Technical Physics, Vol. 48, No. 5, 2003, pp. 523-526. Trandlated from Zhurnal Tekhnicheskor Fiziki, Vol. 73, No. 5, 2003, pp. 1-4.
Original Russian Text Copyright © 2003 by Khodorkovskiz, Murashov, Artamonova, Golod, Shakhmin, Varentsov, Rakcheeva.

ATOMS, SPECTRA,

RADIATION

Gasdynamic Parameters of a Supersonic Molecular Beam
Seeded by Fullerene Molecules

M. A. Khodorkovskii, S. V. Murashov, T. O. Artamonova, Yu. A. Golod,
A. L. Shakhmin, V. L. Varentsov, and L. P. Rakcheeva
Prikladnaya Khimiya Russian Scientific Center, . Petersburg, 197198 Russia
e-mail: khodorkovskii@mail.ru
Received September 17, 2002

Abstract—Gasdynamic parameters of a molecular beam formed by passing a pulsed beam of a neutral gas
through a Knudsen cell filled with afullerene vapor are studied experimentally. It is shown that this method can
be used to advantage in generating supersonic molecular beams of virtually any substances, which is of special

importance for depositing epitaxial films and films of low-volatility materials. © 2003 MAIK “ Nauka/ I nter pe-

riodica” .

Supersonic molecular beams seeded by atoms or
molecules of low-volatility materials are usually gener-
ated by the flow of gas mixtures through a sub- or
supersonic free-jet nozzle. In this case, binary mixtures
are commonly used where the ratio between the partia
pressures of heavy and light (carrier) gases does not
exceed several fractions of a percent. Under such con-
ditions, the axial portion of the beam generated is con-
siderably seeded by the heavy component of the mix-
ture, while the transient vel ocity of the beam, aswell as
itstemperature and vel ocity distribution, isgoverned by
the nozzle flow of the light component. This method
allows the generation of monokinetic beams of heavy
gases with akinetic energy as high as several hundreds
of electron volts[1].

The conventional method for generating seeded
beams uses, as arule, mixtures of inert or atmospheric
gases [2]. Studiesin which the vapors of high-volatility
compounds are used as a heavy component [3] are
uncommon, and those where the beams are seeded by
atoms of low-volatility compounds [4] are virtualy
absent. The reason isthat in experiment it is difficult to
create nozzles (especially pulsed nozzles) that can be
heated to atemperature sufficient to reach areasonable
concentration of low-volatility compounds.

In [5], a pulsed gasdynamic molecular beam of
fullerene (the temperature of vaporization exceeds
250°C) was generated by passing a supersonic molecu-
lar helium beam through a Knudsen cell filled with the
fullerene vapor. This beam was used to deposit thin
fullerene films whose structure and properties
depended considerably on the kinetic energy of adsor-
bate molecules [6-9].

The strong correlation between the properties of the
thin films and the parameters of the beam has dictated
the need for determining a set of gasdynamic parame-
ters of fullerene beams obtained with this method.

Associated experimental data have subsequently been
used to elaborate a qualitative beam formation model.

The source of a molecular fullerene beam consists
of a subsonic pulsed nozzle with an outlet diameter of
0.13 mm that was filled with helium to a pressure of 2
to 5 atm and of a Knudsen cell filled with the fullerene
vapor at temperatures of 600 to 650 K (Fig. 1). At these
temperatures, the vapor pressure of fullerene varies
between 10°-10* Torr. The length and inner diameter
of the cell are 28 and 6 mm, respectively. A pulsed
helium flow passes through the cell whose axis is
aligned with the nozzle axis. The cell edge nearest to
the nozzle is 3 to 5 mm away from its end face. Down-

Fig. 1. Design of the experimental setup. (1) Knudsen cell:
(1.1) Knudsen cell on an enlarged scale, (1.2) fullerene-
filled interior, (1.3) hole for fullerene vapor, and (1.4) heat-
ing coil; (2) pulsed nozzle, (3) skimmer, and (4) mass spec-
trometer.
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Fig. 2. TOF spectra of the pulsed molecular fullerene (Cgp)
beam recorded by (1) TOF mass spectrometer and (2, 3) two
quadruple mass spectrometers placed at distances of 90,
450, and 750 mm from the Knudsen cell.

stream of the opposite edge of the cell (at a distance of
10 mm), the first skimmer with an outlet diameter of 1
mm is placed. The other skimmer (with an outlet diam-
eter of 2 mm) is placed at adistance of 600 mm. All the
chambers separated by the skimmers are independently
evacuated with high-vacuum pumps (a residua pres-
sure of no more than 10-° Torr) and are equipped with
guadruple mass spectrometers with their ionization
heads located at the axis of the beam. The distances
between the Knudsen cell and centers of the mass spec-
trometers are 450 and 750 mm. An electron gun placed
a a distance of 90 mm from the nozzle provides the
diagnostics of the beam by means of a time-of-flight
mass spectrometer, which is also located at the axis of
the beam. In the experiment, the operating parameters
of the pulsed subsonic nozzle were asfollows: the pulse
width t, = 100-800 ps, and the frequency of nozzle
opening is 1-30 Hz. The gasdynamic parameters of the
beam were determined from the waveforms of signals
for the helium and fullerene (Cq;) masses that come
from the quadruple and time-of-flight mass spectrome-
ters. The operation of the spectrometers was synchro-
nized with nozzle opening. The measurements were
made in a wide range of external parameters, such as
the pressure in the nozzle chamber, the frequency and
duration of nozzle opening, the temperature of the
fullerene-filled cell, and the nozzle—cell spacing.

Figure 2 shows typica time-of-flight (TOF)
fullerene spectra recorded by the quadruple mass spec-
trometers. If the exact spacing between the spectrome-
tersisknown, the transient velocity is easy to calculate.
At the same time, to find the thermal velocity, Mach
number, and velocity ratio is a challenge, since one
must have an idea of how the instrumental function of
the beam source and detectors affect the width of the
TOF spectra. The instrumental function was deter-
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mined by taking the signal waveforms for the residual
gases when they undergo pulsed ionization in the ion-
ization head of the mass spectrometer. It turned out that
the instrumental function, which is defined by the trav-
eling time of ions in the quadruple trap, can be
neglected, since this time is no larger than severa
microseconds (depending on the ion mass). The width
of the fullerene beam source was estimated by taking
TOF spectra in the TOF mass spectrometer, in which,
as was mentioned above, the ionization area is a a
small distance (90 mm) from the nozzle.

As follows from Fig. 2, this TOF spectrum is con-
siderably narrower than those taken at distances of 450
and 750 mm. Assuming that the beam velocity distribu-
tion in the region adjacent to the Knudsen cell is close
to that obtained in the mass spectrometers, one can eas-
ily find the beam width At at the exit from the Knudsen
cell.

Our estimates show that thiswidth is a maximum of
50 ps, which is more than one order of magnitude less
than the width At of the TOF spectrum recorded by the
mass spectrometers. With At/At = 5, the error in mea:
suring the width of the TOF spectrum is no higher than
2.5% [10Q]. In our case (Fig. 1), the widths of the TOF
spectra taken by the quadruple mass spectrometers at
distances of 450 and 750 mm from the Knudsen cell
are, respectively, 577 and 947 um, that is, more than
one order of magnitude larger than the width of the
TOF spectrum at the cell. Hence, the condition At/At =
5isfulfilled a fortiori and the TOF distribution is close
to the true distribution. This result allows us to ignore
the effect of the instrumental function on the shape of
the TOF spectrashown in Fig. 2.

Figure 2 showsthat the TOF spectrum obtained with
the TOF mass spectrometer has, along the narrow dis-
tribution of fast fullerene molecules, an extended pla-
teau, which isformed by molecules with awide veloc-
ity distribution. Such a shape of the spectrum is due to
the fact that the drift chamber of the TOF mass spec-
trometer receives fullerene molecules that leave the
Knudsen cell over awide range of angles and not only
those traveling along the nozzle' s axis, whichisaigned
with the beam axis. Therefore, the flow under study
contains not only fast particles with a narrow velocity
distribution but also an appreciable (in the integral
sense) amount of particles that have not formed into a
directed molecular beam.

On calculating the gasdynamic parameters in the
axial portion of the fullerene beam, the influence of the
scattered gas on the velocity distribution function was
not taken into account, sincetheresidual pressurein the
measuring chamber was below 10~ Torr during the
measurements. The low residual pressure allowed the
velocity distribution function f(v) to be approximated
by the Maxwell function with a transient velocity v,
[11, 12].

The function f(v) (Fig. 3) can be found from the
TOF distributions f(t) (Fig. 2). Figure 3 demonstrates
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that, in the velocity space, the TOF distributions
obtained by both mass spectrometers are nearly coinci-
dent, which isanother indication that the beam particles
do not interact when traveling between the detectors.
Using the expression for the beam intensity [13], the
molecule velocity distribution can be written as

dN _
dv

where dN is the amount of fullerene molecules in a
velocity interval dv, A isthe cross-sectional areaof the

skimmer inlet, ny is the molecule concentration at the
skimmer inlet, z is the distance downstream of the

skimmer, v, = J/2KT/m is the thermal velocity of the

molecule, and T is the gas temperature at the skimmer
inlet.

The function f(t) found in the experiment can then
be represented as

_ 2
—V—V"} OAT = Af(V),

Ny 3 2
(v v exp|
Tz t

2

f(t)dt = Af(v)"l—dv,

where| isthe path length.
Thus, the theoretical velocity distribution is given
by

2
f(v) = av2v{3exp[—VTv”} , Q)
t
where a isthe normalizing factor.

Varying the parameters v, and v, in (1), one can
determine the temperature and mass-averaged velocity
of the flow that are fitted by the experimental distribu-
tion most accurately (Fig. 3).

Calculations show that, under our experimental con-
ditions, the transient velocity of fullerene moleculesis
v, = 371 m/s; thermal velocity, v, = 112 m/s; tempera-
ture, T =560 K; and Mach number, M = 4. The kinetic
energy of the molecules that is calculated from v,, was
found to be 0.526 eV.

The parameters of the forming fullerene beam can
be estimated based on the shock tube model where the
pulsed nozzle acts as a high-pressure chamber (P,,) and
the Knudsen cell replaces alow-pressure chamber (P))
[14]. If the ratio P,/P, tends to infinity, the Mach
number in a shock tube can be calculated by the for-
mula[15]

_ ke ay
~ k,—1a’ <

where k, = 1.33 and k, = 1.66 are the adiabatic expo-
nents for helium and fullerene, respectively, and a, and
a, are the velocities of sound in the high- and low-pres-
sure chambers, respectively.

Formula (2) may certainly be used to calculate the
Mach number in our case, since the fullerene pressure

M P/
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Fig. 3. Spectraof the pulsed molecular fullerene (Cgp) beam
in the velocity space recorded by the two quadruple mass
spectrometers and the velocity distribution (fine approxi-
mating curve) obtained from expression (1).

in the Knudsen cell does not exceed 10 Torr and the
pressure in the helium flow at the cell inlet exceeds 10
Torr, as follows from the numerical calculation of the
gasdynamic parameters of the pulse nozzle. This for-
mula requires knowing the velocities of sound in the
high- and | ow-pressure chambers to cal cul ate the Mach
number. These velocities obtained elsewhere [15, 16]
are 131.345 and 96 m/s, respectively. The Mach num-
ber calculated for our conditions was found to be 4.7,
whichisin good agreement with the experimental value
mentioned above.
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Abstract—A dispersion equation is derived for axisymmetric and nonaxisymmetric capillary oscillationsin a
jet of viscous conducting liquid subjected to a constant potential. It is shown that conditions arising when the
surface charge density in the jet is high cause the instability of nonaxisymmetric, rather than axisymmetric,
modes with the resulting disintegration of the jet into drops of various sizes. Thistheoretical finding allows one
to correctly interpret of experimental data for the spontaneous disintegration of charged jets. © 2003 MAIK

“ Nauka/Interperiodica” .

(1) The capillary disintegration of charged liquid
jets is of interest for applications in various areas of
technology and applied chemistry (see, for example, [1]
and referencestherein) and, therefore, has been the sub-
ject of much experimental [2, 3] and theoretical [4—10]
investigation. Nevertheless, some issues, in particular,
the disintegration of nonaxisymmetric jets, remain
unclear. The nonaxisymmetric disintegration of
charged jetswas carefully studied in experiments|2, 3].
It was ascertained that the nonaxisymmetric disintegra-
tionisenhanced with anincreasein an electric potential
applied to the jet. In addition, this phenomenon is of
interest for the geophysically oriented investigations of
the disintegration of free-falling charged drops in an
external electrostatic field. In[11], the g ection of liquid
jets from the opposite ends of adrop in the direction of
an external electrostatic field with the subsequent non-
axisymmetric disintegration of the jets into daughter
droplets was observed. When studying the electrostatic
atomization of aliquid from the end of a capillary (the
phenomenon that has vast applications [12]) through
which the liquid is fed into a discharge system, Clou-
peau and Prunet-Foch [ 13] al so observed the g ection of
fine liquid jets from the top of the meniscus at the cap-
illary end that nonaxisymmetrically disintegrate into
tiny droplets. These features of the nonaxisymmetric
disintegration of liquid jets give rise to a great variety
of electrostatic liquid atomization conditions observed
experimentally [14, 15]. In what follows, emphasiswill
be on studying the instability of nonaxisymmetric
charged jets of a conducting liquid.

(2) Let aninfinite cylindrical jet of aviscousincom-
pressible liquid with a mass density p, kinematic vis-
cosity v, and surface tension ¢ move at a constant
velocity U, aong the symmetry axis and be under a
constant electric potential ®; Theradiusof thejetisR.

We assume that the liquid is perfectly conducting and

the electric charge is uniformly distributed over the
unperturbed cylindrical jet surface with a surface
charge density K. Since the jet isinfinite, we simplify
the problem by passing to theinertial coordinate system
moving together with the jet at the same velocity Uy.
Then, the flow velocity field U(r, t) in the jet is com-
pletely defined by capillary (for example, thermal)
oscillations of thejet surface and is of the same order of
smallness as the oscillation amplitude. We will study
instability conditions for the capillary oscillations of
the jet surface.

Calculations will be performed in the cylindrical
coordinate system r, ¢, zwith the unit vector n, aligned
with the symmetry axis of the jet. The equation of the
jet surface disturbed by capillary wave motion can be
written in the form

r=R+&(zot), [E <R

The mathematical formulation of the problem of
capillary oscillationsin thejet includes the equations of
fluid dynamics and el ectrostatics (under the assumption
that the flow velocity is much lower than the relativistic
one)

Y - _Lgpsvau,
rt p

Ou=0 A®=0
with the boundedness conditions
Ul <o,
I® | —0;

the kinematic hydrodynamic boundary condition at the
free surface of the jet

r—0:

r—= oo

r= R+z:—‘§+um[r-(R+z(z,<p,t))] - 0;
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and the dynamic boundary conditionsfor the tangential
components,

: U, 10U, 1 _
rERE GG T T O
oy, 0U
ar Tz DO

and for the norma component

r=R+& —P(r,t)- P0+2vaaU

of the velocity field. We al so assume that the jet surface
is equipotential:

—P,+P, = 0,

D= O,

HereU,, U,, U, are the components of the velocity field
in the cylindrical coordinate system; P(r, t) is the
hydrodynamic pressure; P, isthe atmospheric pressure;
P, istheelectricfield pressure; P, isthe pressure of sur-
face tension forces; ® isthe electrostatic potential; and
|§/Ris Laplacian.

A solution to the problem will be sought as the
expansion in the small parameter [¢|/R. In the zeroth
approximation, we will obtain a stationary cylindrical
liquid column and also the well-known expressions for
bubble pressure under a free cylindrical liquid surface
and for the pressure of an electric field on the surface of
auniformly charged infinite cylinder of fixed radius.

(3) In the linear approximation in |§J/R (with the
same notation of physical quantities), the problem
stated in dimensionless variablessuch that R=1, p = 1,
and o = 1 takes the form

r=1+&(gzt), [E <1, 1
ou _
i Op+ VAU, (2
OuU = 0, (3)
Ap =0, (4)
r— 0:|U| <o, (5)
r— oo |9 | —0, (6)
_ 4. _0¢ -
r=1: at+Ur 0, (7
U, au
oy, 6U
T ®)
—p+2v%—pK+ Ps = 0, (10)
or
¢ —4TK,E = 0. (11)
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In Egs. (1)—(11), ¢, p, p«. and p, are the capillary-
oscillation-induced corrections (of first order of small-
nessin |&]) to the electric potential, hydrodynamic pres-
sure, electric force pressure, and surface tension force
pressure, respectively.

Expanding the standard analytical expressions for
bubble pressure, P, = divn (where n is the unit normal
to surface (1)), and for electric field pressure, P, =

2T[K§ (seethe Appendix), in the small parameter &, one

easily obtains the following relationships for the first-
order parameters p, and p, entering into (10):

__§+‘35 a‘ED (12)

= —ATIKGE - Ko%

(4) We solve the set of Egs. (2) and (3) by the
method of operator scalarization (for details, see [16]),
representing thevel ocity field U(r, t) asthe sum of three
orthogonal vector fields with the help of differentia

vector operators N :

(13)

3
u(r,t) = ZNini(r,t) (i=123). (14

The operators N; satisfy the orthogonality condi-
tions

NiN, = 0(ati#j;i,j=123) (15)

and the conditions of commutativity with the Laplacian
operator

AN; = NiA. (16)
In expressions (14) and (15), Y;(r, t) are unknown
scalar functions and Nf are operators Hermitean con-
jugate to the operators N; .
Since the equilibrium shape of the jet has axial sym-
metry, the operators N; can be taken in the form
N1 =V, N2=Vxe, Ns=Vx(Vxe).

The velocity field U(r, t) in the cylindrical coordi-
nate system has the following components expressed
through the scalar functions y(r, t):

U = Clll_J_l_i_ 16l]J2 9 0 s
"T9r roag azar
_ 100, 0y, 1Y,
" rap or razacp (17)
TECHNICAL PHYSICS \Vol. 48 No.5 2003
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o 190w, 10°;
0z |rorbDoarl 254

Substituting expansion (14) into the set of Egs. (2)
and (3) and using the properties of operators (15) and
(16) yields the set of scalar equations

10,

MY, =0, AY-I%E=0(i=23), (19)
_ oy,
P=—3 (19)

Using (12), (13), (17), and (19), we transform
boundary conditions (7)—(10) into those for the
unknown functions |; and &:

r= 1:(2—[6—%+16—%+62w3} =0,
ot ot rde 0zor

gy, O Y, oy, o'y
2—[F— — —[if—ie .17
6chGr LDJH Darz or a(pzﬁ
0> Oy, 0O _
+2626(pDDar _w% =0
00y, [1040¢q, 10°9; [
org oz [rarBL rD+r23(pZE (20)

2By,
* azD or *

100, , O°Wfl _
r 00 +azafﬁ =0

0Py, , 00y 10y, 0°Y
ot “arZar Trog +azar;é

2, 00, 0%, 0% _
+ATUGE + Ko %+a(p2+ v il 0.
Thefunctions &, ¢, and ; describe small deviations
from the equilibrium state; therefore, in order to follow

the evolution of these deviations with time, we assume
that they vary with time exponentialy:

E,¢’wi[]eXp@i%

where sis the complex frequency.

With this in mind, we will seek solutions to
Egs. (18) and (4) that satisfy boundedness conditions
(5) and (6) in the cylindrical coordinate system in the
2003
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form of expansionsin waves traveling along the z axis:

© o0

Vi = IZ Cylm(kr) exp(img) exp(ikz) exp(st)dk,

om=0

" e (21)
Y, = J'Z Cil (Ir) exp(imo) exp(ikz) exp(st)dk

om=0

(i=2,3),
¢ =J' Z C,K(kr)exp(im) exp(ikz) exp(st)dk.(22)
om=0

The function &(z, @, t) is represented in a similar
way':
&(z o, t) =J’ Z D exp(im@) exp(ikz) exp(st)dk. (23)

om=0

In (21)«23), k is the wave number, 12 = k? + g/v,
mare azimuthal numbers (integers characterizing the
deviation of the solutions from axial symmetry), (x)
and K(X) are the modified Bessel functions of the first
and second kind, and C; and D are the m- and k-depen-
dent expansion coefficients (i = 1-4).

From equipotentiality condition (11) for the jet sur-
face, solutions (22) and (23), and the orthonormality
properties of the functions exp(img) and exp(ikz]);

[eplitm —m)@lde = 5, n,
° (24)

00

J explitki—kz)zdz = 8(k; ko),

where d,, , isthe Kronecker symbol and d(k; — ko) is

the Dirac function, one easily finds a relation between
the coefficients D and C,;

_4nk,D
 K(k)’

Substituting (21)—(23) into boundary conditions
(20) subject to (25) and relationships (24), we obtain a
set of equations for the unknown coefficients D and C;
(i=1-3):

Ds—Ckl! (k) = Coiml (1) = C,ikl1 (1) = 0,

C12im(KI 1K) = 1,(K)) + Co(1151) =M1, (1) = 1717(1))
+ Cy2mk(1 (D =11,(1)) = 0,

Cs (25)

C,2iK%1(K) — Comkl (1) = C(1312 (1) + 12101 (26)
+1(K=m’ = 1)1 (1) + 2m°1 (1)) = O,
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U 2 m( )D 0
D K
%HT[KO%I_ + K (k) D+ +m 15

+C, (sl (K) + 2vK?1 . (K)) + C,2vim(I15(1) =1 ,,(1))
+C52vikl®I(1) = 0.

Primes in (26) denote the derivatives of the mth-
order Bessel functions with respect to their arguments.
These derivatives can be expressed through mth- and
(m+ 1th-order Bessel functions with the recurrence
relationships

Im(X) =

Anes00 + B+ ML (9,

In(X) = |m+1(X)+ Im-1(X) = m(X)

In(X) =

() = B+ mxj 2 e a(x)

+020 m(”)”(z‘ 200),(x),

Kn(¥) = TK (%) = K 1(X).

Recall that the set of homogeneous linear equations
(26) has a nontrivial solution only if its determinant is
equal to zero; that is, det[a;] = 0, where the elements g
are given by

an =S, ay =agk =0,
ay = K+ m2—1+4T[K§Eﬂ+ m—kKLl(k)%,
0 Kn(K) O
a;; = —(Kl s a(k) + mi(K)),

Ay = 2im(Kl . 1 (K) + (M=1)1,(k)),
ag = 2ik(Kl s 1(K) + ml(K)),

A, = [s+ 20K+ m(m— 1)) I ,(K) —2vklm+1(k),27
ays = —imly(l), @ = 2l (1) — (% +2m(m—1)1,(),
ag = —MKI (1), a5 = 2vim(Kl . 5(1) + (M=1)1 (1)),

ay = —ik(1 . (1) + mig(D),
o5 = —2mK(I1 . 1 (1) + (M=1)1,(1)),
gy = (17 + K (I (1) + mi (1)),
ay = 2Vik([I*+m(m=21)]1,(1) =1.,(1)).

