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(Cu1−xAgx)7SiS5I-based ceramics were prepared by pressing and sintering from the micro- and
nanopowders. The ceramic samples were investigated using microstructural analysis. The mi-
crohardness was measured using the method of pressing the Vickers pyramid. It has been shown
that the microhardness of (Cu1−xAgx)7SiS5I-based ceramics essentially less (∼ 50%) than that of
the single crystals, but the tendency to the microhardness decrease with a decrease of the copper
content at the Cu+ →Ag+ cationic substitution is observed both for single crystals and ceramics.
With the growth of microcrystallites' size in the range from 3 µm to 12 µm, the microhardness
of ceramics increases. The compositional dependences and size e�ects of microhardness, electrical
conductivity and density of (Cu1−xAgx)7SiS5I-based ceramics are analysed.
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I. INTRODUCTION

Cu7SiS5I and Ag7SiS5I superionic conductors belong
to the wide family of compounds with the argyrodite-
type structure [1, 2]. Electrical conductivity of
(Cu1−xAgx)7SiS5I solid solutions was investigated in
Ref. [3]. It has been revealed that an increase in the si-
lver atoms content in (Cu1−xAgx)7SiS5I solid solutions
leads to a nonlinear increase in electrical conductivity.
Moreover, the ratio of ionic conductivity to the electronic
one is nonlinearly increasing by almost �ve orders of
magnitude at the transition from Cu7SiS5I to Ag7SiS5I
[3]. Due to the high ionic conductivity, (Cu1−xAgx)7SiS5I
crystals are promising materials for di�erent areas of
solid state ionics (development of e�ective energy power
sources, new electrode materials, supercapacitors etc) [3].
Recently, the ceramics based on superionic conductors

with an argyrodite structure have benn investigated [4].
It should be noted that for a practical application the
superionic materials in the ceramic form are more sui-
table. Therefore, the ceramics are more intensively appli-
ed in the production of functional components for di-
�erent electronic devices.
Here we present the results of compositional studies of

mechanical parameters and dimensional e�ects in superi-
onic ceramics based on (Cu1−xAgx)7SiS5I solid solutions.

II. EXPERIMENTAL

Cu7SiS5I and Ag7SiS5I compounds were synthesizad
from simple substances: copper, silver, silicon, sulfur,
and pre-synthesized binary copper (I) iodide and silver
(I) iodide, further puri�ed by vacuum distillation and
directional crystallization, respectively, taken in stoichi-
ometric ratios in evacuated to 0.13 Pa quartz ampoules.
The synthesis regime of Cu7SiS5I and Ag7SiS5I included
step heating up to 723 K at a rate of 100 K/h (ageing

during 48 h), a further increase in temperature to 1470 K
for Cu7SiS5I and 1230 K for Ag7SiS5I at a rate of 50 K/h
and ageing at this temperature for 24 hours.

Alloys of Cu7SiS5I�Ag7SiS5I system were synthesi-
zed using a direct one-temperature method from the
pre-synthesized Cu7SiS5I and Ag7SiS5I compounds. The
synthesis mode included step heating at a rate of 100 K/h
to 1023 K and ageing at that temperature for 24 hours,
a further increase in temperature to 1470 K at a rate of
50 K/h and ageing at that temperature for 72 hours. The
annealing was performed at the temperature of 873 K
during 120 hours. Cooling to room temperature was
carried out in the mode of the switched o� oven.

The ceramic samples were prepared from powders of
di�erent dispersion. The microcrystalline powders wi-
th an average particle size of ∼ 10�50 µm were obtai-
ned by grinding in an agate mortar. The nanocrystalli-
ne powders were ground in a planetary ball mill PQ-
N04 for 30 min and 60 min with the speed of 200 rpm.
The structural properties of (Cu1−xAgx)7SiS5I powders
and ceramic samples were studied using XRD technique
and microstructural analysis. The XRD measurements
were performed using the di�ractometer DRON 4-07
with CuKα radiation, angle scanning speed 2θ was 0.02
degree, exposure was 1 s.

The powders were pressed at ∼400 MPa and
annealed at 973 K during 36 hours. In such a way
the polycrystalline ceramic samples were fabricated in
the form of disks, 8 mm in diameter and 3�4 mm
thick. The ceramic samples were investigated though mi-
crostructural analysis using metallographic microscope
METAM-R1. It has been shown that the ceramic samples
prepared by sintering a nanopowder obtained by grindi-
ng in a planetary ball mill are characterized by a more
homogeneous microstructure, characterized by the distri-
bution of particles in a narrower range, in contrast to
the samples obtained by sintering a micropowder with a
particle size of ∼ 10�50 µm. As a result of the recrystalli-
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zation process, the average size of microcrystallites for
the samples obtained from micropowder grinding in an
agate mortar is ∼ 12 µm, while for the samples obtained
from nanopowders grinding in a planetary ball mill for
30 min and 60 min is ∼ 5 µm and ∼ 3 µm, respectively.

