm/°C) (11)

where f5 and fgs5 were the TE016 resonant frequencies at 25 °C and 85 °C, respectively.

3. Results and Discussion

The trend in the relative densities of the Na,,SrB5QO9.,g 5« microwave dielectric ceram-
ics at different sintering temperatures is illustrated in Figure 1. The relative densities of
ceramics with the same compositions initially increases and then decreases with an increase
in the sintering temperature. When 0 < x < 0.05, the optimum sintering temperature for the
Nay4xSrB50g. 5« ceramics is 800 °C. When x > 0.075, the optimum densification sintering
temperature for the Nay.,SrB5Og.0 51 ceramics increased from 800 °C to 825 °C, indicating
that an excessive amount of Na can increase the optimum sintering temperature for the
Na1,,SrB5Og. 5¢ ceramics. In addition, a suitable amount of Na can enhance the relative
densities of the ceramics sintered at the optimum sintering temperature. Remarkably,
the Naj 1SrB5Og o5 ceramic sintered at 825 °C has the maximum relative density of 98.9%,
which is higher than the maximum relative density of the NaSrBsOy ceramic.
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Figure 1. Relative densities of the Naj,,SrB5Og.05x (0 < x < 0.125) ceramics sintered at various

temperatures.

Figure 2a displays the XRD patterns of the Na;.,SrB5O9.9 5« (0 < x < 0.125) ceramics
at the optimum sintering temperature. The diffraction peaks of all the samples match well
with the standard cards for NaSrBsO9 (ICDD-PDF 00-056-0415, monoclinic, space group
P2, /¢) and SrB,O4 (ICDD-PDF 00-015-0779, orthorhombic, space group Pbcn). In addition,
the diffraction peak intensity of the second phase, SrB;Oy, in all ceramics is relatively low,
which implies that an excessive amount of Na can reduce the formation of the second phase,
SrB,Oy, to a certain extent.
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Figure 2. (a) The X-ray data of the Naj,4SrB5Og.0 5« (0 < x < 0.125) ceramics sintered at various
temperatures; (b) Rietveld refinement pattern for the XRD data (x = 0.05 is taken as an example).

Crystal structure refinements were performed on powder samples using GSAS soft-
ware. The calculated patterns of all samples closely fit those of measured, indicating
that the refinement results are credible. The pattern following the refinement of the
Na1,xSrB50g,0.5x (x = 0.05) ceramics sintered at 800 °C is shown in Figure 2b. The lat-
tice parameters and phase composition fractions are listed in Table 1. When 0 < x < 0.1,
the unit cell volume of the NaSrBsOg phase increases with an increase in x, probably due to
the partial entry of Na+ ions into the interstitial sites, resulting in an enlargement of the
unit cell volume of the NaSrB5O9 phase. When x continues to increase, the unit cell volume
slightly decreases. It is noted that excessive Na can suppress the formation of the second
phase, SrB,O4, and the minimum mass percentage of the SrB,O4 phase (content: 9.05 wt.%)
was obtained at x = 0.075.

Table 1. Lattice and refinement data of Nay,4SrB5Og. 0 5x (0 < x < 0.125) ceramics sintered at optimum
temperatures.

x Phase a(A) b (A) c(A) V (A% wt. % Rup R, x>
A T T
s MR SRR MTOEN e asn o
oo NI UMN MR Temn hee 2w s oo
O S v B T
o MR ST LAYl Wm BZ e e o
R I R R

Rp—the reliability factor of patterns. Ryp—the reliability factor of weighted patterns. x>—the goodness of fit
indicator = chi.2.

Figure 3 shows the microstructures of the Na,xSrB5Og.g5x (0 < x < 0.125) ceramics
sintered at optimum temperatures. It can be seen that the grains of all samples are tightly
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arranged with each other, but irregular polygonal grains appear with the increase in the
Na content. When x > 0.05, the grain size increases, the grain boundaries become blurred,
and the morphologies of the grains change in the samples. The number of nearly equiaxed
grains decreases significantly, while the number of polygonal grains increases, and there
are also abnormally large grains in Figure 3f.

Figure 3. SEM micrographs of the Na1,,SrB5Og.¢5x (0 < x < 0.125) ceramics sintered at optimum
temperatures: (a) x = 0, 800 °C; (b) x = 0.025, 800 °C; (c) x = 0.050, 800 °C; (d) x = 0.075, 825 °C;
(e) x=10.100, 825 °C; (f) x = 0.125, 825 °C.

In order to analyze the elemental compositions of the polygonal grains in the ceramic
samples, EDS testing was conducted on the labeled grains in Figure 3¢, and the results are
shown in Figure 4. The EDS elemental analysis results indicate that the elements contained
in the two types of grains (A and B) are the same, including Na, Sr, B, and O, and their
atomic ratios are similar, indicating that they belong to the same solid-solution phase.