(5) Expanding the fourth-order determinant with
elements (27), we aobtain a dispersion relation for the

SHIRYAEVA et al.

frequencies s of the nonaxisymmetric oscillations of
the jet surface as functions of the wave number k:

S{m[1%(1” + k) + 2m(m—1)17]
+ F,(DI[(17 + K°)(17 = 4m) + 21°m7] — 21%(17 + K)F2(1)}
+2sv{—-ml*(1> = K°) (K’ = m(m—1))

+ F(DIIPK(1% + k) + 1Pm(m=1) (I” = 2m(m + 1))
+12K°m(3m + 1) —4k’m(k* —=m(m’° — 1))]
—21[K(17 + K°) + m(m’ = 1) (1 = KO FA (1)

— F(Kk(@(1%K* + m*(m’ = 1)) + I’m(I* + K’@m—5))
+ F(DI[1* =51k + 4m(m”* = 1) (17 = K*)] (28)
+212(m*=1)(I°=K)F3(1))} = f(m w, k)

x { m(I°’m(1> = K%) + F,(DI[1*(1* = k*) —2m(I* = 2k*)]

— 21217 =K EZ(1) + F (K k(m[1(1* = K*) = 2ml?]
+1(1Z =K (17 =am)F, (1) = 21217 = KA F2 (1))},

= o - wffem S
Im+ 1(X)
In(X)
In general, Eq. (28) can be analyzed by only numer-
ical techniques.

A dispersion relation for the axisymmetric oscilla-
tions of a charged jet with simplifications discussed in
[4-10] is easy to obtain from (28) with m=0:

W=4ATK,, Fp(X) =

1?—k* O

2kl
2 2 D
k(1% + KA

1%+ K°)Fo(l)

12 _K?
= kmFo(k)f(o, w, K).

s* +2vk S[l Fo(k)

At w = 0, this expression coincides with the disper-
sion relation for an uncharged jet of a viscous liquid
[17].

For a jet of alow-viscosity liquid, when condition
I > kisfulfilled, Eq. (28) simplifiesto

§* + 2sv (K> + m(m—1) — kF (K))
= f(m, w, K)(m+ kF(k)).

At alow viscosity, the term linear in sin (29) can
also be omitted [17]:

= f(m, w, K)(m+kF,(K)).

(29)

(30)
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At f > 0, relationship (30) defines the instability

increment for acylindrical waves= ./f (m+ kF,(k))Y2.
Equating the first derivative of the increment with
respect to the wave number to zero, one finds the wave
number of a capillary wave with a maximum incre-
ment; then, substituting it into (30) yieldsthe increment
itself. Figure 1 shows the results of such calculations
(performed with the Matematika program for analytical
calculations) presented in the form of the functionss=
s(w) and k = k(w) for the first five values of the azi-
muthal number m.

From Fig. 1a, it is seen that the increments of the
axisymmetric mode (m = 0) and nonaxisymmetric
modes (m = 1-4), noticeably differing at small val ues of
w, approach each other when the surface charge density
K, is sufficiently high (at large values of w). According
to Fig. 1b, in such asituation, the wave numbers of non-
axisymmetric waves exceed markedly that of the axi-
symmetric wave. This means that, at the same value of
the electric potential of thejet, instability conditionsare
established simultaneously for the axisymmetric mode
and several nonaxisymmetric modes of surface oscilla
tions. Thus, the jet disintegrates into drops of different
sizes and becomes unstable against twisting about its
axis (whipping in terms of [2]), which was aso
observed in experiments [3, 11, 13].

In the general case, when it isimpossible to neglect
theterm linear in sin (29), the positive root of Eq. (29)
corresponding to the instability increment takes the
form

= _vG(m, k) + (VGX(m, K) + f(m, w, K)(m + kF,(K)),
G(m k) = (K*+m(m-1) —kF,(k)).

It easy to seethat the critical conditionsfor jet insta-
bility development in the approximation used do not
depend on the viscosity. Indeed, the critical conditions
for instability development in an inviscid liquid jet are
defined, according to (30), by the condition f > O; oth-
erwise, s becomes imaginary, which corresponds to the
periodic variation of the wave amplitudes with time.
From (31), it followsthat positive solutionsto Eq. (29),
which defineinstability increments, also appear at f > 0.
The effect of viscosity, in this case, causes the incre-
mentsto decrease and the wave numbers corresponding
to the most unstable waves to decline. However, this
effect depends on the range of wave numbersand on m.

In the ranges of dimensionless wave numbersk =4—

6 and dimensionless increments ./f =5-10 (which are
of interest for the development of unstable waves at
large values of the surface charge; see Figs. 1a, 1b), the
effect of viscosity (at v < 1) on the instability will be
weak, showing up as a decrease in the increments and
wave numbers of the most unstable waves by roughly
20%. Thisisillustrated in Fig. 2, where the calculated
resultsfor v = 0.1 are presented asthe functions s = s(w)
and k =k(w) for the first five values of the azimuthal
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sk (a)

Fig. 1. (8) Dimensionless increment and (b) dimensionless
wave number (b) of the most unstable wave as functions of
the dimensionless parameter w characterizing the surface
charge. The curves are plotted in the absence of viscosity.
The numbers by the curves are the values of the azimuthal
parameter m.

Fig. 2. Thesameasin Fig. 1 for v = 0.1.
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Fig. 3. Thesameasin Fig. 1 forv = 3.

Fig. 4. Factor f(m, w, k) asafunction of the parameter w and
dimensionless wave number k with m= 0.

number m. The data in Fig. 2 evidence that making
allowance for viscosity, even if low, favors the instabil-
ity development of nonaxisymmetric waves.

To study the effect of viscosity on the instability of
jetsat v = 1, we will analyze the asymptotics of disper-
sionrelation (28) when | = k or k? > g/v. In this approx-
imation, expanding | and F(X) in s’v and retaining
termslinear in /v, we obtain

S{—6F2K° + 2H(m, k)K’[K* + m(m—4)]
+m[3K* + 2m(m—1)] + Fo[4k® - 8H(m, k)k*
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+km(3m—28)]} + 2ksv{—2Fak*(m’ - 1)
+ Folk* = 4H(m, k)k® + 4k’m(m—1) — 3m*(m—1)?]

—3F2k[K* + 2m(m’ = 1)] + 2k[m’(m—-1)  (32)

+H(m, K)k(K* + 2k°m(m—1) + m*(m—1)(3 + m))]}
+f(m, w, K)K[ Fok*(2F o — k) — 2F okm(k — 3F,)

—m’(2H(M, KK + k= 3Fy)] + 8F v’ k’m*(m—-1) = 0,

H(m, k) = 1— F2(k) —2m—k+1Fm(k).

Theresults of numerical calculation (by Eq. (32)) of
the increment and wave number of the most unstable
mode vs. parameter w for m=0and m= 1 withv =3
are presented in Fig. 3. When the viscosity is high, the
increment of the nonsymmetric wave with m = 1
exceeds considerably that of the axisymmetric wave;
however, the absolute values of the increments in both
cases are lower than those for low-viscosity jets.

Itisinteresting that, at m= 0 and |low wave numbers
(k< 0.7), the increment lowers dightly with w increas-
ing from zero to w = 1.6. This effect is associated with
the nonmonotonicity of the function f = f(k, w) in
Egs. (29)—(31) for 0<w< 1.6 (Fig. 4).

(6) It is appropriate to apply the results obtained to
considering the dropwise disintegration of a jet of a
conducting liquid kept at a constant electric potential. It
should be noted that, under natural conditions, jets
forming when the charged liquid surface is unstable
[11, 13] take a conical shape. Such jets disintegrate
both by the separation of droplets from their thin end,
experiencing whipping, and by the breakup of their
continuous part away from the end [2, 13]. Such adis-
integration causes awide daughter droplet size distribu-
tion and avariety of conditionsfor electrical liquid dis-
persion [13-15].

Our investigation showed that a conical jet kept at a
constant electrostatic potentia is characterized by dif-
ferent values of the surface charge density in various
cross sections: the density is inversely proportional to
the jet radius, increasing toward the thin end. This
meansthat, in the samejet, various waveswith different
values of the azimuthal parameter m may be unstable,
depending on the z coordinate. For example, the disin-
tegration of the thin end into drops is influenced by
nonaxisymmetric waves, whereas in a cross section
with alarge radius, where the surface charge density is
low, the disintegration will occur because of the insta-
bility of the axisymmetric mode. The effect of viscosity
will also be radius dependent: the dimensionless vis-
cosity v = vo(p/aR)Y2 will be higher at the thin end and
lower at the wide one.
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CONCLUSIONS

In the spontaneous capillary disintegration of
charged jets (kept at a constant el ectrostatic potential),
the droplet size distribution is greatly affected by the
instability of nonaxisymmetric waves. The instability
increments of nonaxisymmetric waves in low-density
jets become comparable to the instability increment of
the axisymmetric wave when the surface charge density
is high, whereas in high-viscosity jets, they conside-
rably exceed the |atter.

APPENDIX

Derivation of an Expression for the Electric Field
Pressure on the Jet Surface

Let us calculate the electric field pressure on the
charged surface of a cylindrical jet of a perfectly con-
ducting inviscid incompressible liquid. We assume that
the electric current in the jet is absent, the electric field
strength inside the conductor is equal to zero and has
only the normal component at the jet surface, and thejet
charge due to electrification is uniformly distributed
over the jet surface with a density k. It is also taken
into account that, in the approximation of perfectly
conducting liquid, the capillary-oscillation-induced
charge redistribution over the jet surface occurs at an
infinitely high rate, instantly following surface vibra-
tions and providing surface equipotentiality at any
instant of time. Under these conditions, the time varia-
tion of the electric field potential @ of the jet isentirely
defined by the time variations of the jet shape, and the
dependence of the potential ® on the spatial variables
can be found from the Laplace equation (since hydro-
dynamic velocities are much less than the velocity of
light).

The electric field pressure P, on the surface of a
charged jet is given by the well-known expression

N

(@)
8mn

P, =

where the potential @ of the electric field outside the jet
is asolution to the boundary problem

AD = 0,
r=1+& ¢ = o,,
r—so0:[® —0.

Let us represent the potential @ in the form of the
expansion

® = o’ +9,

where ®° is the electric field potential near the unper-
turbed jet surface and ¢ is the correction of first order
of smallnessin |&|, where §(z, @, t) isasurface perturba-
tion.
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Splitting the problem in orders of smallness, we
obtain

AD° = 0,
r=10° = o,,

— oo [@ °—~ 0

in the zeroth approximation in || and
A = 0O,

09°

or

r—o:p —0

in the first-order approximation.

We also take into account that the electric field at the
jet surface has only the normal component:

r=1Eyh = 4nk, E x =0,
where n and t are the unit vectors that are norma and

tangential to the jet surface.

In the zeroth order of smallness, the electric field
near the unperturbed cylindrical surface of the jet has
the form

r=21¢ = - g,

EO=—@O=4n§°r.
r

In the cylindrical coordinate system, an expression
for the potential ¢ that satisfies the boundedness condi-
tion at r — o and an expression for the distortion
&(z, @, t) of the cylindrical jet shape will be written in
the form of expansion in waves traveling along the z
axis (along the axis of jet symmetry)

¢ = J'Z C,K(kr)exp(imd)exp(ikz) exp(st)dr,
om=0
Ezot) = IZ D exp(ime) exp(ikz) exp(st)dk,
om=0
where m are integers, k is the wave number, K (kr) is
the modified Bessel function of the second kind, and C,

and D are the expansion coefficients depending on k
and m.

At the jet surface,
r=1:¢ = 4mKyE.

The relation between the coefficients D and C, is
straightforward:

_ ATk

When deriving this relationship, we took into
account the linear independence of the functions
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exp(imy) at various m and of the functions exp(ikz) at
various wave numbers k.

A perturbation §(z, @, t) of the cylindrical jet surface
caused by wave motion changes the pressure P,.. Since
the perturbation & is small, the pressure P, can be
expanded in & in the form

PK|r:1+z=8in(ED T+ ) |-
= (@ )+ 28 ) D )),-1v
= (@ )+ 20 * (@ g

+2(0 ) @ )] -y

Using the expression for the electric field strength
near the unperturbed surface of acylindrical jet, for the
pressure component linear in [§], p(§), we obtain the
expression

= 1 py(E) = —4mdE -k 2L,

Replacing the functions & and ¢ by their integral
representations, we arrive at the final expression for the
electric field pressure related to the perturbation of the
jet surface shape:

P(€) = —4TUGDHL + kE"‘—EEEexpi(kz +mo) exp(st).
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Abstract—Experiments with model fluids imitating human blood serum are performed. A model explaining
the spatial distribution of biological fluid componentsin the course of wedge-shaped dehydration, aprocessthat
hasfound application in medical diagnosis, is suggested. Cal culations within thismodel are carried out. © 2003

MAIK “ Nauka/Interperiodica” .

WEDGE-SHAPED DEHYDRATION METHOD

The process termed wedge-shaped dehydration of
biological fluids [1] has found wide applications in
diagnostic tests used in medica practice [1]. The tests
are conducted as follows [1]. Using a pipette, a 10- to
20-pl drop of abiological fluid (blood serum, saliva, tis-
sue or spina fluid, etc.) is placed onto a chemically
cleaned (decreased) glass dlide lying on a strictly hori-
zontal surface. The diameter of such adrop on the dide
is5-7 mm, itsaverage thicknessis about 1 mm, and the
angle of contact is 25°-30° [2]. The sample is allowed
to dry at 20-25°C and a relative air humidity of 65—
70% for 18-24 h. The dried drop is referred to as a
facies and has a complex structure. Its exterior appear-
ance is used for diagnosing many diseases.

Unfortunately, today, there is no model adequately
describing the processes occurring in the course of
wedge-shaped dehydration. Moreover physical, chemi-
cal, and biological processes that accompany the for-
mation of the structures observed in the facies have not
yet been understood. For example, the authors of this
method attribute the occurrence of these structures to
“the conflict between osmotic and oncotic forces.”

EXPERIMENTS WITH MODEL FLUIDS

Because of the complex composition of blood
serum and the diversity of physicochemical processes
occurring in the body, it is difficult to separate out fac-
tors responsible for the formation of the aforemen-
tioned structures. In this situation, experiments with
simple model fluids appear to be promising. This
approach makes it possible to minimize the number of
factors affecting the formation of the structures and to
controllably modify the parameters of test fluids.

Blood serum is a complex colloidal system consist-
ing of water (90%) and dissolved substances (10%).
The latter include proteins (70%), inorganic salts
(approximately 10%), and low-molecular organic com-

pounds (=20%). For the purposes of clinical diagnosis
by laboratory methods, specialists have developed the
concept of the norm (normal content) with respect to
blood protein; i.e., they have determined the range of
the total protein concentration for healthy people. This
range is 65-85 ¢/l [3]. The total blood protein concen-
tration exceeding this range (hyperproteinemia) or fall-
ing below its lower limit (hypoproteinemia) are evi-
dence for the devel opment of a pathological process.

In this study, model fluids were used to reveal basic
effects taking place upon wedge-shaped dehydration.
Its purpose was to find out whether specific structures
form in the model fluids that are similar to blood
plasmain composition and, if so, to estimate their sim-
ilarity to the structures observed in natural fluids and
find acorrel ation between the composition of the model
fluids and the forming structures.

The model fluids were as follows: (1) bovine serum
albumin dissolved in water and (2) bovine serum albu-
min dissolved in a 0.9% sodium chloride solution
(below referred to as water and saline solutions, respec-
tively). In both cases, the concentration of abumin
ranged from 80 to 120 g/I.

The wedge-shaped dehydration of either concentra-
tion was performed twice, and the results were highly
reproducible. In the case of the water solutions, the
radial cracking of the sample prevailed at a protein con-
centration of 80 g/I; at higher concentrations, no regular
cracking pattern was observed. Any specific structures
in the samples were absent (Fig. 1).

In the samples of the saline solutions, radial crack-
ing was observed at all protein concentrations. At
120 g/l, the cracks radial the center of the facies. The
facies consisted of three distinct zones. the circumfer-
ential zone of protein structures, the transition zone of
protein—salt structures, and the central zone of crystal-
line (saline) structures (Fig. 1). The crystalline struc-
tures significantly varied with the protein concentration
in the solution. At 80 g/l, they had the shape of den-

1063-7842/03/4805-0535%$24.00 © 2003 MAIK “Nauka/ Interperiodica’



536 TARASEVICH, AYUPOVA

Fig. 1. Facies of albumin solutions with concentrations ranging from 80 g/l (top row) to 120 g/l (bottom row) in 10 g/l steps. Left
column, water solutions; middle column, saline solutions; and right column, fragments of the facies shown in the middle column.
The photographs were made in aLeicaMZ12.5 stereomicroscope.

TECHNICAL PHYSICS Vol.48 No.5 2003



EFFECT OF DIFFUSION ON THE SEPARATION OF COMPONENTS

drites with long straight branches of first and second
orders. Third-order branches were underdeveloped.
The density of the dendrites was relatively low. At
90 g/l, the dendrites were short and thick with curved
branches. At 100 g/I, dendritic structure was changed to
chains of fine crystallites against the background of
secondary cracking of the protein matrix. At 110 g/, the
dendrites appeared again. Some of them were dense
and had central symmetry (“flowers’). The structure
formed at 120 g/l consisted of fine and dense crystal-
lites (Fig. 1).

CONCLUSIONS

(1) The model fluid consisting of the albumin solu-
tion in water does not show the properties of blood
serum upon drying (wedge-shaped dehydration), asthe
structures observed in the dried drops of this fluid bear
no resemblance to the structures appearing in normal
blood serum.

(2) The modél fluid consisting of albumin dissolved
in the sodium chloride solution reproduces the struc-
tures found in the dried (dehydrated) drops of normal
blood serum.

(3) The structures formed in the model fluids vary
with protein concentration, indicating that the method
of wedge-shaped dehydration may be used in the diag-
nosis of hypo- and hyperproteinemia[4].

(4) Thefacies of the model fluidsarevirtually indis-
tinguishable from the facies of normal blood serum
(Fig. 1). Fine features regarded as indicators of patho-
logical processes were not detected in them.

QUALITATIVE MODEL

The redistribution of salt and protein is one of the
main processes occurring in a drying drop: protein
accumulates at the periphery of the facies, while salt
accumulates in its central part. Eventually, the protein
component of the facies cracks and salt crystallizes
(Fig. 1). In the norm, cracks produce a regular radia
pattern. Let us consider these processes on aqualitative
basis.

The rate of water evaporation from the drop surface
is nonuniform and depends on its curvature. Asthe vol-
ume of water decreases, the concentrations of protein
and salt increase. Therate of change of the protein con-
centration is higher at sites where the relative thinning
of thedrop is greater, i.e., at the periphery (Fig. 2). The
resulting concentration gradient gives rise to a centrip-
etal flow.

As the diffusion coefficient of salt is two orders of
magnitude higher than that of protein, the relative con-
centration of salt increases at the center of the drop.
This effect, in turn, may cause the displacement of pro-
tein toward the periphery (cross diffusion). A decrease
in the volume due to evaporation changes the shape of
the drop surface and, hence, the rate of change of the
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Fig. 2. Drop of hiologica fluid on the plane surface:
(a) cross section and (b) top view. Upon drying, protein
accumulates mainly at the periphery of the drop (open zone)
and salt accumulates at the center (closed zone). The transi-
tion zone is hatched.
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Fig. 3. Diffusion coefficient of sodium chloride as a func-
tion of its concentration in water solution (approximation
by the |east-squares method).

dissolved component concentrations. When a major
part of water islost by evaporation, the concentrations
of salt and protein increase to the extent that their diffu-
sion coefficients markedly change. This is especialy
the case with protein, which undergoesthe sol—gel tran-
sition; as a result, its diffusion coefficient approaches
zero. The diffusion coefficient of salt also decreases as
the protein concentration in the solution grows [5]. On
the other hand, this coefficient increases proportionally
to the salt concentration [6]. This dependence is well
approximated by the linear function (Fig. 3):

D, = 1.094C, + 1.17.

When the salt concentration saturates, the solution
starts crystallizing. The presence of salt extends the
gelation period compared with that in a pure protein
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solution, and protein begins to precipitate at high salt
concentrations (salting).

Thus, wedge-shaped dehydration is accompanied
by various and, more importantly, interrelated pro-
cesses. wedge-shaped dehydration is a nonequilibrium
and essentially nonlinear process.

MATHEMATICAL MODEL

In thethree-component system in question, only two
flows are independent. Let these be the salt and protein
flows. In a solution, they are described by the Gibbs-
Duhem equation

n-1
J = _z D, 0C,,
k=1

where J isthe diffusion flow, D, is the tensor diffusion
coefficient (D;, = Dy), C, is the concentration of a kth
component in a solution, and n is the number of com-
ponents.

Since

oC _
= =09,

we have
oc,
a—t' = DkZlDikDCk.

Tothefirst approximation, effectsrelated to the vari-
ation of the concentration along the vertical axismay be
ignored, because the thickness of the drop is smaller
than its diameter. In this case, the system is centrosym-
metric and it is appropriate to use the polar coordinates:

aC, _ "'0_ #°C, D, dC, 0D, dC
- 20 e

. , (1)
- ¥ b 9°C, DudC 0Dy 9Cl

2 g %2 1 or  oC Harbm

Equation (1) describes the variation of the concen-
tration due to diffusion. In addition, it is necessary to
take into account the variation caused by water evapo-
ration:

0C,
n f(r,t). 2
Theform of thefunction f(r, t) depends on many fac-
tors, such asthe curvature of the drop surface at agiven
point, the surface tension coefficient, etc. For smplicity
we assume that this function depends only on the dis-
tance to the center of the drop and on time and ignore
the concentration dependence of the diffusion coeffi-
cients.
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Such assumptions mean that we consider the initial
stages of water evaporation, when the concentrations of
the components in the solution are far from saturation.
At the stage of gelation, the diffusion coefficient of pro-
tein approaches zero and the evaporation pattern
changes. Still later, salt crystallizes and the system
loses axial symmetry.

With the above approximations, we obtain
9C, _ pp 9°C, DudC
ot Mgz roor
0°C, , D3,0C,
ar? r or
9C; _ b 0°C;, DG,
ot Ma2 r or

+ Dy, +f.(r, 1),

©)

It is of interest to consider relations between the
phenomenological coefficients D;; and Dy (i, j = 1, 2).
According to [7], these relations, with regard to the
Onsager principle of reciprocity (D,, = D), are asfol-
lows:

Di2<D11D221 D; >0, Dx>0.