We used the microindentation method using a Vickers
indenter to study the mechanical properties of ceramics
based on (Cu1−xAgx)7SiS5I solid solutions. This method
is often used to investigate ceramic samples [5]. The
measurements of microhardness using the method of
pressing the Vickers pyramid were carried out in the
load range of 0.1�2 N at room temperature. The mi-
crohardness PMT-3 meter with Vickers indenter (correct
quadrangular pyramid with an angle of 136◦ at apex)
was used to measure microhardness. The microhardness
values were calculated by the equation [6]:

H =
P

S
=

2P sin α
2

d2
= 1.854

P

d2
, (1)

where α=136◦, P is the load on the indentor, d is the
diagonal of the imprint. The depth of indenter imprints
was 1�10 µm (Fig. 1).

Fig. 1. Vickers indentor imprints and microstructure of
ceramic sample based on (Cu0.25Ag0.75)7SiS5I solid solution

with an average crystallite size of ∼ 5 µm.

Electrical conductivity were measured though
impedance spectroscopy [7] in the frequency range from
10 Hz to 2 × 106 Hz and temperature interval from
292 to 383 K using a combination of high-precision
LCR meters: Keysight E4980A and AT-2818 [3]. The
amplitude of the alternating current was 10 mV.
Measurements were carried out using a two-electrode
method, on blocking (electronic) gold contacts. Gold
contacts for measurements were obtained by chemi-
cal precipitation from the solutions [3]. It has been
revealed that with an increase in frequency the electrical
conductivity grows, which is typical of materials with
ionic conductivity in a solid state. For detailed studies of
the frequency behavior of electrical conductivity as well
as its separation into ionic and electronic components,
a standard approach using electrode equivalent circuits
(EEC) [7, 8] and their analysis on Nyquist plots was
used. The parasitic inductance of the cell (∼ 2×10−8 H)
has been taken into account during the analysis of all
ceramic samples.

III. RESULTS AND DISCUSSIONS

Figure 2,a presents the compositional dependences of
microhardness for the ceramic samples prepared on the
basis of (Cu1−xAgx)7SiS5I solid solutions with x= 0,
0.25, 0.5, 0.75, 1. Previously, mechanical properties of
(Cu1−xAgx)7SiS5I single crystals were studied in Ref. [9].

Fig. 2. The compositional dependences of microhardness at P
= 0.5 N (a) and ionic component of electrical conductivity (b)
for (Cu1−xAgx)7SiS5I crystals (1) and ceramics with di�erent

grain size: 12 µm (2), 5 µm (3), 3 µm (4).

It has been shown that the microhardness of
the ceramic samples prepared on the basis of
(Cu1−xAgx)7SiS5I solid solutions is essentially less
(∼ 50%) than the same parameter determined for si-
ngle crystals of the corresponding chemical composi-
tion. However, the tendency to the microhardness
decrease with a decrease of the copper content at the
Cu+ →Ag+ cationic substitution is observed both for si-
ngle crystals and the ceramics under investigation. The
revealed compositional dependences of microhardness
for abovementioned ceramics (Fig. 2,a) can be associ-
ated with the same reason as in the case of the single
crystals � an increase in the ionic radius of cations at the
Cu+ →Ag+ isomorphic substitution [10]. The decrease of
the microhardness of the ceramic samples in comparison
with the single crystals of the same chemical composition
can be related to the presence of pores, intercrystallites
areas (with a great amount of structural defects) and, as
a consequence, free volume. To determine the porosity of
ceramic materials using a hydrostatic weighing method,
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density measurements were carried out. As a result, it
was measured that the density of the ceramic materials
is ∼ 3− 11% lower than the density of single crystals of
similar chemical compositions (Fig. 3).

Fig. 3. The compositional dependences of density for
(Cu1−xAgx)7SiS5I crystals (1) and ceramics with di�erent

grain size: 12 µm (2), 5 µm (3), 3 µm (4).