Figure 4. EDS spectra of the grains in Naj,,SrBsOg.¢ 5« (x = 0.05) ceramics: (a) spot A; (b) spot B.

(a) Element Atomic % (b) Element Atomic %
B 32.53 B 32.46
o 50.089 o] 49.98
. NaK 9.52 = NaK 9.35
;: SrL 7.86 :_-; SrL 8.21
& &
2 2
= =
= =
=} =}
& spot A &) spot B
4 5 6 7 8 9 10 3 4 5 6 8 9 10
Energy (Kev) Energy (Kev)
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The ¢, values of the Naj,,SrBsOq. 5« ceramics at different sintering temperatures are
shown in Figure 5a. The ¢, values of all compositions increase first and then decrease with
the increase in sintering temperature, which agrees well with the variation trend of the
relative densities of the ceramics, indicating that the relative density is the main factor for
¢, values.

(a) 69{(b)
6.0 . .
W 57 ./- '\. —
s ——
54 A
56
M & 6.4 .
_— 6.0 o2
52 & Sy
. 3% 3 B £ [s6
W
54
48 x5
w52 — S .
4l 5.1 o Ey
’ 264
4.0 /*'*\*/*/* 256,
’ * —h—a, s
750 775 800 825 850 0 0025 005 0075 01 0125

Sintering Temperature (°C) x value

Figure 5. (a) ¢, values of Naj,4SrB5Og.( 5« ceramics sintered at different temperatures; (b) v, €rc, €cal,s
and s Values of Naj,4SrBsOg, 0 5¢ ceramics sintered at optimum temperatures.

To further discuss the influence of the Na content on the ¢, values of Naj,,SrB5Og. 5«
ceramics sintered at optimum temperatures, the corrected dielectric constant (e,.) was
obtained by correcting the measured dielectric constant (e,) of the ceramics for porosity,
and the theoretical dielectric constant (e,;) and the actual molecular polarization («,s) were
calculated based on the refined results, as shown in Figure 5b. The values were determined
as follows [22-24]:

erc = &+(1+1.5P) (12)
_ 3V + 8741
Cl = 3 — Ay, (13)
e (NA1157B500-105x) = (1+x) x a(Na™) + Oé(Sr2+ (14)
+50((B3+) + (9 + O.SX) % a(oZ—)
“theo(srBZO4) = (57’2+) + 2u (B3+) + 4 (027) (15)
In Ecal = Zln Vilns,- (16)

where P is fractional porosity, V, is the molecular volume, &, is the theoretical polariz-
ability, and V; represents the volume fraction of each phase: x(Na*) = 1.8 A3, (Sr2T) = 4.24
A3, x(B3*) =0.05 A3, and a(0?) = 2.01 A3 [25].

The Clausius-Mosotti equation can be utilized to determine the observed ionic polar-
izability, which is calculated as follows [26]:

3V (e, —1)

Kops = m (17)

where V is the volume of the unit cell.

The trend in the variation of ¢, values is consistent with those of ¢, and &, but
inconsistent with that of ¢, indicating that relative density and molecular polarization are
important factors influencing the e, values of Naj,xSrB5Og.0 51 ceramics.

Figure 6 shows the Q x f values of Naj,SrB5Og,( 5« ceramics sintered at different
temperatures. It can be seen that the Q X f values of Naj,4SrB5Og,( 5« ceramics with the
same composition first increase and then decrease with an increasing sintering temperature
due to reductions in the extrinsic losses caused by decreases in pore and grain boundary
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defects. The maximum Q x f value is obtained at the optimal sintering temperature, after
which the Q x f value decreases as the grain grows abnormally large. In addition, among
all the compositions with excess Na, Nay,4xSrB509.05x (x = 0.05, Ts = 800 °C) shows the
highest Q x f value of 38,453 GHz, indicating that excess Na will deteriorate the dielectric
properties of ceramics.

60.00k
(a) < 56.0k(b)
= i —&—0%f(GHz)
48.00k- Q 48.0k
I X s00
[ x=0.025 Qr #90-9%7 _/j\
= x=0.05 1 T p—
3 36.00k oy , = 32.0k n _
= . . . . . =
o = tig':zg \ 62k{(€) —©— U of Na,,_SrB,O, (KJ/mol) lasas 2
H—x = 0.125 / N\ = *
S24.00k | /4 S oot ] SN il £
. G = N 7 o732 E
Tr/ - % ¥ 58k NZ b3
1200k = ’ ) o720 2
56k - ; con(® F0.720 5
Packing fraction(%) 2
T T T T T T T T T T T -
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Sintering Temperature (°C) x value

Figure 6. (a) Q x f values of Naj,4SrB509,( 5x ceramics sintered at different temperatures; (b) Q X f,
U and packing fraction values of Naj,,SrB5Og. 54 ceramics sintered at optimum temperatures.