At D;; = 1.5 x 10° cm?/s for sodium chloride and
D,, = 7.7 x 107 cm?/s for albumin [8], |Dy,| < 3.4 x
1076 cm?/s (with a plus or minus sign).

COMPUTING EXPERIMENT

Let us consider asimple model in order to estimate
the possibility of the distribution of components in a
solution drop becoming nonuniform in the course of
wedge-shaped dehydration. It is assumed that D; ; = 0
for i #j (i.e., the components have no effect on each
other) and the drop iswedge-shaped in the cross section
(Fig. 4). The maximum thickness of the drop is hy, the
angle of contact is a(tana = k), and the radius of the
dropisR.

Assuming that the water evaporates at a constant
rate v only from the upper surface of the wedge, we
obtain the following equation for this surface:

y = hy—kr —vt.

The lateral surfaces are considered to be imperme-
able:

oC(r, t)
or |i=r

= 0.

According to the law of conservation of matter,
C(r,t+dt)y(r,t+dt) = C(r, t)y(r,t).

TECHNICAL PHYSICS Vol. 48 No.5 2003
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Therefore, if diffusion is ignored, it follows from
this law that

oCc(r,t) _ ay(r,t)C(r,t) _ v C(r, 1)
ot ot y(r,t) hy—kr —vt’
When diffusion is taken into account, we obtain
_ [a C 10(25 vC @)
at Dar Trorn” hy —kr —

Hereafter, the arguments of the functions are omit-
ted. To simplify further analysis, it is expedient to make
Eq. (4) dimensionless by changing the variables:

vt g ko _C
T—ho, E =1 hy x-CO.

Thus,

_}_a_cu <

Q)'Q)

[@_
Eb
with
2
g = DK
vhy

Naturally, this equation holds only if
vt < hy(t < ),

because the concentration dependence of the diffusion
coefficient can be ignored only under this condition.
Then, (€ — 1) = (£ + 1)/&€2 and the equation can be
recast as

@c
T

The dimensionless coefficient d acquires a clear
physical meaning when written in the form

d = kzgh_ _ szshm

h v Taife

l oq7, &=T
laED g2

Here, 14,r IS the characteristic time of shift of the
wedge upper surface, and 14 isthe relaxation time (the
timeit takes for the solute concentration to change by a
factor of e due to diffusion). Thus, the coefficient d
shows what process, diffusion or water evaporation, is
responsible for the variation of the solute concentra-
tion.

According to our estimates, d for protein and salt is
on the order of 0.01 and 1, respectively. Therefore, dif-
fusion has an insignificant effect on the protein concen-
tration variation.

In the absence of diffusion, the solute concentration
is governed only by evaporation. As follows from
No. 5
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y
ho

0 R r
Fig. 4. Shape of the drop surface adopted in the model.

c
1.18

1.16 -
1.14

1.12

1.10
10 1.1 12 13 14 15 16 1.7

Fig. 5. Spatial distribution of the salt concentration at the
initial stages of wedge-shaped dehydration (t = 0.1568) cal-
culated with (solid line) and without (broken line) consider-
ing the effect of diffusion.

10 11 12 13 14 15 16 1.7

Fig. 6. Thesame asin Fig. 5 for protein.

Eq. (5),
¢ T

c= l+|n———~1+—.
§— §

Figures 5 and 6 show the results of calculation for
salt and protein with and without taking into account
the effect of diffusion. The accuracy of calculation was
estimated by checking the fulfillment of the law of con-
servation of matter

R

J’C(r,t)y(r,t)rdr = const.

These results confirm that diffusion is not akey fac-
tor in the behavior of the protein concentration in the
drying drop. At the sametime, it markedly smooths out
the effect of salt concentration at its periphery.



1.04

1.02F

1.00F

0.98 1 1 1 1
1.0 1.2 1.4 1.6 1.8

Fig. 7. Variation of the salt and protein concentrationsin the
solution compared with their initial distribution (1 =
0.1568).

CONCLUSIONS

Themodel proposed makesit possibleto explain the
solute spatia redistribution during the wedge-shaped
dehydration of biological fluids (Fig. 7). In the absence
of diffusion, thelocal relative concentrations of salt and
protein in the drop would remain constant, with their
absolute concentrations increasing toward the periph-
ery. The effects of cross diffusion and of the concentra-
tion dependence of the diffusion coefficients remained
unaccounted for because of the lack of experimental
data. However, these effects can be estimated qualita-
tively. Asthe concentration of protein increases, itsdif-
fusion coefficient decreases. Therefore, the equalizing
effect of diffusion on the concentration becomes
weaker and the distribution of the protein concentration
becomes still closer to that estimated by taking into
account water evaporation alone. In the case of salt, the
diffusion coefficient increases with concentration,
which leads to a faster equalization of the salt concen-
tration within the drop. Thus, the effect estimated by
the calculation isfurther enhanced when the concentra-

TARASEVICH, AYUPOVA

tion dependence of the diffusion coefficients is taken
into consideration.

To check the results of initiation quantitatively,
experimental data on the spatial distribution of the salt
and protein concentrations in the course of wedge-
shaped dehydration are needed.
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Abstract—Thedlip velocity of ararefied gas nonuniform in temperature and mass vel ocity iscalculated for gas
dlip over the surface of aright circular cylinder. The cal culation uses the two-moment boundary conditionin an
approximation linear in Knudsen number. Correctionsto the dlip velocity that are due to the interface curvature,
volume temperature stresses, and nonuniform temperature distribution in the Knudsen layer are studied asfunc-
tions of the accommodation coefficientsin the first two moments of the distribution function. The Bhatnagar—
Gross—Krook model of the Boltzmann kinetic equation is employed as the basic equation for the gas state. ©

2003 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

A variety of works have recently been published that
concern the construction of exact analytical solutionsto
inhomogeneous model kinetic equations in boundary-
value problems of the kinetic theory of rarefied gases.
In these problems, agas that is nonuniform in tempera-
ture and mass velocity flows around the surface of a
sphere or aright circular cylinder [1-8]. Here, the dif-
fuse reflection model is used as the boundary condition
for the surfaces flowed around by the gas. In a number
of cases, however, such a boundary condition is inade-
guate [9]. The Maxwell mirror—diffuse [10] and Cercig-
nani boundary conditions [11] seem to be morereditic.

The use of the Maxwell mirror—diffuse boundary
condition in gas slip problems makes it possible to take
into account the effect of the accommodation coeffi-
cient of thetangential momentum on the slip velocity of
the gas flowing around the surface. At the same time,
such an approach causes stubborn mathematical diffi-
culties when applied to the construction of solutions to
boundary-value problems in the kinetic theory of rar-
efied gases by using rigorous analytical techniques.
Today, exact analytical solutions to boundary-value
problems of dlip that are obtained with the Maxwell
mirror—diffuse boundary condition are lacking.

The Cercignani boundary condition is an alternative
to the mirror—diffuse condition and alows reflected
molecules to partialy conserve information about the
incident molecule distribution.

Inlinearized problems of gasdlip around asolid pla-
nar surface, the distribution function is written in the
form f = f9[1 + ¢(r, C)] and the boundary condition at
the surface that is imposed on the function ¢(r, C) has
the form

¢(0,C) = 2d,C,, C,>0.

Here, the x axisis directed into the gas and they axisis
aligned with the vector of the gas mass velocity. The
value of d, isfound from the condition that the accom-
modation coefficient g, of the tangential momentum
(0 < g; < 1) can be determined by the expression

(=) [ f(r,C)C,C,dC =~ [ 1(r,C)CL,AC ()
C,<0 C,>0

The case d; = 0 corresponds to the diffuse reflection
of the molecules by the surface. The disadvantage of
the Cercignani conditionisthat it sometimesfailswhen
describing the interaction of gas molecules with the
surface. For example, when it is applied to the problem
of thermal dlip (creep), the therma dlip velocity is
totally independent of the accommodation coefficient
of the tangential momentum.

With this in mind, Latyshev and Yushkanov [12]
made an attempt to generalize the Cercignani boundary
condition. Their generalization takes into account not
only the accommodation coefficient g, of the tangential
momentum (which is, in essence, the accommodation
coefficient of the first moment of the distribution func-
tion) but also the accommaodation coefficient of the sec-
ond moment g, of the distribution function (0 < g, < 1).
In this case, the boundary condition at the surface
flowed around by the gasiswritten as

¢(0,C) = 2d,C,+2d,C,C,, C,>0, @)
where the parameter d, is found from the condition

1-q) I f(r, C)C:C,dC = .[ f(r, C)CC,dC. (3)
C,<0

In thiswork, two-moment boundary condition (2) is
used to calculate the dlip velocity of a gas that is hon-
uniform in temperature and mass velocity that dlips

C>0
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around a solid cylindrical surface of radius R. This
boundary condition takes into account the effect of the
surface curvature on the thermal slip coefficient, aswell
as the presence of volume temperature stresses and
nonuniform temperature distribution in the Knudsen
layer. In the approximation linear in Knudsen number,
the desired dlip velocity iswritten in the form [13]

aInT OInT ou
UT|S = Ksv—=— o1 KS'OS) BT a'l' +Cm)\a_pT
. (4
In
K'(l'OS)BBV)\ p¢ + K(O)BR aq)

Here, C,,, K;s, and g arethe coefficients of isothermal,
thermal, and Barnett dlips, respectively; B is the coef-
ficient responsible for the temperature distribution non-
uniformity in the Knudsen layer; B. isthefactor taking
into account the effect of the surface curvature on the

thermal dlip coefficient; K(O) = 1.14995 is the value of
the thermal slip coefficient for the totally diffuse reflec-
tion of gas molecules from the surface; v is the kine-
matic viscosity of the gas; A isthe mean free path of gas
molecules; U,|sis the mass vel ocity component tangent
to the surface; and Too is the nonzero component of the
volume temperature stress tensor. For the gas flowing
around the surface in the longitudinal direction, the
nonzero mass velocity component is U, for the flow
in the transverse direction, Uy|s[2, 5, 8].

The relationship between C,,,, K5, and accommoda-
tion coefficients g, and g, was found in [12]:

Cn = C(2-qp)

(q;" = 1) (J1+ TQy/2) — (1 —TU4) ()
1-104+(1-0p)(1+ 104 +./mQy)

X

L (2-0,)(1-T4) + (1~ qz)(ﬁrQ1/2+rr/4>K‘1 (6)
1-14+(1- qz)(1+T[/4+«/7_TQ1)

Here, Cff,)) = 1.14665 is the value of the thermal dlip

coefficient for the totally diffuse reflection of gas mol-
ecules by the surface and Q,, denotes Loyalka integrals
[14]:

_ X(n) n+1
O ﬁJA()

A*(n) = A(n) £ Jminexp(—?),

exp(-n?)dn, Q, =-1.01619,

A2) = 14 = J»exlo( H )du,

POPOV

1 e -n,0
X(2) = =ex = dt,
(2) z p%{;{! -2 E

N T
X“(n) |)\+(n)|><(n),
AT)
Jtexp(-1)

Thus, the problem posed is reduced to finding the g,
and g, dependences of 3;, Bg, and Bg.

O(Tt)—T = —TY2 — arctan

THERMAL SLIP

When a rarefied gas flows around the surface of a
circular right cylinder inthetransversedirection, to find
the ¢, and g, dependences of B, means to solve the
equation [5, 8, 12]

(2)

W HYa O n) =

1 ) %) 2
— (Y, (X 1)exp(—t7)dt
)

= ()
36Y(1)
2 oy’

30Y(1)

(1) _
5o T IMV o0

Y (%, 1) -

where
X =r—-R,

[

YO (x ) = [a(m)F(n, wyexp(-x/n)dn,

Y (% W) = krexp(—x/p) O, (1),

1
—nP
fn
krexp(=n*)(n — Q) X(-n)

2 (m)l°
Here, A(2) isthe Cercignani dispersion function, Pxis
the distribution in the sense of the principal value upon
integrating x2, &(X) is the Dirac function, and ©,(u) =0

(or 1) if u <0 (or >0). The boundary conditions are as
follows:

F(n. ) = fu + exp(n)A(N)3(n - 1),

_ 0InT
T aq) .

a(n) =

YO0, 1) = 207 +2uds?, p>o0, ®

Y (o0, 1) = 2087 C)
Tofind d? and d{?, we come to the set of integral
No. 5
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equations for the moments

[

(1-a) | exp(—1A)pY (0, pdu

) (10)
= —q jexp(—uz)uvé?)(o, W)d,
(1-a) exp(—1)uYL (0, p)du
; (11)
= (2-qy) Iexp(—uzwzvﬁ(o, w)dy,
0
from which it follows[12] that
@ _ (1-qgy)m (2
0 = Sy s (12)
1-q,) /M
d(2) (1-9,) U((bz)|3. (13)

(2-0,)(1-104)

In view of results obtained in [3], the parameter
Uy?|s is given by the condition

jx (”)f(u)exp( )dp = 0. (14)
Unlike [3], in our case,
F(W) = ~20(k) - Qi+ Za(uexp(n), (19
where
Y(W) = U?|—di? —pdg?
(16)

_ JT(L =) (VTT-21)7, 2
= [T e aaam [ ls

Substituting (15) and (16) into (14) and taking into
account the results obtained in [3] yields

(2)| [1 + (11— 0p) (ST + 2Q1)}_1

ST 4 2 (2-qy)(1-1v4)
x[Qz+Q1Qo] Ky

Here, Q; = —1.8207 and Q, = —1.2663. Passing in (17)

to dimensional quantities and writing the expression for

U,(1,2)|S in the form adopted in the kinetic theory of rar-

efied gases, we find that

(17)

Uy”[s = —KT2BogBrKNVKr.
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Thus,

Vo Jm(1- Q2)(«/7_T+2Q1)
By = Boo| 1+ 3 ey |

Here, By, = 1.7684 isthefactor that takesinto account

the dependence of the thermal slip coefficient on the
surface curvature when a rarefied gas flows around the
surface in the transverse direction and gas molecules
diffusely reflect from the surface.

Bearing in mind that acorrection for curvaturein the
case of longitudinal flow around acylindrical surfaceis
three times as small as in the case of transverse flow
[2, 5, 8], we arrive at

Jr(1=gp) (Jm+ 2Q1)T
2 (2-q)(1-14) |

Here, By, = Boy /3 = 0.589495 is the factor that takes

into account the dependence of the thermal dip coeffi-
cient on the surface curvature when ararefied gas flows
around the surface in the longitudinal direction and gas
molecules diffusely reflect from the surface.

(18)

B, = Baz[1+ (19)

BARNETT SLIP

The calculation of the Barnett dip velocity as a
function of the accommodation coefficients of the dis-
tribution function momentsis reduced to the solution of
the equation [15]

(2)

=+ Y n) =

- %1 [ Y D exp()e

with the boundary conditions

Y& (0,p) = 2d? +2ud?, u>o, (20)

.
Y2(e0, ) = 20|+ 200 - T, ko = 522 21)

Asinthe previous case, the parameters d{” and d¥’

are found from the set of equations (1) and (11) for the
moments, from which wefind, in view of (2) and (21),
that

2 _ Jmorl-q, 1-0,./m, 2
OI'1n/4[q1k 2q2U|} (22)
@ _ Jmorl- Q1«/1_T 1—Q2 %)
d; S 1- Tf/4[ a: 2 Z—CIzUB |S} (23)

Here, the parameter Ué2)| s IS determined from condi-
tion (14), where, according to [15],

f(u) = UP|s+ p@ k —d?—pd?. (29
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Substituting (24) into (14), carrying out necessary
rearrangements, and taking into account (22) and (23),
we find

U(Bz)|s - [ Ql 1 %41 Q1q1[ ' 'é_EQl}} (25)
[ g ol e

Passing in (25) to dimensional quantities and writ-
ing the expression for U g) |S in the form adopted in the
kinetic theory of rarefied gases, we obtain

(0)
—K7sBsVA 5= p¢

Ug'ls = 2T

Thus,

Bs = Paof 1- 7 1Q1/21@41q1%[1+ﬁf |

[ el
-T42-0,

Here, Bgo = 5.80 is the Barnett dip coefficient for the

diffuse reflection of gas molecules from the surface

[15].

(26)

SECOND-ORDER THERMAL SLIP

For second-order therma dip, the problem is
reduced to the solution of the equation [7]

@) ®
aa +YP(x,n) = —J’exp(—T YO (x, 1)dr

—Ke[Zy(%, W) +Y(HE + 1/2) Z,(x, )]
with the boundary conditions
YP(0,p) = 2d? +2ud? (n>0),
Y (o, 1) = 207

Here, Z;(x, 1) and Z,(X, v) are the functions that were
constructed by Latyshev [16] in solving the problem of
temperature jump, y? = 2/3, and kg = 32nT/0pd¢. The

parameters d? and d are given by (12) and (13),
respectively, and U’ is found from condition (14),
where, in our case, [7]
f(u) = [-20(K) — (20 — &) (4° = 1/2) — ] kg, (27)
Y(W) = UR|—di” —pdy’

[y - @) (- 24)
= [ 2 e ) s

(28)

POPOV

Here, £ = 1.3013 and g, = —0.5633 [7]. Substituting
(27) and (28) into (14) and taking into account the
results obtained in [7], we find
(2)| -
S

= 21Qu-2Q,+£(Q+ 12) +2]

y [1 L (1= 0p) (/Ti+ 2Q1)}‘l

2 (2-q)(1-m4) |

The value of the first bracketed factor in (29),
0.5323kg, coincides with that of the similar expression

[7] obtained upon considering the diffuse reflection of
gas molecules from the surface.

Passing in (29) to dimensional quantities and writ-
ing the expression for U(Ff)|S in the form adopted in the
kinetic theory of rarefied gases, we find that

(29)

U@, = K(T"S)BRvKngp'qu)
Thus,
_ «/;T(l_QZ)(«/T_T"'ZQl) o
P = Bl 13 gy | )

Here, Bro = 2.3524 is the coefficient of second-order
thermal dlip for the diffuse reflection of gas molecules
from the surface [7].

CONCLUSIONS

Thus, the dip velocity of a rarefied gas flowing
around the surface of a circular right cylinder is calcu-
lated in the approximation linear in Knudsen number.
The calculation includes the accommodation coeffi-
cientsfor thefirst two moments of the distribution func-
tion. The expression for the slip vel ocity takesinto con-
sideration the dependence of the thermal dip coeffi-
cient on the surface curvature, the presence of volume
temperature stresses, and the temperature nonunifor-
mity of the Knudsen layer.

Figures 1-3 show that the coefficients C,,, Kts, Bg,
Br, and B; depend substantially on the coefficient gs.

At the same time, K+, Br, and B; do not depend on q;.

For g; = g, = 1, these coefficients take values (see (5),
(6), (18), (19), (26), and (30)) obtained for the diffuse
reflection of gas molecules from the surface.

As follows from measured data [9] for the accom-
modation coefficient g, of the tangential momentum,
for surfaces that underwent no special treatment (tech-
nical surfaces such as aerosol surfaces), g, lies within
the interval 0.95-1.00. At the same time, experimental
data for g, are apparently lacking. However, from the
measured values of the thermophoresis velocity of
coarse aerosol particles [17], one can assume that the
valuesof K;sfal intotheinterval 1.1-1.2. Thisinterval

TECHNICAL PHYSICS Vol. 48
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Cm ) KTS

J/

0.2 0.4 0.6 0.8

!
1.0 o

o+

Fig. 1. Isothermal slip coefficient C, (9; = (1) 0.5 and
(2) 1.0) and (3) thermal slip coefficient Kt vs. accommo-
dation coefficient g,.
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Fig. 2. Barnett dlip coefficient g vs. accommodation coef-
ficient g, for g = (1) 0.5and (2) 1.0.

Br: By . B
5
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3
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Fig. 3. (1) Coefficient Bg of second-order thermal slip and
the coefficients B;b and {3, taking into account the Kyg vs.

surface curvature dependence for (2) transverse and (3) lon-
gitudinal gas flow around the cylindrical surface as func-
tions of q,.
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results from (6) if g, = 0.87-1.00. From (5), (18), and
(19), it follows that, with g; = 1, the isothermal dip
coefficient and the curvature corrections to the thermal
dlip coefficient for the transverse and longitudinal flows
around a cylindrical surface are 1.14665-1.329377,
1.768485-2.0176403, and 0.589495-0.6725468, vary-
ing, respectively within 15.94, 14.09, and 14.09%. For
g, = 1, the Barnett dip coefficient (see (26)) and the
coefficient of second-order thermal slip (see (30)) liein
the intervals 5.80000-6.617141 and 2.376842—
2.711707, respectively, both varying within 14.09%.
The results obtained can be used for calculating the
thermophoresis velocity of aerosol particles taking
account of the accommaodation coefficients [18].

REFERENCES

1. M. N. Gaidukov and V. N. Popov, lzv. Akad. Nauk,
Mekh. Zhidk. Gaza, No. 2, 165 (1998).

2. A. V. Latyshev, V. N. Popov, and A. A. Yushkanov,
Pis'ma zh. Tekh. Fiz. 28 (5), 70 (2002) [Tech. Phys.
Lett. 28, 204 (2002)].

3. A.V. Latyshev, V. N. Popov, and A. A. Yushkanov, Sib.
Zh. Indust. Mat. 3 (11), 103 (2002).

4. A.V.Latyshev, V. N. Popov, and A. A. Yushkanov, Inzh.-
Fiz. Zh. 75 (3), 104 (2002).

5. V. N. Popov, Zh. Tekh. Fiz. 72 (10), 15 (2002) [Tech.
Phys. 47, 1219 (2002)].

6. V. N. Popov, Inzh.-Fiz. Zh. 75 (3), 107 (2002).

7. V. N. Popov, Pis ma Zh. Tekh. Fiz. 28 (19), 10 (2002)

[Tech. Phys. Lett. 28, 800 (2002)].

V. N. Popov, Prikl. Mekh. Tekh. Fiz. No. 5, 105 (2002).

9. O.A.Koalenchits, Thermal Accommodation of Gas-Solid
Systems (Naukai Tekhnika, Minsk, 1977).

10. M. N. Kogan, Dynamics of a Rarefied Gas. A Kinetic
Theory (Nauka, Moscow, 1967).

11. C. Cercignani, Mathematical Methodsin Kinetic Theory
(Plenum, New York, 1969; Mir, Moscow, 1973).

12. A. V. Latyshev and A. A. Yushkanov, Inzh.-Fiz. Zh. 73
(3), 63 (2001).

13. E. G. Mayasov, A. A. Yushkanov, and Yu. |. Yalamov,
Pis'ma Zh. Tekh. Fiz. 14, 498 (1988) [Sov. Tech. Phys.
Lett. 14, 220 (1988)].