Fig. 4. Dependences of microhardness at P = 0.5 N
(a) and ionic component of electrical conductivity (b) for
ceramics on microcrystallites size: (Cu0.75Ag0.25)7SiS5I (1),
(Cu0.5Ag0.5)7SiS5I (2), (Cu0.25Ag0.75)7SiS5I (3), Ag7SiS5I

(4).

Therefore, the microhardness of the ceramic samples
is less than the microhardness of single crystals. It

should be noted that the indentation the ceramic samples
formed not only due to the plastic deformation of some
areas in the microcrystal. The plastic deformation of
ceramic samples under an indente can be caused by the
contribution of intercrystallite areas with defects, as well
as by the material densi�cation into the area of pores and
microvoids. It is well known that the following deformati-
on regions are observed under an indenter in a near-
contact zone: hydrostatic zone, plastic zone and elastic
zone. The size of these zones depends on the mechanisms
of the materials deformation as well as on the penetrati-
on depth of the indenter [11]. The parameters of the
abovementioned zones formation and the microhardness
are determined by the structural peculiarities of the
samples. It should be noted that the microhardness of
ceramics also depends on the average size of the mi-
crocrystallites which formed the ceramics after sintering
nano- and micropowders.
The di�erence in the mechanical behavior of cerami-

cs with di�erent sizes of microcrystallites comparing to
single crystals of the similar chemical composition is
not only quantitative but also qualitative. As is known,
during the formation of the imprint due to the plastic
deformation of the material under the indenter, the
dependence of the yield strength σT , as well as the
microhardness H on the size of microcrystallites d for
polycrystalline materials and ceramics is described by
the Hall�Petch relation [12]:

σT = σ0 +
k√
d
; H = H0 +

kh√
d
, (2)

where σ0 is the limit of (macro)elasticity, k characterizes
the contribution of grain (microcrystallite) boundaries
to the material seal under the indenter and depends on
the resistance of the grain boundaries to the dislocati-
ons movement, kh is some positive value. This relati-
on holds in a wide range of grain sizes. It follows from
this relation that when the grain size decreases, the
hardness of the polycrystalline sample should increase.
For the development of a plastic deformation in a si-
ngle crystal, it is necessary to ful�l the force slip condi-
tion of the dislocation σ > σ0, where σ is the external
mechanical stress. In the case of polycrystals and cerami-
cs, one more kind of barrier for the dislocation motion
emerges in addition to the obstacles distributed inside
the grains, namely, the grain boundaries. Therefore, in
a polycrystalline material, the movement of dislocati-
ons is more complicated, which is explained by Eq. (2).
However, in the formation of polycrystalline materi-
als and, especially, ceramics, an important factor that
in�uences the processes of deformation of the samples is
the technological factor.
The ceramic samples obtained by recrystallization are

characterized by the presence of a signi�cant amount of
pores. Therefore, in the process of microindentation, the
deformation of ceramic samples under the indenter can
largely occur by punching the material into the area of
voids. As the sizes of the microimprints were much larger
than the size of the ceramic grains d, the reduction of
this parameter led to the formation of a more porous
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structure. As a result, its hardness slightly decreased. It
is shown in Fig. 4,a that with the growth of the grain size
from 3 µm to 12 µm, the microhardness of the ceramic
samples increases. The reason may be that the dimension
of the micro-indentations become equable with the di-
mension of the grains and in the micro-contact area the
defect structure of the materials decreases. Therefore,
the microhardness increases.
The microhardness value and the ionic component of

electrical conductivity were compared with the help of
the constructed compositional dependences (Fig. 2,b)
and the dependences of the corresponding parameters
on the size of microcrystallites (Fig. 4,b). As can be seen
from Fig. 2,b, the value of ionic conductivity at the cati-
onic Cu+ →Ag+ substitution tends to increase, while
the microhardness of ceramics decreases. When analyzi-
ng the values of the ionic conductivity and microhardness
in the context of the microcrystallite size decrease 12 µm
→ 5 µm→ 3 µm (Fig. 4), it is revealed that the tendency
to decrease is preserved for both compared values, whi-
ch is obviously related to the increase in the number of

grain boundaries due to the decrease in the size of mi-
crocrystallites.

IV. CONCLUSIONS

The compositional dependences and size e�ects of
the microhardness, electrical conductivity and density
of (Cu1−xAgx)7SiS5I solid solutions are analyzed. It has
been shown that at the isomorphic Cu+ →Ag+ substi-
tution, the microhardness of ceramics (as well as si-
ngle crystals) decreases. With the growth of the mi-
crocrystallites size in the range from 3 µm to 12 µm,
the microhardness of the ceramics increases.