In To further understand the variation in the Q x f values of Na,,SrBsOg.( 5 ceramics,
the total lattice energies (U) and atomic packing densities of Naj,,SrB5sOg. 5« ceramics
were calculated. The atomic packing density is calculated as follows [27]:

Volume of the atoms in the cell 7
Volume of unit cell
(14x)x 13,41 +5r5+(9+05x) x rd)
abc

Atom packing fraction =
packing f a8)

_ 4n
=3 X 4 X

where Z is the molecular number in a unit cell.

Typically, a higher lattice energy and atomic packing density lead to a reduction
in the intrinsic loss and an enhanced quality factor of a ceramic material. As shown in
Figure 6b, the variation trend of the Q x f values showed a positive correlation with U
values and an inverse correlation with atomic packing density, implying that the lattice
energy has a major impact on the Q X f value of a Naj,4SrB5Og, 5« ceramic. The larger
lattice energy corresponds to a more stable crystal structure with a minimum intrinsic loss
due to non-harmonic lattice vibration.

The ¢ values of microwave dielectric ceramics are influenced by their phase com-
positions, bond energies, and bond valences. Generally, a higher bond valence (V) and
bond energy (E) correspond greater strengths of the chemical bonds and a smaller | ¢!
value. Figure 7 depicts the ¢ values, bond valences, and bond energies of Naj.,SrB50g. 5«
ceramics sintered at optimum temperatures. When x < 0.05, the ¢ values slightly increase,
which is mainly related to the reduction in the second phase, SrB,O4, content. When
x = 0.075, the ceramic sintered at 825 °C exhibits the maximum ¢ value of —3.09 ppm/°C,
which is correlated to the lower second phase content and increases in the bond valence
and bond energy. However, as the x value further increases, the t¢ values decrease due to
the increase in the second phase content.
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Figure 7. Variations in the 5 values, bond valences, and bond energies of Naj.,SrB5Og,( 5« ceramics
sintered at optimum temperatures.

Table 2 lists the sintering temperatures and microwave dielectric properties of sev-
eral borate ceramics. Generally, borate ceramics exhibit low sintering temperatures, low
permittivity values, and high Q X f values, rendering them proficient for utilization in
low-temperature co-fired ceramics. Compared to the CaAlB,Os5 5 and Zn3B,Og systems,
the NaSrBsOg system exhibits a lower sintering temperature and a 7 value closer to zero.
In comparison to the LiBO; system, the NaSrBsOy system has a higher Q x f value and a ¢
value that is closer to zero. Furthermore, the Naj g755rB5Og 0375 ceramic has a 7y value that
is closer to zero than the NaSrBsOg ceramic. In this work, the Naj ¢755rB5Og (375 ceramic
exhibited a low densification temperature (825 °C), a near-zero t; value (—3.09 ppm/°C), a
high Q x f value (31,937 GHz), and a low dielectric constant (5.61), making it suitable for
LTCC applications.

Table 2. The sintering temperatures and microwave dielectric properties of some borate ceramics.

Compounds S.T.(°C) €r Q x f(GHz) 77 (ppm/°C) Ref.
CaAlByOs55 940 5.8 63,338 -29 [28]
Zn3B,06 925 6.7 58,500 58 [29]
(ZnogsNio0s)s 900 6.9 91,000 —55.6 [30]
B,O4
LiBO, 640 5.3 18,200 —66.2 [31]
NaSrB5Oyg 850 5.67 49,824 —18.28 [17]
NaSrBs 3500 525 825 5.68 57,173 —14.83 [18]
Na1,075SrB509,0375 825 5.61 31,937 —-3.09 This work

4. Conclusions

Microwave dielectric ceramics composed of Na1,xSrB5Og.g5x (0 < x < 0.125) were
synthesized via a traditional solid-state reaction approach. The samples sintered at opti-
mum temperatures contained a Naj,xSrBs50Og, 0 5« solid-solution phase and SrB;O4 phase.
Excessive Na can suppress the formation of the second phase, SrB,Oy, and the minimum
mass percentage of the SrB,O, phase (content: 9.05 wt.%) was obtained at x = 0.075. The
¢, values of the Naj,,SrB50g.( 5« ceramics were mainly related to the relative density and
molecular polarization. The Q x f values showed a positive correlation with lattice en-
ergy. The 7y value was dependent on the second phase content, bond valence, and bond
energy. Temperature-stable microwave dielectric ceramics composed of Naj 755rB509 9375
were obtained at 825 °C and exhibited good microwave dielectric properties of ¢, = 5.61,
Q x £=31,937 GHz, and 77 = —3.09 ppm/°C, which are suitable for high-frequency LTCC
substrate applications.
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