14. S. K. Loyalka, Transp. Theory Stat. Phys. 4, 55 (1975).

15. V. N. Popov and M. N. Gaidukov, in Interuniversity Col-
lection of Scientific Works of Mathematical Departments
(Lomonosov Pomor Gos. Univ., Arkhangel’sk, 1997),
No. 1, pp. 26-31.

16. A. V. Latyshev, Prikl. Mat. Mekh. 54, 581 (1990).

17. B. V. Deriaguin and Yu. I. Yalamov, in International
Review on Aerosol Physics and Chemistry (Pergamon,
Oxford, 1972), Vol. 3, Part 2, pp. 1-200.

18. Yu. l.Yalamov and R. A. Sdfiullin, Teplofiz. Vys. Temp.
32, 271 (1994).

©

Trandated by V. saakyan



Technical Physics, Vol. 48, No. 5, 2003, pp. 546-551. Translated from Zhurnal Tekhnicheskor Fiziki, Vol. 73, No. 5, 2003, pp. 24-29.

Original Russian Text Copyright © 2003 by Sanochkin.

GASES

AND LIQUIDS

Van der Waals Wavesin Free-Surface Liquids

Yu. V. Sanochkin
Bauman State Technical University, Vtoraya Baumanskaya ul. 5, Moscow, 107005 Russia
e-mail: bauman@bmstu.ru
Received December 11, 2001; in final form, June 13, 2002

Abstract—It is shown that, along with gravity waves, surface and internal waves caused by van der Waals
forces may exist in aliquid with a horizontal free surface. A dispersion relation isfound by using the stepwise
approximation for the coefficients of awave equation derived for these waves. The surface waves are similar to
surface gravity wavesin dispersion and amplitude distribution but differ in frequency by several orders of mag-
nitude. Another sequence of roots in the spectrum corresponds to internal van der Waals waves that have an
upper frequency bound and the dispersion law typical of amultimode waveguide. © 2003 MAIK “ Nauka/ I nter-

periodica’ .

(1) A liquid in mechanical and thermal equilibrium
with agasis nonuniformly strained near the gas-iquid
interface due to van der Waals forces [1]. Its density
decreases toward the interface. The density variation is
caused by a pressure gradient arising in the surface lig-
uid layer to compensate for the volume van der Waals
force. The uniformity breaks at macroscopic distances
that are many times larger than the molecule size.
Asymptotics both for local quantities and for one- and
two-particle distribution functions at large distances
from the free surface were first calculated by Rusanov
and Kuni (see, eg., [2, 3]). Strictly speaking, the
method used in [2, 3] isvalid in the case of gases. How-
ever, the calculations [5-7] based on the macroscopic
theory of van der Waals forces [4], which is applicable
to media in any aggregative state, substantiated the
asymptotics in [2, 3]. Refined expansion coefficients
whose numerical values may be noticeably different
from those in [2, 3] are expressed in [5—7] through the
permittivities of media. In a surface layer extending to
adepth of 34 nm, relative deviations of theliquid den-
sity from the volumetric value p,, may reach 10-15%
[6, 7]. The density profileisfound with the one-particle
distribution function.

The study of waves caused by van der Waals forces
in liquids is of certain interest. For these waves, the
inclusion of the temperature effect and the specific ther-
mal motion of particles requires a kinetic approach. In
this paper, a hydrodynamic approximation is employed.
Thevalidity of the hydrodynamic description of thelig-
uid flow in layers of thickness mentioned above has
been established in many papers devoted to the numer-
ical simulations of molecular dynamics. For instance,
the motion of 1536 argon atomsalong 10 x 10-nmwalls
spaced by 4 nm from each other (this correspondsto the
density of liquid argon) in the uniform field of external
forces was studied in [8].

Interaction of each pair of particles (including the
interaction with moleculesin the lattice sites of asolid)
isdescribed by the modified 6—12 potential. The motion
of asingle atom is Brownian with adrift along theforce
direction and temporal localization in the vicinity of
walls. Although the density distribution has not been
studied, molecular ordering near the walls has been
reported. The averaging procedure resultsin ahhydrody-
namic velocity that differsfrom thevelocity dueto ther-
mal fluctuations. The resulting velocity profile is in
agreement with the solution to the hydrodynamic equa-
tions for the Poisedille flow. Simultaneoudly, the mac-
roscopic no-slip boundary condition is confirmed based
on microscopic physical considerations. The viscosity
calculated by fitting the Stokes parabola to the flow
velocity distribution is expressed via the parameters of
the intermolecular potential and has an observable
value. In [8], the flow of aliquid with a thickness sub-
stantially smaller than 4 nm is considered within the
problem of a moving boundary between three phases.
I n addition to the papers concerned with numerical sim-
ulations, there are those devoted to generalized hydro-
dynamics [9]. The latter are aimed at extending the
equations of conventional macroscopic hydrodynamics
to the microscale. In generalized hydrodynamics, gen-
eralized transport coefficients, which differ from the
conventional one on small scales, are introduced.
According to [9], conventiona hydrodynamicsis appli-
cable to scales larger than three molecular diameters
and to timeintervals exceeding the kinetic time scale by
one order of magnitude (~10713 s).

The study of van der Waals surface waves using the
model of alayer of homogeneous liquid on solid sub-
strate was conducted in [10]. It turned out that, in the
case of thin (I < 400 nm) layers, the waves strongly
decay. If alayer of alow-viscous liquid is sufficiently
thick, the existence and, hence, observation of weakly
damped van der Waals waves seem to be possible
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because of a decrease in the bottom friction, which
makes a major contribution to the damping. The
approach used in [10] turns out to be inapplicable in
this case. It is appropriate to introduce the volume van
der Waals force into the hydrodynamic equations and
reject the uniform density approximation.

The aim of this paper is to determine the spectrum
of the eigenfrequencies of free waves caused by van der
Waals forcesin afree-surface liquid.

(2) Let the horizontal plane z= 0 be the equilibrium
interface between aliquid and environment (occupying
thedomain z> 0). Theinterface displacement in awave
is denoted by z = {(X, y, t). The problem is considered
in theincompressi ble nonviscous liquid approximation.
In this case, the initial hydrodynamic equations have
the form [11]

dv _ dp _ o
pdt [p +pg+pf, a0 0, divv = 0. (D
Here, v = v(u, w); u and w are the horizontal and verti-
cal velocity components, respectively; q isthe acceler-
ation due to gravity; and f is the specific van der Waals
force. In equilibrium, the force f,(2) and the force of
gravity are directed downward. The additive approxi-
mation [1] can be used to determine this force. Let the
intermol ecular potential in theliquid havetheform U =
—Br6, wherer istheintermolecular spacing and 3 isthe
interaction constant. Determining the energy of interac-
tion between a probing molecule and other particles
[12, 13] yields for the specific force

fo(z) = Al(2mp,Z"), )

where A = Tn?[3 is the Hamaker constant and n = n,, is
the concentration of molecules of the liquid.

Expression (2) issingular at the interface and repre-
sents the principal term of the force asymptotics away
from the interface. It is conventionally assumed that
such expansions are applicable starting from distances
of greater than three or four monolayers from the inter-
face. According to (1), in the equilibrium state, the
pressure and density are related by

P = {g+ fapola). @
The condition fy(b) = g defines the range of macro-
scopic van der Waals forces, b = (A/2mtp,g)Y4. For typ-
ical values A = 6.28 x 10%° J and p,, = 10° kg/m?, we
have b = 10° m. The mean and especially maximum
values of the force f, are many orders of magnitude
higher than g. The equilibrium density gradient isgiven
by the thermodynamic relationship

d d
" = Xpoge = X(0+ TP}, @

where X istheisothermal compressibility.
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The coordinate dependence of the density is basi-
caly determined by the nonuniformity of the force
fo(2). According to (2) and (4), within the range of van
der Waals forces, the principle term of the density
asymptotics hasthe form p,, —py ~ z3. Thisisin agree-
ment with [5—7] and lends further support to the valid-
ity of the hydrodynamic approach and expression (2)
for the force. The quantity h = &/xp.f; is taken as the
thickness of a layer where the density gradient varies
most considerably. Here, € = (p., — Po(0))/p., iSthe max-
imum relative density difference and fiisacertain char-
acteristic force. This thickness may be as large as sev-
eral hundreds of nanometers.

(3) Hereafter, we will consider harmonic waves. In
this case, the free surface profile is sinusoidal. The
instantaneous value of the specific force f for such a
profile is difficult to calculate in the additive approxi-
mation. An approximate expression for the force per-
turbation f' = f — f, dueto the interface distortion can be
found from physical considerations. The force f' hasto
be a harmonic function of x, y, and t and vanish for
( — 0 and aso away from the free surface. The
dynamic force f is directed normally to the interface
only in vertical sections of symmetry A and B that pass
through crests (¢ > 0) and troughs (¢ < 0) of the waves.
For simplicity’s sake, the amplitude of thefreeinterface
displacement {,,,= max|{| is assumed to be smaller than
thelayer thicknessh. A liquid particlewith acoordinate
zin the equilibrium state has a coordinate { — z in the
dynamic case. In view of the condition {,, < A (A isthe
wavelength), which is adopted in the linear theory, the
forces f(2) in sections A and B are assumed to differ

weakly from fo({ — 2). Then, the vertical component f,
at z< 0isgiven by (df,/dz)¢ and (dfg/dz){ in sections A
and B, respectively. Here, f, and fg are power functions
similar to (2). In section A, f, > fo(Z — 2) because of a
weak additional downward attraction of molecules
compared to the attraction at the interface; in section B,
thesituationisreversefg < fy({ —2). Inintermediate sec-
tions, f, gradually changes its behavior according to
the relationship

- A8
f, = DTj-z_DZ’

where f, is aslowly varying function of the coordinate
g reckoned along the wave propagation direction. This
function can be replaced by the g-averaged function
f.(2). Then, f, iswritten as

. df,
fz—'ag- ©)

In a similar way, one can find that the horizontal
component of the force perturbation is proportional to
the gradient of ¢:

f=-f.29W , (6)
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where f,is apower function similar to (2).

Linearizing (1) in the vicinity of the stationary state
given by (3) and (4) in view of (5) and (6) yieldsthe set
of equations for perturbations

ov '
Po3; = —Op—(g+ fo)pUz+pef,(0z—p,f. [ ,
op dp (7)
0 - H _
5?+de_0’ divv = 0.

In (7), the primes by the perturbations of pressure p
and density p are omitted. The procedure of sequential
elimination of unknowns [11] reduces (7) to the equa-
tioninw

0 [y + L 900w

pee =02l N*(2)A,w
t

po dz a7 (8)
= M(Z)AZW(X! y1 Ol t)

Here, A and A, denote three-dimensional and horizontal
Laplacians, respectively, and the Véisda frequency
N2(2) and the M(2) function are given by

1.dpo _ 1dp, Vg
O)fodzi M = fr+fn+fT1

P, dz
where the primed functions are the derivatives with
respect to z.

If M =0, Eq. (8) coincides in form with the well-
known equation for gravity waves [11]. In view of (4),
the Vaisdla frequency is nonnegative. This is evidence
of the stability of the equilibrium density distribution
and indicates that the nonmonotonic time evolution of
the perturbations is a possibility. In (8), the gravity
force appears in explicit form in N? and implicitly
through density gradient (4). The thickness| of thelig-
uid is assumed to be relatively thin; so one can neglect
the density variation across the thickness due to pres-
sure variation in the volume, wheref = 0. Inthis case, g
in N2 can be omitted. The surface pressureis taken into
account on the free surface to preserve generality:

(Po+ P),=¢—Pa = VAL, (9

Here, p, is the constant atmospheric pressure and y is
the surface tension coefficient. Linearizing (9) involves
the Lagrange finite-increment formula

Po(Q) = Po(0) = Po(z)C = —TspsC,

where f, = fy(z) and ps = po(z). It istaken into account
that f, > g.

The coordinate z, increases with increasing ampli-
tude ¢, The standard formula for the increment of a
function with a rapidly varying derivative (see (3)) is
inapplicable at the point z= 0, where it is undefined. It
is acceptable to substitute p,, for both p, and py(0) in
subsequent formulas. The linearization of (9) yieldsthe

N® = —(g+ f

0<z<L,

SANOCHKIN

following condition on the unperturbed surface:
plz:O = poo fSZ _VAZZ'

Having eliminated p by using (7) and { by using the
kinematic condition, one arrives at the dynamic bound-
ary condition for w

0w
fot f)aw—YAAw— j = 0. (10
(1 faw-Taa, ) (10)

In the case of perturbations with A < 2|, one can put
w(—) = 0 as the second boundary condition for (8).
Then, the gravity force is no longer involved in the
statement of the problem. Hence, it has no influence on
van der Waals waves. On the contrary, by eliminating
the van der Waals force (f = 0) from (7) and (8) and
restoring the eliminated gravity force in (10), one
comesto the problem of gravity capillary wavesin deep
water.

(4) We use the Boussinesq approximation, implying
that the density gradient is retained only in the expres-
sion for the Vaisda frequency. The solution is looked
for in the form of a harmonic wave,

w---D(2) expli(kx + ky) —iot], k = (K2+k3)"™.

Inview of (10), thevel ocity amplitudeis determined
from the eigenvalue problem

o+ kZHL(Zz) ~fHo = k—ZZM(z)GJ(O),
Q) ().)

P(—o) = 0, WP (0) = kQ’D(0), (11)

Q% = [(fo+ fo)k+Yk/pgl,=o-

There is another essential difficulty to be overcome
in rigoroudly (including numerically) determining the
characteristics of the free-wave spectrum with set (11).
All the coefficients of the function in (11) are not
defined in the entire domain z < 0, where the solution
exists. The asymptotics of py, fy, and other functions, as
well as their maxima and minima, are unknown at
z— 0. The initial qualitative solution can be found
under the assumption that these functions are single-
valued continuous functions taking finite values for z<
0. In view of (4), the function N?(2) in (11) is propor-
tional to (dp,/d2)?, and its absolute value is small out-
side the layer, i.e., at |7 < h. This function increases as
N2 ~ z® when approaching the free surface. The func-
tion M is similar to N2. The specific behavior of the
coefficients of Eq. (11) makes it possible to study the
basic properties of the waves in the framework of the
simplified model of a surface waveguide, in which the
coefficients are approximated by stepwise (piecewise
constant) expressions. In the vicinity of the free surface
(inside the layer) —-h < z < 0 (domain 1), the functions

N2(z) and M(2) are replaced by the constants N, =
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XPoo f§ and M. Outside the layer, i.e, for z < —h (do-

main 2), one may put N> =M = 0. This frequently used
expedient allowsoneto derivethedispersion relationin
explicit form and determine the type of motion. The
values of both constants and the characteristic force f,
remain undetermined. Inside the liquid, the solution to
(12) hasthe form
@, = a,exp(kz). (12
If A < 2l, the bottom friction is of no significance.
This confirms the validity of using the nonviscous lig-
uid model. If the frequency satisfies the inequality w <
N, the solution to (11) in domain 1 is

2 -1
(}.)2 |:|
Mo

12 (13)

@, = a;sinakz+ b, cosakz + blgj

a = N,
w -1

Since fy(2) is continuous, solutions (12) and (13), as
well astheir first derivatives, have to be joined together
at the boundary between domains 1 and 2 [1]. This
results in a set of homogeneous equations for the coef-
ficients. This set has a solution if the following disper-
sion relation is satisfied:

Q°a(sinakh + a cosa kh)

B ) o _ (14)
= M+ (0w —M)(cosakh—asinakh).

(5) First, wewill find theroots of (14) at M = 0; then,
the dependence of the solution on M will be studied by
the method of successive approximations. Equation (14)
at M = 0isreduced to

a(w’—Q%)
2, 2

tanakh = 5
a‘w +Q

(15

If w> N,, a becomes a purely imaginary number
ila] and dispersion relation (15) turnsinto

|a] (w® - Q%)

tanjalkh = : (16)
QZ_lalsz

Since fy > g, purely capillary perturbations corre-
spond to values of A that are much smaller than thosein
the case of gravity capillary waves. For instance, for
water, assuming that A = 1.65 x 10%° J, f, = f,(a), a =
50,0 =2.64 x 101 m, and y = 0.072 Jm?, we find that
A <108 m (kh > 1). The study of these perturbations
seemsto be of little interest; therefore,

Q° = kfk (k= 1+f(0)/f) (17)

will be used below as the characteristic frequency.
TECHNICAL PHYSICS Vol. 48
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5.1. Intermsof thevariablet = akh, Eq. (15) inview
of (17) can be written as

_ o®(w/N,)%e —aKt

tant = F(1), (18)

o> (W/N,)%€ + KT

At afixed frequency w, the coefficients of the frac-
tiona linear function F are constant. Over the entire
range of variation of the argument, F isamonotonically
decreasing function varying from F(0) = o to F(x) =
—a. Hence, Eq. (18) has a countable set of roots 1, T4,
1,, ..., that corresponds to the sequence of pointswhere
F(1) crosses the branches of tant. The eigenvalues of
problem (11),

ko(w) = t(w)/ha(w); n=01,2,...,

completely define the eigenwaves w,.

At higher frequencies, w > N,, dispersion relation
(16) istransformed in asimilar way (t = |alkh):

_Jal*(w/Ny)’e —|alkt

tant = F, (1), F, (19

KT —la]*(w/N,)%

The function F; has an infinite discontinuity at
KT, = |af(wN)% and equals zero at Kt, =
|oJ(w/N,)%. It is positive and monotonically decreases
from oo to O only for t,, < T < 1,,,. Consequently, disper-
sion relation (19) has a unique solution for any fre-
guency w > N,

The least root 1, of (18) is small. The estimation of
the first term in the numerator of F(1) yields
a(w/N,)% < ew/N,, < €. Asaresult, T, = a(w/N,)%(e/K)
is the solution to (18) in the first approximation in €.
Substituting T, = akyh yields the dispersion relation

W = Kfk, (20)

which is similar to that in the case of surface gravity
waves [11]. As the van der Waals acceleration, instead
of g, appearsin (20), these waves are naturally referred
to as surface van der Waals waves. These waves can be
considered as high-frequency ones in comparison with
gravity waves. The solution to Eg. (19) shows that its
roots, while not small, aso describe surface van der
Waals waves. Curve 1 in Fig. 1 is drawn through the
eigenvalues ky(w) calculated from the exact roots Tq(w)
and t(w) of Egs. (18) and (19) for (¢/k) = 0 and 1,
respectively. The equation of curve 1,

koh = (e/K)(0/N,,)°

expresses relationship (20) in dimensionless form.
Curves 24 in Fig. 1 show the solutions of complete
dispersion relation (14) as functions of M. The curves

corresponding to M = (1 —2) N2, merge with curve 1in

Fig. 1. Parallel lines 14 extend dependence (20) to the
case of finite M. The increase in the relative difference
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Fig. 1. Dispersion relations for surface van der Waals waves
aM/N? =(1) 0, (2) 5, (3) 8, and (4) 10.

in the density € also causes the parallel upward shift of
the dispersion curve. This shift is small at small €.
Eigenfunctions (12) and (13), which correspond to sur-
face waves, peak on the free surface and, decreasing
monotonically with depth, turn to zero only at the bot-
tom.

Perturbations obeying dispersion law (20) were
observed in thin layers (I = 20 nm) in superfluid helium
[14], which has a very low surface tension coefficient.
These waves were called third sound. The data pre-
sented here indicate that surface van der Waals waves
can also be excited in ordinary classical fluids. In deep
low-viscous liquids, the wave attenuation must be [ow.

5.2. Along with surface waves, the set of eigenwaves
at w < N, involves covers corresponding to the subse-
guent roots T4, Ty, ... Of dispersion relation (18). These
are internal van der Waals waves. The first four eigen-
values k,(w) are shown in Fig. 2 (curves 1-4). The dis-
persion law found istypical of amultimode waveguide,
which validates the term “surface waveguide” The
wavelength diminishes with growing harmonic num-
ber. At the same wavelengths, van der Waals frequen-
cies may exceed those of gravity waves by severa
orders of magnitude. For internal waves in the ocean,
vertical displacements of particles are maximal at a
depth where the density gradient is the highest. In our
case, the regions of maximal gradient are located in a
shallow layer of thickness h at the surface. According to

SANOCHKIN

0.01 0.1 1

Fig. 2. Dispersion law for internal van der Waals waves
(e/k =0.1and M = 0).

(12), internal waves, like surface waves, propagate in a
layer of depth ~A. The necessary conditions for the
existence of van der Waals waves are identical to those
for internal gravity waves in the dead zone, where
freshwater overlies salt (heavier) water [11]. In both
cases, hydrostatic equilibrium is stable, convection
does not appear, and the gradients of density and force
are parallel to each other. Therefore, the branch corre-
sponding to internal van der Waals waves in the excita-
tion spectrum is not unexpected.

5.3. Itisof interest to consider surface van der Waals
wavesin thelimiting case when the amplitude ,,, of the
free surface displacement surface is much higher than
h. Under the assumptions made above for the depth | of
the liquid, its density can be considered constant out-
side the surface layer. For waves with vertical particle
displacements ~I, the consideration can be restricted to
the flow in the bulk of the liquid outside the surface
layer with anonuniform density. In terms of the hydro-
dynamic approach applied to this layer, one can take
into account the action of the van der Waals force by
appropriately modifying boundary condition (9) to fit
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the equation in the volume. In determining the incre-
ment po(¢) — pe(0), one should bear in mind that the val-
ues of py(¢) and py(r¢) differ from each other insignifi-
cantly when r and b/¢,,, are of the same order of magni-
tude. Substituting py(r{) with constant r for py(¢)
virtually means that the boundary of the layer with a
nonuniform density has the same shape as the free sur-
face. By virtue of the condition ,,, << A, such an approx-
imation seems to be admissible. Then, after the linear-
ization of (9), the dynamic boundary condition on the
unperturbed free surface can be written in the form

Plz=o0 = fimPul =Y AL, (21)
where f;,, is the limiting value of f; when (,, = b.

The boundary condition for w on the free surface,
which results from (21) after eliminating p and ¢, dif-
fersfrom (10) only by the substitution of f;,, for fs. The
eguations of motion in the bulk result from (7) if f =
dpy/dz = 0. From these equationsit follows that density
perturbations are absent and the influence of buoyancy
forces can be neglected. Set (7) is reduced to the equa-
tion for w that is well known in the theory of capillary

gravity waves [11]. If the no-percolation condition at
z=- ismet, this equation has the solution

w = sinhk(z+I)exp[i(kx +ky—owt)].