The reduction in the microhardness value at the
Cu+ →Ag+ substitution correlates with a decrease in
their melting temperature. These features can be caused
by an increase in the ionic radius of the cation at the
isomorphic substitution, which leads to an increase in
the volume of the elementary cell and, as a consequence,
to a decrease in the hardness of the crystal lattice.
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ÌÅÕÀÍI×ÍI ÂËÀÑÒÈÂÎÑÒI ÊÅÐÀÌIÊ ÍÀ ÎÑÍÎÂI ÒÂÅÐÄÈÕ ÐÎÇ×ÈÍIÂ (Cu1−xAgx)7SiS5I

Â. Ñ. Áiëàíè÷, I. Î. Øåíäåð, Ê. Â.Ñêóáåíè÷, À. I. Ïîãîäií, I. Ï. Ñòóäåíÿê

ÄÂÍÇ �Óæãîðîäñüêèé íàöiîíàëüíèé óíiâåðñèòåò�, âóë. Ïiäãiðíà, 46, 88000, Óæãîðîä, Óêðà¨íà

Ñïëàâè ñèñòåìè (Cu1−xAgx)7SiS5I ñèíòåçóâàëè ïðÿìèì îäíîòåìïåðàòóðíèì ìåòîäîì iç ïîïåðå-
äíüî ñèíòåçîâàíèõ òåòðàðíèõ Cu7SiS5I òà Ag7SiS5I. Ç îäåðæàíèõ óíàñëiäîê ñèíòåçó òâåðäèõ ðîç÷è-
íiâ ñêëàäó (Cu1−xAgx)7SiS5I (x � 0.25, 0.5, 0.75, 1), ìåòîäîì òâåðäîôàçíîãî ñïiêàííÿ ïðåñîâàíèõ
çðàçêiâ âèãîòîâëåíî êåðàìi÷íi ìàòåðiàëè âiäïîâiäíèõ ñêëàäiâ. Íàíîêðèñòàëi÷íi ïîðîøêè îòðèìà-
íî ðîçìåëþâàííÿì ó ïëàíåòàðíîìó êóëüîâîìó ìëèíi PQ-N04 ïðîòÿãîì 60 òà 30 õâèëèí, òîäi ÿê
ìiêðîêðèñòàëi÷íi çðàçêè îäåðæàíi ìåõàíi÷íèì äèñïåð óâàííÿì â àãàòîâié ñòóïöi. Îòðèìàíi âíàñëi-
äîê ïîìîëiâ ïîðîøêè (Cu1−xAgx)7SiS5I (x � 0.25, 0.5, 0.75, 1) äîñëiäæåíî ç âèêîðèñòàííÿì ìåòîäiâ
XRD òà SEM. Ïðåñóâàëè çðàçêè çà òèñêó ∼ 400 ÌÏà, âiäïàë � çà òåìïåðàòóðè 973 K, ïðîòÿãîì 36
ãîä. Óñòàíîâëåíî, ùî âíàñëiäîê ðåêðèñòàëiçàöi¨ ñåðåäíié ðîçìið êðèñòàëiòiâ êåðàìiêè, îäåðæàíî¨ ç
10�50 µm ïîðîøêó, ñòàíîâèòü ∼ 12 µm, iç íàíîïîðîøêiâ, îäåðæàíèõ ðîçìåëþâàííÿì ïðîòÿãîì 30
min òà 60 min, � ∼ 5 µm òà ∼ 3 µm âiäïîâiäíî. Âèìiðþâàëè ìiêðîòâåðäiñòü ìåòîäîì óäàâëþâàííÿ
ïiðàìiäè Âiêêåðñà â äiàïàçîíi íàâàíòàæåíü 0.1�2 N . Äîñëiäæóâàëè åëåêòðîïðîâiäíiñòü êåðàìi÷íèõ
ìàòåðiàëiâ òâåðäèõ ðîç÷èíiâ ñêëàäó (Cu1−xAgx)7SiS5I (x � 0.25, 0.5, 0.75, 1) ìåòîäîì iìïåäàíñíî¨
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ñïåêòðîñêîïi¨ â ÷àñòîòíîìó 1 × 101 � 2 × 106 Hz äiàïàçîíi. Ðåçóëüòàòè äîñëiäæåíü ïîêàçàëè, ùî ìi-