Substituting this expression into the dynamic
boundary condition yields the dispersion relation

0 = (K f K+ yk’/py(0))tanhkl. (22
At k? < Kp,, fiim/Y, expression (22) takes the form

(23)

Thus, the dispersion law for surface van der Waals
waves in deep liquid, which implies proportionality
between w? and k, is valid for any perturbation ampli-
tudes admissible in the linear theory. The proportional-
ity coefficient depends on the value of the volume van
der Waalsforce.

(6) Physical analysis of the field of van der Waals
forces in a liquid gives an expression for the specific

0 = Kfk
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mass force that is in agreement with the density profile
resulting from the rigorous theory. Therefore, it can be
included in the hydrodynamic equations, specificaly,
in the equationsfor perturbations. The boundary condi-
tion allowing for van der Waalsforces at theinterfaceis
derived. The physical model of a surface waveguide
using a reasonabl e approximation of the coefficients in
the wave equation is considered. A dispersion relation
approximating the spectra of both surface and internal
wavesis derived.
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Abstract—A mathematical model of a single-stage ballistic plasmatron for producing radiating gas is pro-
posed. Various operating conditions are analyzed and compared with experimental data. The general features
of radiative heat exchange in the device are outlined. © 2003 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

Ballistic plasmatrons are widely used in various
fields of thermal physics. High-temperature gases pro-
duced in these devices by compression liberate the
stored energy in the form of optical radiation, which
can be used to pump solid-state lasers[1, 2]. This radi-
ation can also be used in plasmochemistry and photo-
chemistry [3]. High-temperature gases are employed in
studying the effect of shock waves on various objects,
etc. To find optimal operating conditions, it is necessary
to develop a mathematical model that could describe
the dynamics of the device operation and could give
practical recommendations on the choice of the com-
pression regime.

EXPERIMENTAL SETUP

A BP-3 ballistic plasmatron (Fig. 1) consists of bar-
rel 1 and piston 2 initialy fixed at the end with the help
of fixing wire 3. The pushing gas (air) is contained in
balloon 4. Theirradiated object is placed in chamber 5.
This may be the rod of a solid-state laser, a specimen
for studying the effect of shock waves at high tempera-
tures, medical instruments to be sterilized, etc. The
chamber is usually separated from the barrel by break-
ing membrane 6.

After evacuation, the barrel isfilled up with awork-
ing gas at a given pressure. The pushing gasisfed into
balloon 4. After pressing the start button, the pushing
gas enters the plasmatron through an electromagnetic
valve, thereby moving the piston. In a time of about
10 ms, the working gas is compressed to a pressure of
1000 atm and heated to atemperature of about 8000 K.
At such atemperature, afraction of the energy accumu-
lated in the gas during its compression isradiated. After
the membrane is broken, the radiating gas is gected
into the chamber.

MATHEMATICAL MODEL
OF A PLASMATRON

Let us derive equations that will allow us to deter-
mine the parameters of the working gas in the plasma
tron.

First, we derive the equation of motion of the plas-
matron piston. The force exerted by the pushing gas on
the piston is F; = p;S,;, and the force exerted by the
working gasisF, = p,S,, wherepispressureand §; is
the piston area. Here and below, index 1 refers to the
parameters of the pushing gas and index 2 refersto the
parameters of the working gas. The friction force F;
acts against the piston motion.

It was shown in [4] that, under the given conditions,

the pushing and working gases can be described by the
equation of state for an ideal gas.

In the first approximation, the friction force can be
written as

__ dx/dt
Fr = _Bldx/dtl’

where x isthe running coordinate of the piston center of
mass, the factor 3 isdetermined experimentally, andtis
time.

Fig. 1. Schematic of a single-stage ballistic plasmatron:
(2) plasmatron barrel, (2) piston, (3) fixing wire, (4) balloon
with the pushing gas, (5) optical chamber, (6) membrane,
(A) evacuation, (B) working gas supply.
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Taking into account the equations of state for the
working and pushing gases, the equation of motion of
the piston,

d’x _
mpﬁ - iZFi,

can be rewritten in the form

e mRT,
P2 Ha(x=1,/2) )
MR, T, dx/dt

T Ha(Lo—(x+1,/2)) Bldx/dtl’

where m, is the piston mass, m; and m, are the gas
masses, |4; and L, are the molar masses, R, is the uni-
versal gas constant, L, isthe barrel length, I isthe pis-
ton length, and the temperatures T, and T, are deter-
mined from the energy balance equation.

Asthe gas flows out of balloon 4 (Fig. 1), the mass
of the pushing gas in the barrel varies. Since the pres-
sure difference across the valve is supercritical, we can
write

dm,  m, md®
A 2

where my, is the gas mass in the balloon, V,, is the bal-
loon volume, a, is the speed of sound in the balloon,
and d is the diameter of the electric valve nozzle.

The mass of the gasin the plasmatron barrel isequal
to

my = My + (Mg, — M), (©)

where my; and my, are theinitial gas massesin the bar-
rel and balloon, respectively.

When the gas pressure in the balloon decreases

below acertain value p,, the valveis closed and a frac-

tion of the pushing gas with the mass m, remainsin the

balloon. Therefore, after integrating Eq. (2), formula (3)
takes the form

0 2
0 1d
OMgy + Moyl — Xp——apt==, my>m,
m=0 > b%[ PO AVA b% 0 (4)

%nOl-l-(mOb_mv)v m, = m,,
where

_ o BV

v pV R()TO
In order to utilize the compression energy most effi-
ciently, the piston is provided with fixing wire 3
(Fig. 1). The wire attaches the piston to the barrel end
and is broken when the applied force exceeds a certain
value F4. The fixing wire allows one to increase the
pressure of the pushing gasin the barrel before the pis-

m
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ton starts moving. Hence, equation of motion (1) takes
the form

O
0
O
U
EP m; Ry T,

- _ MRy T, g dx/dt
1(X=1,/2)  pp(Lo—(x+1,/2)) "ldx/dt|
0
0
|:| Fi > FS{’
2

where m, is defined by formula (4).

The temperatures T, and T, can be determined from
the energy balance equation

%‘ti = TW+ Y HG, (5)
i i

in which, for simplicity, indexes 1 and 2 are omitted.
Here, U = mc, T is the internal gas energy; W is the
energy source power; H = ¢, T isthe enthapy; G isthe
gasflow rate; and ¢, and ¢, are the specific heats at con-
stant pressure and constant volume, respectively. For a
single outlet, we havej = 1.

For theworking gas (index 2), without allowance for
convective and diffusive losses, the total source power
isthe sum of the radiative losses g4 and the work done
on gas compression dA, = —p,dV, per unit time:

dv
> W= _e""’_pzdt g

After the membrane is broken, the pressure differ-
ence across the valve is supercritical; hence, the gas
flow rate through the nozzle with the area S can be cal-
culated by the formula

dm, m,
F - _V2a281 (6)
where
a = IVzE_ZTz
is the speed of sound.

Equation (6) can also be used in the case of adis-
charge without membrane 6 (Fig. 1), because the pres-
sure difference between the barrel and the chamber
quickly passes through the critical level. Then, for the
working gas, equation (5) can be written in the form

du dv
d_t2 = €Cx— pzd_tz —Cp2 T2P23,S,
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where p, is the gas density. After some algebraic
mani pulations, this equation takes the form

dT2 _ T2|:| dVZ erw
S vt e S v ()

When the working gas is compressed in a closed
volume (S= 0) in the absence of radiative |0sses, equa-
tion (7) describes an adiabatic process; the case in
which the gasissuesinto achamber with aconstant vol-
ume (V, = const) was considered in detail in [5].

To determine T,, we can aso use energy equation (5).
However, the problem can be simplified taking into
account the fact that, by the time when the fixing wire
is broken, most of the pushing gas has already flowed
into the plasmatron barrel and, then, its mass changes
only dlightly. Since the radiative losses are negligibly
small, the expansion of the pushing gas can be consid-
ered adiabatic:

_ Vot
v

In this paper, asin [6, 7], the radiative loss power is
sought in the form

_ Ko lp/2yn
Dx—lp/ZD '

4 1 1
e, = 40T|2V2[1_ xp% aG pszexp(—I/Tz)D}
a 40T, -
? (8)
al = D
1+D/(2(Lo—(x=1,/2)))’

where o is the Stephan—Boltzmann constant, &' is the
reduced linear dimension, D istheinner diameter of the
plasmatron, and G' and | are constants that depend on
the sort of gas used [5].

After some algebraic transformations, the set of
equations describing the gas parameters in a single-
stage ballistic plasmatron can be rewritten in aform

dx 1

dt? mp

ZFiSFS‘

=

O i
O yi—1
< EiranOTO(XO_Ip/Z) _ MR T

0 _1/2) Ho(Lo(X +1,/2))

a3 Hy(X=15/2) P 9)

O dx/dt

= Praxrar Z Fi>Fq,

de T2|:| dV2

T = e GG e
dm, m,
oo v,

VOLOV

where m, isdetermined by formula(4), e.4 is described
by expression (8), and V, = (TD%4)(L, — (x + 1/2)). The
initial conditions of the problem are the following: x =
X, X/t =0, T; =T, = Ty, My = Mgy, and m, = M.

Asthe gas flows out through the nozzle, at a certain
instant, the mass of the working gas becomes zero,
m, = 0. Then, the set of Egs. (9) should bereplaced with
other equations describing a collision of the piston with
the end of the plasmatron barrel. We do not present
these equations here, because this problem is beyond
the scope of this study.

NUMERICAL CALCULATIONS OF THE GAS
PARAMETERS IN THE PLASMATRON

The set of Egs. (9) was integrated by the Runge-
Kutta fourth-order method with a constant integration
step up to N = 50000. The results of calculations show
that, within the given temperature and pressure ranges,
the computed parameter values are established at N >
35000 and the integration error at N = 50000 does not
exceed 1%.

The experiments were carried out at the Institute of
Chemical Physics of the Russian Academy of Sciences
in the device with the following parameters. L, =
1.26 m, I, = 50 mm, D = 58 mm, the diameter of the
electric valve nozzlewas d = 8 mm, the piston masswas
m, = 0.357 kg, B = 4N, and the pressure at which the
valve was closed was p, = 4.125 atm. The initial condi-
tions of the problem were the following: x, = 175 mm,
dx/dt = 0, T, = 300 K, my; = 5.112 x 10 kg, and my,
varied depending on the degree of evacuation.

Let us first consider the case in which the gas is
compressed in afinite volume (d, = 0) without using a
fixing wire. The working gas is air (y, = 1.4, W, =
0.029 kg/moal, and p, = 1.013 x 10° Pa), and the initial
pressure of the pushing gasis 6.0 atm. The calculations
show that, in this case, the compression efficiency is
low: the fraction of the compression energy in the first
pulseisonly 22% of thetotal energy stored in the push-
ing gas (Pmax = 3.37 am, T, = 423 K). This is
explained, first of all, by the finite time during which
the gas flows out of the balloon into the plasmatron
barrel.

The compression efficiency can be substantially
increased by preliminary fixing the piston position.
Thus, for afixing force of F4 = 2500 N, the pressurein
the first pulseincreases up to pr = 11.1atmat T, =
595 K.

As F4 increases further, the values of pp,, and T
increase monotonically (Fig. 2). Under certain condi-
tions, the maxima of the pressure and temperature are
observed in the second (rather than the first) pulse. The
minimum distance to the barrel end wall A decreases
monotonically as F increases (Fig. 2, curve 3). If the
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Fig. 2. (1) Maximum pressure and (2) maximum tempera-
ture in a pulse and (3) the minimum distance of the piston
from the barrel end wall as functions of the fixing force Fg
for d, = 0 mm, Py = 14.3 am, Ty = 639 K, and Ao =
0.449 m.

force F4 exceedsthe sum of other forces, then thefixing
wireis not broken.

The available energy of the pushing gas can be
deposited in asmaller mass of theworking gas; thiswill
increase the maximum temperature achieved during
compression. In other words, a rarefied working gasis
more appropriate for compression. For this purpose,
provision is made for the evacuation of the device. For
evacuation down to p, = 1.094 x 10* Pa, the calculated
time behaviors of the working gas pressure and temper-
ature are shown in Figs. 3a and 3c, respectively. The
calculated parameters in the first pulse are the follow-
iNG: Prmax = 354 atm and T,,,, = 3021 K. The calculated
results agree well with the experimental data on the
amplitude and repetition rate of the pulses (Fig. 3b).

The parameters of the nozzle substantially affects
the compression process. The appropriate choice of the
nozzle diameter guarantees, in many respects, the high
compression efficiency. Thus, with d, =1 mm, alarge
portion of the working gas has no time to flow into the
chamber during the first pulse; hence, the compression
energy cannot be efficiently utilized. In this case, the
time dependence my(t) is a step curve (Fig. 4), which
corroborates the assumptions [ 8] that the gas flowsinto
the chamber only when the piston approaches the posi-
tion corresponding to A, For this regime, we have
Prax = 361 atm and T,,,, = 3036 K. At larger nozzle
diameters, the working gas has time to flow into the
chamber during 3—4 pulses. The time dependences of
the coordinate and velocity of the piston for d, =
3.5 mm are shown in Fig. 5.
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Fig. 3. Waveforms of the gas pressure (a) and temperature
(c) calculated for d, = 0 and evacuation down to p, =
1.094 x 10* Paand (b) the experimental pressure waveform
measured under the same conditions (1 mV = 11.6 atm).

Let us choose the nozzle diameter so that the com-
pression process consists of a single pulse. We aso
assume that Fg¢ = 2500 N and the device is evacuated

down to p, = 1.094 x 10* Pa (see table).
The ultimate aim of gas compression in the plasma-

tron is to produce radiation energy, which is liberated
when the temperature reaches fairly high values (T O

Theinfluence of the nozzle diameter on the number of pulses
n and on the gas parameters in thefirst pulse

No. d, m n Pmax &M | Trax K
1 0.001 >9 361 3036
2 0.002 >9 381 3096
3 0.003 5 424 3182
4 0.004 3 486 3320
5 0.005 2 609 3561
6 0.006 1 822 3814
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10*m,, kg
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Fig. 4. Gas mass as a function of time for d,, = 1 mm for
F4 = 2500 N and evacuation down to p, = 1.094 x 10* Pa.
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Fig. 5. Piston coordinate (1) and piston velocity (2) asfunc-
tions of time for d,, = 3.5 mm. The maximum velocity is
57 m/s.
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Fig. 6. Xenon temperature (1) and pressure (2) as functions
of the plasmatron nozzle diameter d,, for Fg = 2500 N and
evacuation down to p, = 9.32 x 10° Pa.

10* K). However, attaining the temperature T, >
4000 K inair israther problematic, because most of the
energy isdissipated or is spent on theionization of mol-
ecules. For this reason, noble gases (such as xenon and
argon) are usualy used as working gases in plasma-
trons. Without evacuation, the maximum temperatures

VOLOV

obtained in these device are till far from the tempera-
tures requires for intense radiative heat exchange (T >
6800 K for xenon).

Let us examine how the nozzle diameter affects the
maximum temperature of xenon in the first pulsein the
same device with the following initial parameters: y, =
1.67, Y, =0.131 kg/mol, and the radiation constants are
G' =112 x 10 mi/kg K and | = 140602 K [7]. The
device is evacuated down to p, = 9.32 x 10° Pa. Asd,
increases, the values of T, and p, in the first pulse
increase (Fig. 6) until the nozzle diameter reaches a
value corresponding to asingle pulse. The temperature
increases not as rapidly as the pressure does, which is
explained by radiative losses.

As d, increases further, a larger amount of the gas
has time to flow into the chamber without being com-
pressed; as a result, the compression process becomes
inefficient. In the descending branch of the temperature
curve, we can distinguish three segments. Segment ain
Fig. 6 begins from the maximum of the curve and ends
when surface radiative losses change to volume ones
[7]. Since d, here does not affect radiative losses, this
segment of the curve has a relatively small slope. At
segment b, volume radiative losses are predominant.
These losses depend strongly on the device geometry
and the pressure; as a result, this segment is the steep-
est. Finally, segment c corresponds to gas temperatures
at which radiative heat exchange is absent. This seg-
ment has the smallest slope.

CONCLUSION

A mathematical model of asingle-stage ballistic plas-
matron has been developed. The model agrees well with
the experimental data and alows one to quantitatively
describe the compression processin the plasmatron. The
model can be used to determine the optimal operating
conditions, caculate the device parameters, and find
ways of intensifying radiative heat exchange.
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Abstract—A pulsed freely localized resonant streamer microwave dischargein air and high-pressure hydrogen
in the field of alinearly polarized standing electromagnetic wave in atwo-mirror open cavity is investigated.
The observed characteristic features of the discharge are treated as consequences of the sausage and wriggle
instabilities of the plasma channel with alongitudinal microwave current contracted by its magnetic self-field.

© 2003 MAIK “ Nauka/lnterperiodica” .

INTRODUCTION

Pulsed freely localized spontaneous microwave gas
discharges in quasi-optical traveling microwave beams
have been studied actively [1-5]. In the focal region of
such a beam, the electric field can be strong enough to
provide breakdown at relatively high gas pressures p
(e.g., a air pressures of up to p = 0.2 atm). At higher
pressures (up to 1 atm and higher), this type of dis-
chargewasignited by using ahigh-Q quasi-optical two-
mirror open cavity in which alinearly polarized high-
order longitudinal electromagnetic (EM) mode was
excited [6-10].

Electrodel ess discharge in atmaospheric-pressure air
under the above conditions was first observed in [6].
The discharge had the shape of a sole plasma channel
with a bright central core. The channel was stretched
along the electric field vector E, of the initial micro-
wave field. The results of these studies were published
in more detail much later in [7]. It was found that the
discharge developed from a seed plasmoid and grew
along vector E, due to the field amplification at the
poles of the plasmoid; the characteristic time of dis-
charge development was determined. It was supposed
that a significant fraction of the EM energy accumu-
lated in the cavity before breakdown wasreleased in the
core. The existence of the core was attributed to dissi-
pation caused by thefinite conductivity of the discharge
channel.

The experimental results of [7] were confirmed in
[8]. It was pointed out that the interaction between the
discharge and the microwave field exhibited resonant
features as the discharge length approached one-half of
the field wavelength, A/2. It was supposed that, at the
final stage of the discharge development, the micro-
wave pinch effect was responsible for the formation of
acumulative core. Further experiments on thetime evo-
lution of adischarge were carried out in[9]. It is shown
that the discharge develops from a single free electron.

Then, a small spherical plasmoid arises, which
stretches along E, in both directions from the point of
origin dueto the el ectrostatic interaction with theinitia
field. In this stage, the microwave discharge only
dlightly absorbs EM energy and, in many aspects, is
similar to a streamer in a constant electric field. How-
ever, in contrast to the latter, both the current | in the
microwave streamer and the effective cross section for
the interaction between the discharge and the initial
field increase resonantly as the streamer length
approaches A/2. As a result, a high-temperature core
forms. In[9] (aswell asin[7]), the existence of the core
was related to dissipation in plasma, taking into account
that the distribution of the current |1 along a resonant
microwave streamer had amaximum in its central part.
The doubts of the authors of [8, 9] on how to treat the
final stage of the discharge development were mainly
caused by thelack of experimental databecausethedis-
charge was rather difficult to diagnose. These difficul-
tiesarerelated to the large statistical scatter in the place
and time of origin of the seed electron, the small size of
the core, the significant distance not only from the near-
est construction elements but also from the recording
apparatus, and thefairly short durations of both the entire
discharge and especially its final stage. These obstacles
cause one to look for indirect verification of one or
another version of the cumulative core formation.

In [10Q], this type of discharge was studied not only
in air but also in hydrogen. Moreover, by that time,
freely localized streamer microwave discharges in air
and hydrogen wereignited in thefield of aquasi-optical
traveling microwave beam[11]. In atraveling wave, the
initial streamer, which was stretched along E,, had a
core in the case of hydrogen and had no corein air. In
all the experiments, the core arose only when the initial
gas pressure exceeded a certain threshold value and the
corresponding amplitude of the EM field was larger
than the breakdown amplitude E;,. EStimates show
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that, at EM field amplitudes closeto E,, the magnetic
pressure produced on the surface of the plasma channel
by the longitudinal current | flowing through the chan-
nel beginsto surpass the gas-kinetic pressureinthe dis-
charge channel. These experimental results indicate
that the pinch effect plays akey rolein the formation of
acumulative core.

In[10], two cores separated along the discharge axis
were observed in the central region of a hydrogen dis-
charge. Thisalowsoneto assumethat arelatively large
central region of the plasma channel, where the current
| isthe highest, undergoes sel f-contraction, whereasthe
cores arise due to sausage instability, which is charac-
teristic of conventional Z-pinches [12]. Under certain
conditions, a resonant microwave streamer may also
undergo wriggle instability. This study is aimed at the
experimental verification of these assumptions.

EXPERIMENTAL SETUP

A schematic of the experimental deviceis shownin
Fig. 1. Microwave cavity 4 is placed in a high-pressure
chamber. The cavity is fed by a quasi-optical micro-
wave beam entering the chamber through a window
that is transparent for microwave radiation. To control
the field in the cavity, a fraction of the microwave
energy escaping from the cavity is applied via a mea-
surement circuit to an oscilloscope.

The beam feeding the cavity is alinearly polarized
TEM wave with a central frequency (corresponding to
the maximum beam power) of f, = 7005 MHz. The cav-
ity isfed by single pulseswith the duration t,; = 350 ps.
During a pulse, the field frequency is swept linearly at
arate of 2 kHz/ps within the range f, £ 350 kHz.

The cavity isformed by two round coaxia spherical
mirrorswith aradius of curvature of 17.5 cm and diam-
eter of 34 cm. The mirrors are made from a 0.2-cm-
thick copper sheet. The cavity mirrors are coaxial with
the microwave beam. The distance between the mirrors

P ‘(ﬁj@iﬁk

[
fLL VY
3 \ ; 4
Fig. 1. Schematic of the experimental device: (1) micro-
wave beam feeding the cavity, (2) microwave-transparent

window, (3) sealed chamber, (4) open cavity, (5) coating
absorbing microwave radiation, and (6) to an oscilloscope.

b

1 2
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along the cavity axisis 29.6 cm. To tune to the central
frequency f,, this distance can be smaoothly varied
within the range 29.6 + 0.5 cm. The mirror facing the
microwave beam is perforated with holes and is par-
tially transparent for microwave radiation. The cavity is
excited at the simplest azimuthally symmetric mode
with a transverse Gaussian profile; along the cavity
axis, the microwavefield formsastanding wave[13]. In
the central focal plane, the distance from the cavity axis
at which the field decreases e-fold is 3 cm. There are
13 variations in the field amplitude along the cavity
axis; i.e., thereisthe field maximum in the center of cav-
ity. For aQ factor of the cavity of 10°, the maximum field
amplitude in the focal plane was E,; = 150 kV/cm.

The cavity is placed along the axis of a cylindrical
chamber with a diameter and length of about 50 cm.
Theinner surface of the chamber is covered with acoat-
ing absorbing microwave radiation. On one of the
chamber ends, a 40-cm-diameter microwave-transpar-
ent quartz window is installed through which the
microwave beam exciting the cavity enters the cham-
ber. On the side surface of the chamber, against the cav-
ity focal region, there are two mutually perpendicular
8-cm-diameter quartz windows that are transparent for
optical and microwave radiation. The discharge is pho-
tographed through the window whose axis is perpen-
dicular to both the chamber axis and thefield vector E,.
The chamber is designed so as to withstand a pressure
of up to pn = 8 am. Before filling with air or hydro-
gen, the chamber is evacuated to a pressure of 0.1 torr.

The microwave energy escaping from the cavity
over the mirror edges and leaving the chamber through
the second side window is collected by a waveguide
horn, and the rectified signa is applied to a storage
oscilloscope. This signal is used to tune the cavity and
monitor thetime behavior of thefield amplitude Ey(t) in
the cavity focal region.

EXPERIMENT

When tuning the cavity, the chamber wasfilled with
air up to apressure of p.« = 8 atm. At this pressure, the
microwave field with the amplitude E,,, = 150 kV/cm
is insufficient for breakdown. For air, the breakdown
field is Eg/p = 30 kV/(cm atm) [14]; hence, for break-
down of air at apressure of 8 atm, afield of Ey = 240 kV
is required, which is substantially higher than E,, =
150 kV/cm. Indeed, no breakdown of air occurred in
the experiments at the pressure p,,,. Provided that the
cavity istuned properly, atypical resonance curve with

the full width 2Af = 70 kHz at the level of 1/./2 (which

corresponds to Q = 10°) is displayed on the oscillo-
Scope screen.

First, a series of reference experiments in which the
chamber was filled with air at a pressure of p = 1 atm
was carried out. These experiments gave important and
somewhat surprising results.
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Breakdown of air occurred in the focal plane of the
cavity at pressures of no higher than 3 atm, which was
less than the expected value, 5 atm. This phenomenon
(which, however, was not thoroughly studied in these
experiments) was most likely related to asmall number
of free electronsin air under natural conditions [15].

In the pressurerange 1 < p < 3 atm, breakdown may
or may not occur during a microwave pulse. In the case
of breakdown, only a part of the rising segment of the
resonance curve up to the breakdown field E, = E;,, was
observed on the oscilloscope screen; then, the signal
sharply, in atime less than afraction of amicrosecond,
dropped to zero. At afixed pressure, the E,, value varied
appreciably in successive pulses, being in the range
E, < E, < E 5 [15]. Hence, at a fixed pressure, the
ratio of the breakdown field to the critical field, W =
E,/E., differed substantially from pulse to pulse.

At pressuresof 1< p<1.5atm, aknown type of dis-
charge in air was observed [10]: at E,, dightly higher
than E, the discharge channel was stretched along E,
and had no central core, whereas at higher W, a core
appeared in the channel.

At p = 1.5 atm, the discharge can occasionally have
two cores, asis shown in Fig. 2a, which corresponds to
p = 1.5 atm. Previoudly, this phenomenon was observed
only in hydrogen [10]. Theintegral photographs shown
inFigs. 2 and 3 weretaken in adark room with an expo-
sure much longer than the discharge glow duration. In
the figures, the cavity axisis horizontal and the vector
E, isvertical. The length of the plasma channel shown
inFig. 2a(2l = 1.2-1.3 cm) can serve asatypical scale.
This length was estimated by using a control photo-
graph of the construction elements|ocated near the cen-
tral region of the cavity; the control photograph was
taken at the same viewing angle and distance as the
photographs of the discharge itself.

The length 2| obtained from Fig. 2a is about one-
half of the resonance length A/2 = 2 cm. This fact
reflects the discharge physics. In the streamer stage, the
discharge only slightly absorbs microwave energy, and
only the discharge ends glow intensely. They move
along E, with an exponentially increasing speed, which
attains 108 cm/s [9]. It is most likely that this stage is
not captured on the photographs at al. The central
region of the plasma channel begins glowing intensely
only in the resonant stage, when the current | substan-
tially increases there. The self-contraction of this
region leads to an extra release of microwave energy,
which additionally increases the glow intensity. As a
result, the integral glow of the discharge channel in an
optical range varies along the channel by several orders
of magnitude, so that the photographs capture only the
discharge central region. The same is true for any gas.
Indeed, in al the experiments described below, both in
air and hydrogen, the discharge length 2| was approxi-
mately the same (1.2-1.4 cm) regardless of the W value.
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() (b)

Fig. 2. Microwavedischargeinair at p=(a) 1.5, (b) 2.5, and
(c) 3am.

In Fig. 2a, the plasma channel diameter is equal to
2a = 6 x 10 cm. It should be noted that, taking into
account the integral nature of photorecording, this cor-
responds to the maximum value of the channel diame-
ter in the course of discharge evolution.

At p=2.5atm, the discharge in air beginsto exhibit
awriggle instability. Figure 2b shows a photograph of
the discharge at p = 2.5 atm. The discharge central
region, in which the core is usually located, is overex-
posed, and its structure is hardly resolvable. This indi-
cates a significant excitation of air inside this region.
The discharge channel is a source of intense ionizing
radiation [16, 17], which excitesair around the channel.
Air isarather complicated molecular gas, which, being
excited, emits radiation in awide spectral range. In the
upper part of the channel, one can seewriggleswith the
characteristic wavelength of transverse perturbations
A = 0.25 cm and the maximum displacement amplitude
A =0.09 cm.

At higher pressures, the discharge is blurred over
amost its entire length, which does not allow us to
examine its inner structure. It can only be seen in
Fig. 2c, which shows the discharge photograph at p =
3 atm, that the structure is rather complicated.

Most of the experiments were carried out in hydro-
gen, in which, as was expected, breakdown occurred
within the entire pressure range 1 < p < 8 atm. Indeed,
for hydrogen, E./p = 10 kV/(cm atm) [14]; hence, at
Pmax = 8 @m, the critical field isE, = 80 kV/cm < E; 4.
Asin the case of air, breakdown in hydrogen occurred
in the focal region and was irregular in character (i.e.,
during a pulse, breakdown may or may not occur). In
successive pulses, the measured breakdown field E,,
ranged from E, (corresponding to a given pressure) to
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() (b) (c) (d)

Fig. 3. Microwave discharge in hydrogen at p = (a) 2.5, (b) 4, (c) 5, and (d) 8 atm.

E..a Thus, at afixed hydrogen pressure, breakdown in
different pulses occurred at different W, as was the case
with air.

In the case of breakdown in hydrogen at pressures of
1< p<3am, anordinary resonant streamer microwave
discharge with one or two cores was observed. In
almost any microwave pulse, adischargein hydrogen at
relatively low pressures develops from a few spatially
separated centers. Figure 3a shows a photograph of the
discharge at p = 2.5 atm. One can seethreeisolated dis-
charge regions. One of them has developed to the full
length, whereas the other two arein an embryonic state.
Thefields induced by the discharge regions affect each
other. As a result, the developed channel bypasses the
other discharge centers and inhibits their development.

At p = 3 atm, a discharge in hydrogen becomes
unstable against wriggle perturbations. Figure 3b
shows a photograph of the discharge at p = 4 atm. One
can see two overlapped discharge channels developed
from two seed centers. The channels are located in the
same field antinode but are separated in depth. The
shorter channel is straight and has a pronounced core,
and the longer channel is curved. The characteristic
wavelength of wrigglesis A = 0.6 cm and their maxi-
mum amplitudeis A, =0.15 cm. It can be seen that the
channel was originally straight and then bowed down.
The region under the wriggles turned out to be exposed
as the wriggle amplitude progressively increased dur-
ing the instability. At this pressure, both the number of
the discharge channels and the wavy shape of the main
channel can vary from pulse to pulse. Such avariability
is characteristic of instabilities, because the initial per-

turbation, as well as the final shape of the perturbed
channel, is not predetermined.

Figure 3c shows a photograph of the discharge at
p =5 atm. One can clearly see an original straight dis-
charge channel and its final curved position with an
exposed region under the wriggles. The diameters of
the original and wriggled channels estimated by the
photograph are nearly the same (2a < 3.2 x 102 cm),
and the wriggle wavelength and amplitude are A = 0.4 cm
and A, = 8.4 x 102 cm, respectively. Again, at this
pressure, the discharge shape varies significantly from
pulse to pulse, whereas the values of 2a, A, and A
remain nearly the same.

The wriggle wavelength A decreases as the pressure
increasesto p = 67 atm. A further increase in p results
inanincreasein A.

At p = 5-6 atm, the probability of discharge devel-
opment from several centers significantly decreases.

Asanillustration, Fig. 3d shows atypical discharge
at prax = 8 am. It can be seen that, at the final position,
the discharge channel iswriggled over ailmost its entire
length 2| = 1.3 cm. This confirms the above assumption
that, under the experimental conditions, only the bright
part of the discharge, wherethe current | ishigh, isseen
in the photographs, whereas its dim ends with alength
of about 0.4 cm are not seen at all.

DISCUSSION OF THE RESULTS

The experiments revealed two important circum-
stances. First, the observed large-scale instabilities
have a threshold with respect to the gas pressure. In
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hydrogen, this threshold is about 3 atm. Second, the
development of the instability islimited by the streamer
lifetime, which is no longer than 10 ns [7—9]. Both of
these circumstances can be interpreted based on the
assumption that the instabilities observed are hydrody-
namic in nature.

Estimates show that the ratio of the magnetic field
pressure produced by the streamer current at the instant
of resonance to the plasma pressure in the channel
increases with increasing initial gas pressure and can
become more than unity at p > 1.5-2.0 atm. Numerical
simulations performed in the framework of a phenom-
enological model at hydrogen pressures of severa
atmospheres reveal ed the strong compression of areso-
nant microwave streamer discharge by the averaged
magnetic pressure [18]. Hence, it is natura to expect
that, at high pressures, magnetohydrodynamic effects,
in particular, large-scale instabilities, will manifest
themselves more explicitly.

To estimate the growth rates of magnetohydrody-
namic instabilities, it is natural to employ the theoreti-
cal concepts developed for an ordinary linear Z-pinch
(see, e.g.,[12, 19-22]) and use a conception of the mag-
netic pressure averaged over the microwave field
period.

According to the above theoretical studies, when the
plasma pressure is balanced by the magnetic pressure,
a cylindrical discharge with a longitudinal current is
unstable against large-scal e perturbations, such as con-
strictions and wriggles. The growth rates ' of these
instabilities are proportional to the magnetic field H, on
the discharge surface and are inversely proportional to
the square root of the plasma density p. For a micro-
wave discharge, the rm.s. magnetic field should be
taken asthefield H. In [21], expressions for the growth
rate I were obtained for the case of an infinite skinned
cylindrical pinch with aremote screen, homogeneous p
distribution, and zero longitudinal magnetic field in
vacuum. In our experiments, the microwave skin depth
is of the same order of magnitude as the discharge
radius a, and the distribution of p in the dischargeisfar
from homogeneous. Hence, the above expressions are
applicable only in the long-wavelength limit, ka < 1,
where k = 217A is the perturbation wavenumber. For
both types of perturbations, we obtain the following
estimate for the instability growth rate:

I O./ue/pHK, (D)
where o = 41t x 10~ H/m.

At the instant of resonance, the current | in a half-
wave thin vibrator is distributed by the cosine law,
whereas its maximum value is limited by the radiation
resistance R, =73 Q,

I = AE/(TIR,). 2
Hence, the magnetic field on the discharge surfaceinits
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middle part is equal to
H = AE/(2T”aR,). )

Taking into account Eq. (3), we obtain theinstability
growth rate

F(p) Ou/ko/P(PAEo(P)K/(2TCaR,). (4)

A spontaneous microwave dischargeisfeasible only
when the amplitude of the external field exceeds the
critical breakdown field E(p), which is proportional to
theinitial gas pressure p. Hence, in Eq. (4), we should
assumethat E, = E(p). Without allowance for possible
compression, the gas mass density does not exceed its
initial value, which is aso proportional to the initial
pressure.

The measured discharge radius as a function of air
and hydrogen pressures in the range 70—760 torr [18]
can be roughly approximated as

a(p) =0.015/p, cm, 5)

where p isin atmospheres.

Extrapolating Eqg. (5) to therangep > 1 atm, we have
from Egs. (4) and (5) that, for A = 43 cm and ka = 1,
the growth rate for the case of hydrogen is equal to

r(p)=16x10"p*° s™ (6)

The measurements show that the resonant current
exists in a streamer for a few tens of nanoseconds
[8, 18]. Setting " > 108 s, we obtain thelower pressure
threshold for the onset of instability:

p>(10%/1.6 x10")""” = 3.3 am. @

The estimated threshold pressure satisfactorily
agrees with the experimental data. This alows us to
assume with great confidence that the observed large-
scale perturbations are the nonlinear stage of a magne-
tohydrodynamic instability of the discharge channel in
which the plasma pressure is balanced by the averaged
magnetic pressure produced by the microwave current
flowing in aresonant streamer.

We note that the use of theoretical concepts devel-
oped for ordinary Z-pinches is rather limited because
pinches differ from microwave discharges in many
aspects. The main differences are the absence of a con-
ducting envel ope and ends, the presence of adense sur-
rounding gas, the fact that microwave wavelength is
comparable with the discharge length and thus the cur-
rent is nonuniform along the discharge, magnetic pres-
sure pulsations, and so on. To devel op an adequate the-
ory of the process under study, it is necessary to take
into consideration all these features.

(1/2.5)

CONCLUSION

Electrodeless microwave discharges in air at pres-
sures of 1 < p < 3 atm and hydrogen at pressures of p <
8 atm have been investigated experimentally. Break-
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down occursin the electric field of alinearly polarized
standing EM wave in the focus of a quasi-optical high-
Q two-mirror open cavity. The cavity is excited by
microwave radiation with the wavelength A = 4.3 cm.
Breakdown leads to the development of a resonant
streamer microwave discharge. The discharge is freely
localized and stays apart from the nearest construction
elements by no less than ten centimeters. In the fina
stage of the discharge, its central region with alength of
1.2-1.4 cm and diameter of several hundredth of a cen-
timeter undergoes both sausage instability and clearly
defined wriggleinstability. Inair, thewriggleinstability
develops at pressures of p = 2.5 atm, and, in hydrogen,
it develops at pressures of p = 3 atm. The presence of
large-scale instabilities unambiguously indicates the
decisive role of the averaged magnetic field pressure
produced by the resonant microwave current flowing in
the streamer. Theseinstabilities can develop only under
the conditions of discharge self-contraction caused by
the magnetic pressure. Thus, the processes observed
should be classified as a microwave pinch effect.

The microwave pinch effect isof interest, first of all,
as amanifestation of aknown phenomenon under com-
pletely different conditions. The specific features of a
microwave pinch allow one to consider it as a possible
pulsed source of hard X-ray or neutron radiation.
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Abstract—The cyclotron drift of charged particles along the boundary between regions of differing gyroradii
is considered. Expressions for the drift velocity and drift current along a straight boundary, as well as for the
drift velocity along a curvilinear boundary, are derived. The proportion between the parts into which the drift
current divides along a branched boundary is estimated using a T-shaped boundary as an example. © 2003

MAIK “ Nauka/Interperiodica” .

INTRODUCTION

It is well known that, in a plasma or a solid body
placed in amagnetic field, the trgjectories of the classi-
cal charged particlesthat move near arigid wall and are
specularly reflected from it are arcs of circles. In mov-
ing along the wall, the particles undergo multiple
reflections, thereby creating an electric current of adrift
nature [1, 2].

Thedrift current also arises at ametal—superconduc-
tor boundary in amagnetic field. In this case, the reflec-
tion law is different: when a charged particle is
reflected, its total momentum reverses direction (i.e.,
the particle undergoes a so-called Andreev reflection)
[3-5]. Because of the peculiar shape of the particle tra-
jectories, the classical expression for thedrift currentin
the case of Andreev reflections differs from that in the
case of specular reflections.

These two examples refer to a class of phenomena
that can be characterized by the common term “cyclo-
tron drift along a boundary” or “cyclotron billiard.”
This paper is aimed at studying another example of
cyclotron drift, specifically, that along the boundary
between regions of differing gyroradii.

Thereare several physical reasonswhy the gyroradii
of charged particles in adjoining regions may be differ-
ent. Thus, they may be different on both sides of the
surface at which the magnetic field parallel to it under-
goes ajump. Such a structure of the magnetic field can
arise near the current sheetsin aplasmal6]; inthiscase,
the sections of the sheets by a plane perpendicular to
the field are just the boundariesin question. That cyclo-
tron drift along ajump in the magnetic field is possible
was pointed out in [6, 7], in which some features of the
drift, such as the rounding (“wetting”) of a boundary
with breaks by particlesand the division of thedrift cur-
rent into parts along a branched boundary, were ana-
lyzed at a qualitative level.

Cyclotron drift can also occur along the boundary
between two semiconductors in which the effective
electron masses are different. As may be seen from the
list of the effective masses of the carriers in semicon-
ductors[4], such adrift iscomparatively easy to initiate
by choosing materials with the longest possible mean
free paths. There may be other physical examples of
cyclotron drift along the boundary between regions of
differing gyroradii.

The objective of this study is to calculate the drift
current and estimate the proportion between the parts
into which the drift current divides along a branched
boundary.

In different physical situations, the parameters of
the particlesthat crossthe boundary between regions of
differing gyroradii (which will be caled smply “the
boundary” for brevity) may change in different ways.
For the boundary formed by a jump in the magnetic
fieldinaplasma, the vel ocity and momentum vectors of
aparticle, as well as its energy, are conserved. In con-
trast, for the boundary between semiconductors, some
of these parameters may not be conserved: the velocity
may change in both magnitude and direction and the
energy may be changed by the contact potential differ-
ence at the boundary and/or due to the excitation of
transient phonons. Of course, these factors contributeto
the resulting relationships for the current, but, in many
situations, the final conclusions turn out to be qualita-
tively similar. In [8], it was aso shown that, when the
effective electron masses in adjoining semiconductors
differ only dlightly, the probability for the electrons to
cross the boundary without scattering is close to unity.
This circumstance allows us to exclude from consider-
ation the particle dynamics when the boundary is
crossed and to assume that the gyroradius of a particle
intheithregionisequal tor;.

1063-7842/03/4805-0563%24.00 © 2003 MAIK “Nauka/Interperiodica’
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Fig. 1. Drift trgjectory of a charged particle along a plane
boundary between regions 1 and 2 with differing gyroradii.
The magnetic field is perpendicular to the plane of the
figure.
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Fig. 2. Reduced drift velocity of a particle moving along a
plane boundary vs. angle at which the particle tragjectory
intersects the boundary.
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Fig. 3. Reduced drift current along a plane boundary vs.
ratio of the gyroradii in the adjoining regions. The arrow
indicates the maximum drift current (1) in the case of spec-
ular reflections.

We also make two additional assumptions. First, the
velocities of al particles are the same and are equal to
v. Inderiving expressions for the currents, this assump-
tion can easily be generalized to a particular particle
velocity distribution function by performing the corre-
sponding integration. Second, a charged particle moves
without scattering both when crossing the boundary
and at adistancefromit. Thisassumption isvalid under

DUBINOVA

the condition w:T > 1 (where wy is the gyrofrequency
and T isthe mean free time of the particle), which indi-
cates that the particle completes many Larmor revolu-
tions without being scattered and which is equivalent to
the condition tand = vB > 1, where § is the Hall
angle, v is the mobility, and B is the magnetic field
strength. The latter condition is known to hold, e.g., for
an n-type InSb semiconductor inamagneticfieldof 5T
or higher [9].

DRIFT ALONG A STRAIGHT
AND A CURVED BOUNDARY

We consider two regions that are separated by a
straight boundary and in which the gyroradii are equal
tor,andr, (Fig. 1). For definiteness, weset r; >r,. We
will find the drift velacity of a particle al ong the bound-
ary, assuming that the tangent to the particle trgjectory
at the point where it enters region 1 makes an angle a
with the boundary. First, we determine the distance L
that the guiding center of the particle travels along the
boundary during one period of gyration:

L = 2(r,—r,)sina. Q)

If the particle velocitiesin both regions are the same
and are equal to v, then the period of gyration T is

20r,—(2mt=2a)r
1=(2n-2a)r, @

It should be stressed that the period T is not equal to
the period of gyration of a free particle far from the
boundary. Asaresult, the sought expression for the drift
velocity can be written as

T =

_(ry=rysina
Vear = Varl—(n— ar,’ 3
The dependence of the drift velocity on the angle a
is shown graphically in Fig. 2. The dependenceis seen
to be peaked: asthe ratio r,/r, increases, the peak shifts
toward smaller a values.

We assume that, at each point at the boundary, the
particles are distributed uniformly in the angle a over
the closed interval [0, 1 and that the number of parti-
cles per unit length of the boundary is n. Under these
assumptions, we can obtain the following expression
for the drift current:

" r,—r r r
| = fenvy(a)da = envg[Si 2cos=2
-[ a(®) r+rL p P
0 (4)
+Cilsn2 + Sir—zcosr—z—Cir—Zsjnr—z],
PP P P P P
where Si and Ci aretheintegral sine and cosine, respec-
tively, and p = (r + ry)/Tt

Itiseasy to seethat, for r, =r,, the drift current van-

ishes and, for r, —= 0, expression (4) reduces to the
TECHNICAL PHYSICS Vol. 48
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Fig. 4. Drift trgjectories of a charged particle along a curvilinear boundary between regions 1 and 2 with differing gyroradii in the
(a) diamagnetic and (b) paramagnetic cases. The magnetic field is perpendicular to the plane of the figure.

expression for the drift current in the case of specular
reflections:

lr = envSi(m) = 1.852 env. (5)

Figure 3 shows a plot of the drift current versus the
ratior,/r, on the closed interval [0, 1], whose ends cor-
respond to specular reflections (r, — 0) and to the
absence of the drift current (r; =ry).

Now, we consider the drift of charged particles
along a curved boundary of radiusR > r; > r,. To do
this, we must analyze two possible cases: the gyrorad-
iusislarger (r,) onthe outer side of acircle of radius R
(Fig. 4a) and the gyroradius is larger on the inner side
of the circle (Fig. 4b). In thefirst case, the drift current
produces a diamagnetic effect, whereas in the second
case, it produces a paramagnetic effect.