êðîòâåðäiñòü êåðàìiê, âèãîòîâëåíèõ íà îñíîâi òâåðäèõ ðîç÷èíiâ (Cu1−xAgx)7SiS5I, ñóòò¹âî ìåíøà
(∼ 50%) âiä àíàëîãi÷íîãî ïàðàìåòðà, âèçíà÷åíîãî äëÿ ìîíîêðèñòàëiâ âiäïîâiäíèõ ñêëàäiâ, îäíàê
òåíäåíöiÿ çìåíøåííÿ ìiêðîòâåðäîñòi çà çìåíøåííÿ âìiñòó Cu â ïðîöåñi êàòiîííîãî Cu+→ Ag+ çà-
ìiùåííÿ â öèõ ìàòåðiàëàõ çáåðiãà¹òüñÿ ÿê ó ìîíîêðèñòàëàõ, òàê i â îòðèìàíèõ êåðàìi÷íèõ çðàçêàõ.
Çìåíøåííÿ ìiêðîòâåðäîñòi äîñëiäæåíèõ êåðàìi÷íèõ çðàçêiâ ïîðiâíÿíî ç ìîíîêðèñòàëàìè àíàëîãi-
÷íîãî õiìi÷íîãî ñêëàäó ìîæå áóòè çóìîâëåíå íàÿâíiñòþ â íèõ ïîðèñòîñòi, ìiæêðèñòàëi÷íèõ äiëÿíîê
(iç âåëèêîþ êiëüêiñòþ ñòðóêòóðíèõ äåôåêòiâ) i, ÿê íàñëiäîê, âiëüíîãî îá'¹ìó. ßê ïîêàçàëè äîñëiäæå-
ííÿ ñóïåðéîííèõ êåðàìiê, ¨õíÿ ìiêðîòâåðäiñòü çàëåæèòü òàêîæ âiä ñåðåäíüîãî ðîçìiðó ìiêðîêðèñòà-
ëiâ. Óñòàíîâëåíî, ùî çi çáiëüøåííÿì ðîçìiðó ìiêðîêðèñòàëiâ âiä 3 ìêì äî 12 ìêì ìiêðîòâåðäiñòü
êåðàìiê çðîñòà¹. Öå ìîæå áóòè ïîâ'ÿçàíî ç òèì, ùî ðîçìið ìiêðîâiäáèòêiâ ïiä ÷àñ iíäåíòóâàííÿ ñòà¹
ñïiâðîçìiðíèé iç ðîçìiðîì êðèñòàëi÷íèõ çåðåí, à â äiëÿíöi ìiêðîêîíòàêòó äåôåêòíiñòü ìàòåðiàëó
çìåíøó¹òüñÿ. Ïðîâåäåíî ïîðiâíÿííÿ çíà÷åíü ìiêðîòâåðäîñòi òà éîííî¨ êîìïîíåíòè åëåêòðîïðîâiä-
íîñòi é ïîáóäîâàíî êîíöåíòðàöiéíó çàëåæíiñòü òà çàëåæíiñòü âiäïîâiäíèõ ïàðàìåòðiâ âiä ðîçìiðiâ
êðèñòàëiòiâ. Óñòàíîâëåíî, ùî çíà÷åííÿ åëåêòðîïðîâiäíîñòi â ïðîöåñi êàòiîííîãî Cu+→ Ag+ çàìi-
ùåííÿ, õàðàêòåðèçó¹òüñÿ òåíäåíöi¹þ äî çðîñòàííÿ, íàòîìiñòü ìiêðîòâåðäiñòü êåðàìiê çìåíøó¹òüñÿ.
Óíàñëiäîê àíàëiçó çíà÷åíü éîííî¨ êîìïîíåíòè åëåêòðîïðîâiäíîñòi òà ìiêðîòâåðäîñòi â êîíòåêñòi
çìåíøåííÿ ðîçìiðiâ êðèñòàëiòiâ 12 µm→5 µm→3 µm, âñòàíîâëåíî, ùî òåíäåíöiÿ äî ìîíîòîííîãî
çìåíøåííÿ çáåðiãà¹òüñÿ äëÿ îáîõ ïîðiâíþâàíèõ âåëè÷èí, ùî î÷åâèäíî ïîâ'ÿçàíî çi çáiëüøåííÿì
êiëüêîñòi ìiæçåðåííèõ ãðàíèöü ó çâ'ÿçêó çi çìåíøåííÿì ðîçìiðiâ êðèñòàëiòiâ.

Êëþ÷îâi ñëîâà: àðãiðîäèò, ñóïåðéîííèé ïðîâiäíèê, êåðàìiêà, ìiêðîòâåðäiñòü, éîííà ïðîâiä-
íiñòü.
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