An expression for thedrift velocity can bederived in
away analogousto that for astraight boundary. For this
reason, we omit the derivation and give only the final
expression, which is valid for both diamagnetic and
paramagnetic cases:

_ R(B. - B2
Yo T ViR rn-a gy ©

where a isthe angle between the tangents to the bound-
ary and to the trgjectory at the point of their intersection
and [3; are the angles at which the arcs between the
points of successive intersections of the boundary by
the trgjectory passing in theith region are seen fromthe
center of curvature of the boundary,

I sna
R[1-(r;/R)cosa]’

From expression (6), we can readily see that the
direction of the drift is determined by the sign of the
difference of the angles in the numerator, 3, — 3,. It is
also easily seen that, for R — oo, expression (6) passes
over to expression (3). Figure 5 shows a representative
dependence of the drift velocity on the radius of curva-
ture R of the boundary for fixed values of the parame-

tanf; = ()
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tersa andr;. AsRincreases, the drift velocity decreases
and approaches the steady-state value given by formu-
la(3). Formally, the dependence hasamaximumat R =
r,; but, as R approachesr, from above, the phenomenon
of drift as well as the magnitude and direction of the
drift velocity all become physically meaningless. That
is why the dependence to the left of the maximum is
shown by the dashed curve.

In the general case, the currents resulting from the
drift considered above are steady and undamped, pro-
vided that there is no friction between the moving cur-
rent carriers. It isimportant that the boundary be either
closed or infinite.

DIVISION OF THE DRIFT CURRENT
INTO PARTSALONG A BRANCHED BOUNDARY

Along the boundaries that have two, three, or more
branches, the drift current divides into parts, the pro-

VgV
0.230 +

0.225

0.220 -
0.215

0210 f—— 1,

0.205 L
0 5 10 15 20

R/rl

Fig. 5. Reduced drift velocity (6) of aparticle moving along
acurvilinear boundary vs. radius of curvature of the bound-
ary for a = 2. The arrows indicate the values of the gyro-
radii r{ andr,.
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Fig. 6. Geometry of a T-shaped boundary separating regions
1, 2, and 3. The arrows indicate the directions of the drift
current.

TT
a
i 1-2
d
o TY2F
v LL
N
- 2-3
b
1 1 1
0 1 2

Fig. 7. Rectangle = of theinitial parameters of thetrajectory
of acharged particle. Portions a, b, and d refer to the trajec-
tories shown in Figs. 8a, 8b, and 8d, respectively. Portions
1-2 and 2-3 refer to the particle trgjectories that escape
aong the corresponding branches of the boundary. The line
on which function (11) is equal to i, is marked by LL.

portion between which depends both on the relation-
ship between the gyroradii in different regions and on
the geometry of the boundary. As an example, we cal-
culate the proportion between the parts into which the
drift current divides along a T-shaped boundary
(Fig. 6).

For definiteness, we set ry > r, > r5. In this case, the
drift current flowing along the branch 1-3 divides
between the branches 1-2 and 2-3 in accordance with
Kirchhoff's law.

We consider all trajectoriesin region 1 that originate
from the branch 1-3 and whose initial angle o and ini-
tial coordinate | span arectangle =, the base and height
of which are closed intervals x = 1/r; O [0, 2] and a O
[0, T (Fig. 7).

Let us calculate the ratio of the number of trajecto-
ries that escape along the branch 1-2 to the number of
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al possible trgjectories. In this case, the proportion
sought isequal to theratio of the areas of those portions
in the rectangle = that correspond to the trgjectories
escaping along different branches of the boundary. Fur-
ther analysis will be aimed exclusively at determining
the boundaries of these portions.

First, in the rectangle =, we should eliminate from
consideration the portions corresponding to the trgec-
tories that cross the boundary before reaching the
branches; otherwise we would take into account such
trajectories two or even three times, because they inev-
itably reach the branches after several crossings of the
boundary (Figs. 8a, 8b).

From Figs. 8aand 8b, we can see that, for acute and
obtuseinitial angles a, the boundaries of the eliminated
portions should be determined by different formulas:

[2sina  for O<a<m/2
x=0 (8)
(+sna for T/2<0<T

However, in order not to eliminate the trajectories
that originate at certain acuteinitial anglesa and imme-
diately escape adong branch 2-3 of the boundary
(Fig. 8c), we should take into account the part of the
lower eliminated portion corresponding to the trgjecto-
ries that reach branch 2-3 immediately after they have
crossed branch 1-3. This part is bounded by two
curves, one of which is described by Egs. (8) and the
other is given by the equation

X = M3+ (Hg+2)sina, ©

wherep; =r/r fori =2, 3.

In Fig. 7 (obtained for the particular case p; = 0.2),
the resulting eliminated portions, except for the part
that should be taken into account, are shaded in dark
gray.

In the rectangle = without the portions that have
already been eliminated, there are points (correspond-
ing to certain values of theinitial angle a and theinitial
coordinate 1) through which the trajectories may pass
after they have originated from other points, crossed the
boundary several times, and enclosed the branch point
one or more times (Fig. 8d). Without taking this cir-
cumstance into account, it is likely that some trajecto-
rieswill beincluded twice or more. That iswhy, in the
rectangle =, we should also eliminate from consider-
ation the portion into which the trajectories originating
from the samerectangle can arrive. The equation for the
boundary of this portion has the form

X .
— —sina
Hs (10)
> 2
+J1—[(2p2—p3—1)dl—ml—§ncg +p3cosa} =2
3
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(a) ()

(©)

567

(d (e)
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2

Fig. 8. Typical trgjectories of a charged particle near a branched boundary.

In Fig. 7, the portion eliminated in accordance with
Eqg. (10) in the particular case p, = 0.25 and pz = 0.2 is
shaded in light gray.

In the portion that remains in the rectangle = after
all the above portions have been eliminated (in Fig. 7,
the remaining portion is unshaded), we determine the
values of theinitial angle a and the initial coordinate |
that correspond to the tragjectories escaping aong
branch 1-2 and to those escaping along branch 2-3. To
do this, we consider the tragjectories that originate from
branch 1-3 and immediately reach branch 1-2. If, after
reaching this branch, the trajectory crosses the bound-
ary above the branch point, then the particle will move
along branch 1-2. If the crossing occurs below the
branch point, then the particle will move aong
branch 2-3. These two situations are illustrated in
Fig. 8e. A simple calculation enables us to derive an
equation for the boundary separating those values of
theinitial angle a and theinitial coordinate | that corre-
spond to the particles escaping along branch 1-2 and to
the particles escaping along branch 2-3. This boundary
is the line on which the function f(x, a), given by the
formula

U
Cosa M

U
J-D].—
Jeosta + 2xsina — X1

f(x a) = 30

(11)

is equa to p,. For y, = 0.5, the line essentially coin-
cides with the horizontal straight line a = 172. For L,
below 0.5, the line is convex downward. In Fig. 7, the
line on which function (11) is equal to p, = 0.25 is
denoted by LL.

Hence, the sought proportion between the partsinto
which the drift current divides along a T-shaped bound-
ary is equa to the ratio of the areas of unshaded por-
tions separated by the line on which function (11) is

equal to .

Now, we should point out the following important
circumstance. Thetotal current along the branches sat-
isfies Kirchhoff’s law. The current along branch 1-3
satisfies relationship (4), while the currents aong
branches 1-2 and 2-3 do not. The reason for thisisthat
relationship (4) was derived for a uniform distribution
of particles over the initial angles. However, the distri-
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bution of the particles that have passed the branch point
is nonuniform.

The last remark raises the problem of determining
both the maximum drift current along a complex
branched boundary and the branch along which the cur-
rent is maximum. For a boundary in the form of asim-
ply connected graph, the maximum current of magni-
tude (4) isthat along the branch separating the regions
for which the ratio of the gyroradii isthe largest. From
an electrotechnical standpoint, this indicates that there
is a current source in the corresponding branch of a
complex circuit.

CONCLUSION

An analysis has been performed of the cyclotron
drift of charged particles along the boundary between
regions of differing gyroradii. The expressions for the
drift velocity and drift current along a straight bound-
ary, aswell asthe expression for the drift velocity along
a curvilinear boundary, have been obtained. The pro-
portion between the parts into which the drift current
divides along a branched boundary has been estimated
using a T-shaped boundary as an example.

The processes analyzed above may serve as abasis
for creating fundamentally new complex branched cur-
rent structures in plasma and semiconductor systems.
Thus, a closed curvilinear boundary (in the simplest
case, acircle) may be used as a key element to imple-
ment a magnetic field detector, and a T-shaped
branched boundary may underlie the operation of a
devicefor separating particles (plasmaions) by mass or
energy.
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Abstract—The period of eutectic structures is known to depend on the interface velocity (three types of this
dependence are givenin [1]). The form of this dependenceis shown to depend on the growth mechanism of the
solid phase and the surface tension coefficient. The cal culated and experimental dependencesarein good agree-

ment. © 2003 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

Eutectic periodic structures that appear during the
solidification of eutectic melts have attracted wide-
spread interest for several decades from both the funda-
mental and applied viewpoints. Applied interest is pro-
voked by the fact that the microstructure of eutectic
composites consists of lamellas or rods of different
phases simultaneously growing from the melt; there-
fore, the properties of such amaterial combine those of
its constituents[2]. The practical application of eutectic
composites is, however, limited, because they are diffi-
cult to grow. The complex space-time dynamics of the
formation of a periodic two-phase structure from a
homogeneous melt is still unknown. In particular, of
fundamental importance in this processis the nature of
morphologically unstable ssimple spatially periodic
steady states, which make the dynamics complex [3].
The variety of the shapes and sizes of the structures
solidified is specified by nonequilibrium processes at
the solid-liquid interface. The current status of research
on solidification is comprehensively reviewed in [4].
Among other things, this review considersthe interface
stability during the formation of three-dimensional
dendritic structures (i.e., in the course of the oriented
growth of the dendrite tip and the formation of dendrite
branches) and during cellular solidification, as well as
the morphological instability and oscillation of the
interface during the formation of eutectic structures.
The most popular theory describing the solidification of
eutectic melts with the formation of periodic structures
is the Jackson—-Hunt theory [5]. This theory, however,
does not explain the origin of the periodic structures
and faces difficulties when selecting solutions to the
equations derived [6]. Characterizing the state of the art
in the theory of eutectic solidification, Hunt and Lu [7]
indicated that, in spite of some progress in understand-
ing eutectic, monotectic, and peritectic growth, most
works are only qualitative. They aso noted that a fur-

ther advance can only be achieved by constructing a
model of nonsteady-state growth and that it would be
appropriate to develop a simpler analytical model for
monotectic growth and check the stability of phase
coexistence.

Many researchers believe that the basic cause of the
periodic structure formation is the instability of the
interface during solidification. Beginning from theclas-
sical work [8], numerous simulations of directional
solidification that give qualitative agreement with
experimentally observed structures have appeared [4].
However, quantitative results that provide a good fit to
experimental data are very scarce. One of them is the
dependence of the eutectic structure period on theinter-
face velocity [9-11]. This dependence coincides
exactly with the experimental dependences for a num-
ber of materials. An expression for the eutectic struc-
ture period was found from the dispersion relation:

_ (X +Xx)
A= AT 1)

where © isthe kinetic parameter defined by a model of
growth mechanism.

For growth by screw dislocations, Eq. (1) yieldsthe
dependence of the eutectic structure period on the
steady-stateinterface velocity Vs [11, 12] that coincides
with the experimental dependences. This coincidence
may either be accidental or reflect the fact that the
experimental dependences adequately describe the
growth mechanism. The former possibility should not
be ruled out, since the period squared may appear from
the solution of many quadratic eguations in the course
of investigation. To tackle this problem, we introduce
here surface tension, which was not taken into account
in the previous models, and assume an exponential
growth model. It will be shown that such amodel gives
dependences A(Vs) that, although being different from
those found in [11, 12], also coincide with the known
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experimental dependences. This result proves that the
analytical dependence A(Vs) found previoudly is true
and that the solidification model will also provide true
A(Vg) dependences for eutectics of other compositions.

THE MODEL

Let T be temperature normalized to the phase transi-
tion temperature T, at an initial component concentra-
tion C,; C, the component concentration normalized to
itsinitia concentration; y = ay,, z=az, and T = a2yt
the dimensionless coordinates and time; D = D,/X,, the
dimensionless diffusion coefficient in the liquid phase;
X = X/Xo, the thermal diffusivity; €, the heat of phase
transition normalized to the specific heat and the phase
transition temperature; @, the heat transfer coefficient
normalized to the specific heat; y,, z, 1,, D,, X,, and &,
dimensional quantities; X,=10°m?/s; and o = 10° m ™.

We take into account heat conduction in the liquid
and solid phases and the diffusion of the component in
the liquid phase. To shorten the mathematics, the x
coordinate will hereafter be omitted. The primed quan-
titiesrefer to the solid phase. Let X, ¥, z bethelabora-
tory coordinate system in which the melt is motionless.

Then, the equations for the temperatures T'(y, z, 1)
and T(y, z, 1) in the liquid and solid phases, respec-
tively, and for the concentration C (y, z, 1) intheliquid
phase have the form

Qj—_' = 'EQZ.T+62TID

—0 <7250,
oT _ T, 0T = =
= xEa + ST -Te),
Ty a2 t 3
0<z<oo,
oC @°C . 9°Ch
— =DE—+—1, 0<z<om, 4
T Ly aAm
OT' oT _
AN E——Al = eV, ®)
ON|gig 9N |jiqud
T'|so|id = T|quuid, (6)

-T-l|zq—oo = Text(_oo); -T-|zﬁoo = T@(t(oo)v (7)

pdC

Vn(ku_l)(_-:|liquida C'zﬁoo = 11 (8)
on

liquid
Vn = Vn(ATk(T(th, ya '_l.'), (_:(zintf )7, T))) (9)
Here, v, istheinterface velocity along the normal to the

interface toward the liquid phase and AT, isthe kinetic
supercooling, which is equal to the difference between
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the phase-transition temperature and the interface tem-
perature at a given point of the interface.

The above set of equationsiswritten with alowance

for an external temperature field T . Such aformula-
tion of the problem and the possible approximation of
the external temperaturefield wasanalyzedin[12]. The
expression for the kinetic supercooling has the form

ATy = 1+m(C(z, ¥, T) —1) 10
+IK (T(zintf y1 T), C(Zinti )7, T)) _T(Zintl ya ._[)1

wherek istheinterfacecurvature, ' =al ,,and I, isthe
surface tension coefficient. In the problem of interface
stability upon directional solidification, the curvatureis
usually introduced in explicit form via the dependence
of the interface shape on space coordinates [8]. We do
not introduce perturbations of a planar interface in
explicit form. Instead, the interface velocity is consid-
ered to be afunction of temperature and concentration,
and the problem is solved with the use of only these
perturbations. We will find the curvature of the per-
turbed interface in terms of temperature and concentra-

tion perturbations. The derivativesof T', T, and C are
taken along the vector n that is normal to the interface
and directed toward the liquid phase. The segregation
coefficient is defined astheratio of the component con-
centration in the solid phase to that in the liquid phase.
Assuming the concentration in the solid phase to be
equal totheinitial concentration in the melt, wefind for
the segregation coefficient

Cl,e o
C'quuid.
Let V(y, z, 1) be the interface velocity along the z

coordinate. Then, the interface coordinate z,,, can be
written as

Z(y, 1) = jV(Y, Zi, VAT = F(Y, 2, T). (11)
The velocity V(y, z, 1) is related to v, by the

expression
VvV = /l+ %—Ezvn.

Let us write this boundary-value problem in the
moving coordinate system related to the interface. This
coordinate system wasused in[9, 10] and iscurvilinear
with respect to the laboratory coordinate system. It is
related to the interface whose velocity, in general,
depends on the component temperature and concentra-
tion rather than to the interface moving in the steady-
state conditions, i.e., in the laboratory coordinate sys-
tem with a constant velocity. The new variables are

y = yv zZ= Z_F(y! Zint!T)'

k =

TECHNICAL PHYSICS Vol. 48 No.5 2003
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Now, we recast Egs. (2)—(9) into the form

E PR 0°T  OF °T
- [ +%l+[5yDDaz dydyoz

0FOT'

0°FOT .
S

ayz 0z

—00<27<0,

a_T_[ +E1;L+[@FD2DGT OF 8°T

oFoT

6 FoT
i| a.[ az (p(T _T@(t)l

ayzaz
0<z< o,

C _ [azc PFf9°C

— = Dl—+ + == -
oy’ ETL Loyl 522

0FdC

_ a_Faz_C_az_Ff’_C} 0FaC
0t 0z’

dyadyoz ayz 0z (14)

0<z< o,

[@FDZ} AT’
1+ =— or
[ Loyl 0z
oF.oT _xoT
ay 6y z=0-0 OY

Tl20-0 = Tlyz0+0T |22

= Ta&_w)Th 0 =-Ta&w)

[ N PFf0C aFGC}

Coy00oz ~ ay ay
= V(k-1C|;= 40

v = v (AT(T(O,y,1),C(0,y,1),K)). (18)

Let the flat solidification front move in the labora-
tory coordinate system with a constant velocity Vg
when the melt solidifies under steady-state conditions.
Here, we investigate the stability of the steady-state
solidification conditions against temperature and con-
centration perturbations in the linear approximation. In
order to obtain the linear approximation of boundary

problem-value (12)—(18), we assume that its solutions
are

T = Ts(2) + Tn(2)exp(wT+Ky) = Tg(2) + fr,
= Ts(2) + fr,
C = Cy(2) + Ci(9)exp(wt+Ky) = Cy(2) + fo,
K = K;+iK,.

0

z=0+0

—x9T
7=0-0 Xaz

(19)
O _
0= eV,

z=0+0

(16)

(17)

z=0+0

T = Ts(2) + Ty(2) exp(wT+Ky)

W= w+iw,,
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In our case of infinite interface, wetake K, =0,

Tn(2) < Ts(2), Tw(2) < Ts(2), Ci(2) < Cs(2),

where Tg(2), Ts(2), and C5(z) are the steady-state
solutions to the problem.

The approximation linear in small perturbations
then has the form

2 Ve (19)
_ v, 2 aTS aText Vm
= (XK - ) G20t |2 = <250,
2
Xa T +Vsal+(XK -—w)T,
4 0z (20)
_ 2 OTS aText
'[(XK ~9)%; “"aF} o 0=z
2
p2 v 20, (pk2_w)C,
9z 0z (21)
Mvmacs 0<z<wm,
) 0z
xOTol 0Tl zev,, (@
0Z ;=00 0Z |z=040
T;Tl|z=0—0=Tm|Z=0+01 Tl"ﬂ|Z_.—oo:O’ Tm|2*°°:O’
(23
D& = (k=1)(VsCr+ CsVi),
0z z=0+0 (24)

mz.o = 0.

Now consider the linearization of kinetic condition
(18). This condition describes the dependence of the
interface velocity on the rate of attachment of mole-
cules to the growing surface. The form of the depen-
dence V(AT,) is specified by amodel of growth. In the
new variables, kinetic supercooling (10) is given by the
expression

AT, = 1+m(C(0,y,1)-1)
+Ik(T(0,y,1),C(0,y,1))-T(0, v, 1),

which applies to any growth model. For the kinetic
supercooling thus written, the Maclaurin expansion of
velocity (18) in small temperature and concentration
perturbationsis

PAT, _  OAT, _  0AT,
FardT + > dC+ —— —*aid

V=Ve+A
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PAT . AT, |, »
+A dk
{LIJD@ ok’

1r OATOAT,  9°AT,
* [ 3K oT +A0TdK}deK
1r 0AT,0AT,  9°AT,

[‘“ 3k aC +/\0CdK]dCdK'

Note that this expression applies to any growth
model in which the velocity depends on the kinetic
supercooling. After differentiating, we find for the lin-
ear approximation

V=Vg+A(-T,+mC_,+TK), (25)
where

oV
OAT,

For the model of normal growth [13], we have
V = h,AT,, A, = hg;
for growth by screw dislocations [13],
V = hATE, Ay = 2./hgvg;
and for two-dimensional nucleation [13],
VSInZEVSD
Lh,
In the linear approxi mation, Eq. (25) has the form
V=Vg+ A(=frgtmfg+TK) = Vg+ V. (29)

Here, V,,, isthe asyet unknown perturbation of interface
velocity and the temperature and concentration pertur-
bations are

N =

(26)
(27)

Tm(0)exp(Ky + w1),

fro
Cn(0)exp(Ky + w1).

feo =

We will seek V,, as the linear combination of the
temperature and concentration perturbations:

Vin = Of g +yfe, (30)

where © and y are as yet unknown expressions. Substi-
tuting (30) into (29) yields

Ofro+yfco = A(=fro+ mfgo+TK). (31)
By definition, the curvature is given by
- []

K = —div(n) = —dingl)D. (32

0J1+F

To explain the curvature in temperature and concen-
tration perturbations, we first find an expansion for the
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function F. To this end, we pass to the curvilinear coor-
dinatesin (11):

F(O,y,1) = IV{ AT [T(0,y,1),C(0,y, )]} d

= I(VS+®fT0+nyO)dT

Ofro+yfeo
w

(33)

= Vg + = Fg+ f,

where
Ofotyf co.
W
Differentiating (33), we derive from (32)
K2 (y, 1) K (y,1)°

m (1+K2f(y, T)Z)g'

Expansion into series gives the expression

f = (34)

K =

K=K (y,T) —gK“f (v, 1)%+ O( (v, 1)).
In the linear approximation,
kK = K°f.
Substituting (34) in (31) yields

(35

(36)

From Egs. (35) and (36), we find expressions for f
and K that are linear in temperature and concentration
perturbations:

A(fro—mfc)

f=——7, (37
ANTK —w
K /\(fTO_meO) (38)
ATK? —w
It follows from (37) and (34) that
A(fro—mfey) _ Ofro+vfco (39)

ATKZ—w w

Grouping the coefficients by the temperature and
concentration perturbations, we derive a set of equa-
tions for the unknown coefficients. From this set, we
find

w

0 =ND—", (40)
ATKZ—w
w
= . M\————— = _mO. 41
Y ATK?—w (1)

A dispersion relation isfound in the same manner as

in [12]. A solution to the problem stated by (19)—24)
and (39) isfirst found. At the interface, this solution is
TECHNICAL PHYSICS Vol. 48
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represented by a linear set of equations for the coeffi-
cients T,o = T,(0) and C,, = C(0):

(S'T_ST)TmO_anO = 01 (42)
[S+2(1-K)]Cro—(k=1)&Vio = O, (43)

where (42) is the solution to the heat conduction equa-
tion and (43) isthat to the diffusion equation. Here, S;,
S, and Saretheroots of the characteristic equationsfor
Egs. (19)<21), and n and & depend on the system’s
parameters (¢ # 0 at k = 1). Substituting expansion (39)
into (42) and (43) yields the dispersion relation

[(Sr=Sr) —nO][S+2(1-k) + (1-Kk)&y]
+(1-k)&nyoO = 0.

The procedure of deriving the dispersion relation is
giveninmoredetail in[9, 10, 12]. Notethat, if theinter-
face velocity is independent of temperature and con-
centration, then © = 0 and y = 0 and the problems of dif-
fusion and heat conduction are mutually independent.
Inthiscase, Eq. (44) degeneratesinto the product of the
dispersion relations for the problems of diffusion and
heat conduction. If the component concentrations are
close to the eutectic composition, k is close to 1. At
small values of k—1, Eq. (44) takes the form

[(Sr—Sr)—nG]S = 0. (45)
This equation splits into two real equations for the
imaginary and real parts of Eq. (45):
Re((Sy - Sy) —n©)ReS—Im[(S; - S;) —nE Imsag),
Re((Sy—Sr) —n©)ImS—Im[(S; - S;) —-nG|ReS = 0.
Theimaginary part of Shastheform

(44)

Im(S)
(47)
= 052 (1+Y+5)7+Q2—2(1+Y +5),
where
4D K3
6:4Dgol’ o = 402 Y_4D2K2 )
V2 V2 V2

are the growth increment, temporal oscillation fre-
guency, and spatia distortion frequency, respectively.
For further smplifications, numerical calculation is
needed. To this end, the segregation coefficient istaken
tobek =1.03 and theliquidus slope, m=-0.05, i.e., the
same as in [9-12], where k was used to simulate melt
layering at the interface. The external temperature gra-
dient is assumed to be @, = 10* K m. For numerical
calculation, we use, asin [11], the model of growth by
screw dislocations with the kinetic coefficient h = 2.2 x
10 and assume that I = 10-5. With these val ues, solu-
tionsto our problem virtually coincide with those of the
problem considered in [12]. It follows from the solu-
TECHNICAL PHYSICS Vol. 48
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tions obtained that the interface has a spatial oscillation
mode with a frequency of log(Y) = 8.5 at the given
parameters. According to therole of selection, temporal
oscillations at the interface are absent, since the trajec-
tory &(Q) increases monotonically at Q — 0. Hence,
at the point of maximal growth increment, Q = 0 and
Eq. (47) takes the form

Im(S) = —o.5J2A/(1+Y+5 _2(1+Y+8)=0.

Similarly, it is easy to show that the expressions
ImS; and ImS; also vanish. Therefore, set (46) con-

tains the only equation at the point of maximal growth
increment, from which we obtain

Re(Sr) —Re(S;) —ORe(n) = 0. (49)

Here, © isareal coefficient, since the condition Q =0
meansthat theimaginary part of the complex frequency
W goes to zero.

Consider the expression
ReS; = -1

+o.5J g o g

Substituting numerical values into this expression
yields

XY
D2’

Similar relationships are aso vaid for Re(S;).
Re(n) can be expressed as

Re(n) = \2788(1+B).

Asin[12], it follows from the calculations that B <
1. Neglecting small quantities in Re(S;), Re(S; ), and

Re(n) and substituting them into (49), we come to the
equation

X0
< Lo <
1 D

s X722 <
hence,
2DeO®
Y = —————. 50
N Vs(X'+X) (50)

Substituting Eqg. (40) for the kinetic coefficient into
(50) and taking into account relation (48) between the
wave number and Y, we arrive at the equation

(X' + X)VAT (Y)’ + (X' + X)VeDY + 2DeNS = 0.(51)

At T =0, it follows from (40) that © = A and
Eq. (51) transformsinto expression (50). However, itis
impossible to obtain Eq. (50) for arbitrary parameters
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Table
Curve no. Composition A A, B Expression
1 Al,05-Zr0, 350x 1073 - 0 (57)
2 Pb-Sn 5.38x 1072 - 0 (57)
3 ZrO,-MgO 7.13x 1073 - 0 (57)
4 MgO-MgAl,O, 12.10x 1073 - 0 (57)
5 ZrOy-Y ,05 24.30x 1073 - 0 (57)
6 CaO-NiO 2.61x1073 - 2.085 (57)
7 ZnsB,0,,~ZnB,0, -143.8 1.837 0 (58)

of the system if I' is small. Thisis due to the fact that
the growth increment & remains in this equation at I # 0
and its presence does not allow the desired asymptotic
solution (50). We can obtain (50) only by taking into
account the condition

5=, (52)

which was used to derive solution (50) in [11]. Substi-
tuting 6 = Yinto (51), we get

(X + XIVSAT WYY + (X + XNVsW/Y) + 2DEN(/Y) =0;

hence,
= 2I(X +X)
A ”y (L+AI). (53
Thus, condition (52) is necessary to obtain the
desired solution. The validity of this condition follows
from the numerical calculations of the solutions to the
dispersion relation of the system [11, 12]. The factor
multiplying the second parenthesisin Eq. (53) is struc-
tural period (1) obtained earlier without considering
surfacetension [10]. Theterm Al is the contribution of
surface tension. Substituting Egs. (26) and (27) into
(53), wefind for normal growth

_ 2n(x+x)
A = =K@ n)

and for growth by screw dislocations,
A, = TXHX) |, 2+ T
€./hyVg €

From (28) for two-dimensional nucleation, we
arrive at

(54)

Ay = 2m( X +D\)/(S)£22 AL X€+ X (55)
EVSInEE—lD

For the value of the surface tension coefficient esti-
mated from (53), the Gibbs-Thomson effect can be
neglected:

F<1

= (56)

For numerical calculationsin thiswork and in [11],
we used hg = 2.2 x 101!, Vg =102, and A = 2,/hgVg ~
10°. For the Al,O;—ZrO, system studied, various esti-
mates of I fall into the range 10°-107°; that is, condi-
tion (56) is fulfilled at ' = 1075, For this system, the
dependence A(Vs) was constructed in [11] without
allowance for surface tension. Those dependences
coincided completely with the experimental depen-
dence found in [1], which means that, according to the
theory developed here, the actual surfacetensionin the
Al,0:~ZrO, system satisfies estimate (56). L et us com-
pare our calculated dependence of the eutectic period
with those found elsewhere. In [1], the eutectic period
as afunction of theinterface velocity for several eutec-
tic compositions was reported. These dependences can
be divided into three families. Most of them are straight
lines coming from the origin. For the CaO—NiO compo-
sition, the dependence is a straight line intersecting the
axis of ordinates above the origin. For the ZnsB,0,,—
ZnB,0, composition, the dependence is an increasing
nonlinear curve.

We rewrite Egs. (54) and (55) as

A¢ = AJR+B, (57)
2
App = — 4B, (58)
(A + AINR)
where R = V. To compare our theory with experi-

ment, we plotted the experimental dependences found
in [1] for the eutectic compositions listed in the table
(seefigure).

The analytical dependences plotted in the figure
coincide with the experimental data up to the accuracy
of the construction.

This agreement can be explained as follows. The
solidification model proposed is based on the heat-con-
duction and diffusion equations. The adequacy of these
equations to actual processes is beyond question. The
boundary conditions of the model describe successfully
the separation of components during solidification and
take into account mechanisms of crystal growth. In
essence, we are dealing with a homogeneous dynamic
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system for the process under investigation, and the
dependences obtained are resonance curves. Of course,
it is difficult to imagine that structures that reflect only
intermolecular interaction between materials grow in
growth equipment. However, it was unclear why the
period of asolidifying structure cannot be controlled by
an external temperature field in experiments. It turns
out [12] that the parameters describing external thermal
conditions are far less than those reflecting the physical
properties of materials and, thus, do not appear in the
final solution. It should also be noted that the available
growth models are adequate to the process studied.
Generally speaking, these theories are not rigorous.
Their experimental confirmationis, asarule, only qual-
itative. For example, the qualitative confirmation of the
theory of growth by screw didlocations is micrographs
of growth spirals. Thisis because the kinetic supercool-
ing isdifficult to measure. The theory considered in this
work isadirect support of the fact that the growth mod-
els also provide quantitatively correct results.

Apparently, the resonance curves obtained are akin
to the resonance curves of an oscillating contour in the
sense that an oscillating contour is the simplest circuit
that quantitatively reflects the interaction between
inductance, capacitor, and resistor. Interms of materials
science, a eutectic structure is the simplest result of
thermal, diffusion, and intermolecul ar interactions dur-
ing directional solidification. Basically, experimental
and theoretical A(Vg) dependences in combination
allow one to find unknown thermophysical parameters
of amaterial. However, the values of many parameters
are today either unknown or greatly scattered. Thisis
due to difficulties in determining the parameters of the
system near the phase transition. A more comprehen-
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sive discussion of this problem is beyond the scope of
this work.

CONCLUSIONS

(1) Within the model of directional solidification,
solutions including the surface tension coefficient of
the interface are found in the coordinate system related
to the curvilinear interface.

(2) An analytical expression for the dependence of
the eutectic structure period on the interface velocity is
obtained with allowance for surface tension.

(3) The parameters involved in the dependence of
the eutectic structure period on the interface velocity
are calculated for a number of experimental curves.
Good coincidence with the experiment is obtained.

(4) The dependence of the eutectic structure period
on the interface velocity is shown to depend on a
growth mechanism, namely, on the rate of attachment
of molecules to the growing surface.
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Abstract—A new type of delay line intended for soliton pulses is proposed. As a nonlinear medium, a semi-
conductor superlattice is taken. Solitons that propagate along the superlattice layers are confined in cells
bounded by transverse inhomogeneity layers. Solitons are confined and released with the help of an external
electric current passing inside the cell. © 2003 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

In recent years, a new type of fiber-optic communi-
cation, soliton communication lines (SCLs), which use
electromagnetic solitons as information carriers, has
been developed [1, 2]. SCL sfeature ahigh transmission
rate owing to the high stability of soliton pulses. How-
ever, the speed of transmitters, receivers, and analyzers
of soliton pulses is limited. To provide their matched
operation upon information overload, a soliton delay
line may be necessary.

DESIGN OF A SOLITON DELAY LINE

The basic element of asoliton delay line (SDL) isa
semiconductor superlattice. Relatively high nonlinear
electric properties are offered by superlattices with a
period of d ~ 10" m and avolumetric carrier concentra-
tion of n ~10%° m=3. SDLs can be fabricated from vari-
ous semiconductor materials, e.g., GaAgAIGaAs super-
lattices, whose energy spectrum is fairly accurately
described within the strong coupling approximation.

A soliton that has come from an SCL isamplified in
an external high-frequency electric field created in the
region U, by lateral plates (electrodes) O,. The soliton
is amplified to an amplitude that is necessary to over-
come cell inhomogeneities N,,, (m= 1 or 2) with a con-
centration n,, ~ 10?2 m3, The width of theinhomogene-
ity layersis D ~ 10~ m. The cell width r must exceed
the soliton width: r ~ 10> m. The cell is equipped with
two electrodes O, (Fig. 1), to which an electric current
that controls the confinement (writing) and release of
electromagnetic solitons is applied. The electrodes
must be wide enough to almost entirely cover the cell.
Between each of the electrodes and the adjacent trans-
verse inhomogeneities N, and N,, a harrow gap should
be provided in order to prevent the effect of the electric
field created by the electrodes on these inhomogene-
ities.

The transverse dimension (along the x axis) of the
SDL must equal ~10° m, i.e., severd tens or severa

hundreds of the superlattice period d in order to exclude
the edge effects.

PROPAGATION OF AN ELECTROMAGNETIC
SOLITON IN THE SUPERLATTICE

A soliton (kink) isalocalized solitary wave [3] with
the electric field intensity given by

Ex = (—(fiwy)/ed)[0¢/01], ()
where

o(t, ¢, u(n))
= darctan(exp(Q& (T, ¢, u(1))/T (u(1))))
is adimensionless function.

The above formulas involve dimensionless vari-
ables: { = zwy,/cisthe spacevariable, T =twy, isthetime
variable, u(t) = v(t)/c is the dimensionless soliton
velocity, &(T, ¢, u(t)) = &, + ¢ — u(T)t is the soliton
phase, and " (u(t)) = (1 — u(t)?? is the soliton half-
width.

The electric field intensity of a soliton that propa-
gatesin asuperlattice is proportional to the plasmafre-

)

quency wy = A/[(41'[)/30] [e2/me] n of electrons in the
minizone of the superlattice.

Fig. 1. Design of a one-cell soliton delay line based on a
semiconductor superlattice.

1063-7842/03/4805-0576%$24.00 © 2003 MAIK “Nauka/Interperiodica’
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The propagation of an electromagnetic soliton in a
superlattice with inhomogeneities under the action of
an applied electric current can be described in terms of
the disturbed sine-Gordon equation with singularity
[4-6]

‘ﬁ_(ﬁ+® Q)sin
pr e AL GLUO) o
= a2 —p(z, 1)+ xV(T, 0,9,

The attenuation of a soliton because of the minizone
structure of asuperlattice[7] isalowed for in (3) by the
coefficient

C
o = 4m—n, 4
™ (4)

where n is a constant that is responsible for soliton
energy losses due to interminizone electron transitions.

The density of the applied electric current in (3) is
given by the dimensionless function of the space coor-
dinate and time

_ 4med 1
BLY) = TF 25 ©)

where J,(z, t) is the density of the applied electric cur-
rent.

Transverse inhomogeneities can be specified in
terms of the delta function [8]:

O(0) = 1+ (Hnd({~C0m)),
m (6)

An
o2 (m=1;2).

Hm = Dm

The parameter |, of the inhomogeneity N, in the
{Q,, plane depends on the width D, of theinhomogene-
ity and on the excess An,,, of the carrier concentrationin
it over the concentration n in the superlattice.

Electron-inhomogeneity  collisions enter (3)
through the integral

y(T. ¢.¢7)

! 7
= [ewlx(T-r)lisne'~4)+ sn@)dr,

where x = (Vw,)v and v isthe collision rate.

CONTROL CURRENTS

A soliton iswritten by applying ashort external cur-

rent pulse j‘;v (t, 2 < 0 inside the cell when the soliton
passes through it.
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A soliton is read (released) from the cell with the

help of a current pulse jf(t, 2) > 0. The current value
depends on the energy necessary before an electromag-
netic soliton leaves the cell.

The main problem in designing an SDL is to deter-
mine the time instant a soliton passes through inhomo-
geneities and the required value of the control currents.
The soliton possesses the static and kinetic energies

Wi =8; Wks(u(t)) = 8(F(u(1))"-1). (8

If integral (7) isignored, the soliton velocity u(t) at
atimeinstant T can be found from the energy equation

Wks(u(t)) = Wks(u(t,))

2 9
- Z [WOn(T, (O U(T))] —Wp(T, ¢, U(T)), ©

where Wo,(T, {0, U(T1)) is the energy given up by the
soliton at an mth inhomogeneity by the time instant t
and Wp(t, ¢, u(t)) isthe soliton energy lossdueto inter-
minizone transitions:

WQ,(T, {0, U(T))

T

' . ' (10)
= Ium[l—cos(d)(T , (G, U(T)))] ',

T . , 9
Wp(t.¢,u(v) = af I[a—q)(r I ))} ddr. (11)
Too

The time instant T, the soliton passes a kth inhomo-
geneity satisfies the equation

Tk

IU(T')dT' = (O (12)

The soliton is written when it is confined between

the inhomogeneities by applying a current pulse j‘XN (t,
2) < 0. When the soliton is confined in the cdll, the el ec-
tric current hasto be locally applied to the region {q; <
( < {q,. Theinstants the current is switched on and off
must meet the condition T, < Tj; < Tj, < To.

A soliton passes through an inhomogeneity N, in
the absence of external actionsif itsenergy and velocity
away from the inhomogeneity are

A Hm(Hem + 8)_

Wks> 2y, L +2
m

u>uy = (13)
Otherwise, the soliton reflects from the inhomoge-
neity [9], regaining its energy.
For a soliton that has passed through the first inho-
mogeneity, the condition for reflection from the second
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oneisgiven by theinequality
Wks(1];) + Wa (T4, {qy, u(Ty))
SWj(Tj,) + 22U, + AWD, 5.
The energy Wj(tj,) gained by a soliton from the

electric current in the timeinterval (Tj;; Tj,) is given by
the integral

1j,0,
Wj(tjz) = J’I[BW(T', ¢)o(T', ¢, u(t'))] &L dt’, (15)

Tj10;

(14)

where
BY(t, T) = (41g,)(ed/h)(Lwg)ix (T, 2)

When a soliton propagates in the cell, its energy
losses dueto interminizonetransitionsin the timeinter-
val (t4; Tj,) are

AWp, , = Wp(Tjp, {(Tj2)) —Wp(Ty, {ay).  (16)

By equating the left and right of (14), we obtain an
integral equation asolution to which, being solved with

(15) and (16), yields the minimum write current | XV (t, 2.

A soliton reflected from the inhomogeneity N,
remains confined in the SDL cell. The soliton written exe-
cutes oscillatory motion between the cell walls, exchang-
ing energy with them. While stored in the cell, the oscil-
lating soliton loses part of the energy given by (11).

To leave the cell, the soliton must gain the energy of
alocal current pulse js (t, 2 > 0. Theread current value

is calculated similar to that of jff(t, 2), which amounts
to solving an integral equation.

INTERACTION BETWEEN SOLITONS

Interaction between solitons (kinks) does not
change their amplitudes u; and u, but causes phase
shifts[9, 10]

A&, = 2IM4In[P], A&, = -2l ,In[P],

where

_ «/(1"' u)(l1—-u,)+ «/(1"' Uy)(1—uy)
J@AFu)(T-u) - J(T+u)(T—uy)

Thetota phase shift of asoliton scattered by a set of
other solitonsisthe sum of the partial phase shifts. This
fact allows for the use of an SCL in two directions
simultaneously and increases its transmission rate
[1, 2]. Due to the stability of solitons upon interaction,
trains of soliton pulses can be delayed and confined
solitons can be released in an arbitrary order. To this
end, an SDL must contain several cells. Solitons that
pass through adjacent cells do not damage those con-
fined therein.

(17)

KRYUCHKOV, KAPLYA

RESULTS OF SIMULATION

The possibility of solitons being confined and
released was tested in terms of one-cell and four-cell
SDL models. The stability of asoliton isindependent of
the number of cells, because it is localized within one
cell. The simulation of soliton propagation in a super-
lattice with inhomogeneities was carried out by solving
disturbed sine-Gordon equation with singularity (3)
subject to appropriate initia and boundary conditions
with the finite-difference method.

Consider the operation of aone-cell SDL based on a
superlatticewithd=10®8m,A=102eV,n=10m3n =
102 m™, a = 1.887 x 10, and wy, = 1.998 x 10% Hz.
Let the cell be formed by two inhomogeneities with
D =107 m, An,/n=10? p,,=0.067, and Q =1.998 x
103 Hz located in the planes zq, = 7.2 x 10° m and
70, =9.6 x 10 m. Thecell sizeisr =2.4x10°m. The
initial parameters of a soliton (kink) are v, = 108 m/s,
u=0.333, E;=9.303 x 10*V/m, I =0.943, W= 0.485,
and &, =-13.318.

The solitonisconfined in the cell by applying atrap-
ezoidal current pulse with a steepness a = 1750. The

time instants the soliton passes through the inhomoge-
neities (they specify the time interval of application of

the write current j\xN(z, t)) are determined from (12):

t;,=42x 10" sand t, = 6.8 x 10! s. The minimum
current value needed to confine the soliton with the

above amplitudeis found from (14): j\XN =-0.441 x 10°
A/m? with 3 = -2.382 x 1073,

The soliton confined in the cell executes oscillatory
motion. The oscillation period in the cell with the above
parametersis T = 0.1 ns. The permissible time of soliton
storagein the cell isdefined by the parameter n of semi-
conductor materials making up the superlattice and by
the write quality required. At n = 0.01, the logarithmic
decrement isd = 1.121 x 103,

The soliton delay is quantized in time. The delay
guantum is approximately equal to the soliton’s oscilla-
tion period in the cell.

Dueto attenuation and the action of the electric cur-
rent, theintensity of the soliton’s electric field changes.
The variation of the electric field in the principal maxi-
mum of the soliton when it is confined for a period and
then released is shown in Fig. 2.

To read out the soliton from the cell meansto supply
an additional energy. For along delay inthecell, soliton
energy loss (11) must be taken into account.

In the caseillustrated in Fig. 2, the soliton is ampli-
fied by applying the current j; = 1.5 x 10% A/m? after

one oscillation period. The current is fed to the cell
when the soliton moves along the z axis.

The corresponding space-time distribution of the
field extrema when the soliton is confined and rel eased
TECHNICAL PHYSICS Vol. 48
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Fig. 2. Time variation of the eectric field intensity in the
principal maximum of a soliton upon confinement and
relesse.
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Fig. 3. Space-time distribution of the electric field extrema
for a soliton delayed by one period.

isshownin Fig. 3. The positions of theinhomogeneities
bounding the cell are shown by thick vertical lines. The
soliton pulse moves along the bright curve.

CONCLUSION

The model proposed in this paper makes it possible
to produce an SCL with a time-quantized SDL. The
delay quantum is specified by the longitudinal dimen-
sion of the cell.
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To delay atrain of soliton pulses, one should use an
SDL with severa cells provided with control elec-
trodes. It is possible to release solitons from the cell in
an order other than the order of their arrival at the SDL.
It is reasonable to release the solitons according to the
priority of information received.

An SDL (Fig. 1) and control elements can be based
on the Al,Ga, _,As superlattice [12, 13] grown by
molecular beam epitaxy [10, 11]. Inhomogeneities in
the superlattice are usually created in the process of the
epitaxy by doping (with a separate beam) or by chang-
ing the content of the constituents.
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Abstract—The diffusion—segregation boron distribution in the silicon dioxide-silicon system upon oxidation
in different environments is studied by secondary-ion mass spectrometry and numerical simulation. The coef-
ficient of boron segregation at the SIO,/Si interface and the enhancement of boron diffusion in silicon as func-
tions of the type of oxidizing environment (dry oxygen, wet oxygen, and the presence of hydrochloric acid
vapor), the orientation of the silicon surface, and the temperature of oxidizing annealing are obtained. A qual-
itative model is proposed based on the assumption that the segregation mass transfer of boron through the
SiO,/Si interface is associated with the generation of nonequilibrium intrinsic interstitials. © 2003 MAIK

“Nauka/Interperiodica” .

INTRODUCTION

Thermal oxidation, whichiswidely used in thetech-
nology of silicon semiconductor devices and integrated
circuits, is accompanied by the segregation of doping
impurities at the moving SIO,/Si interface. Studies of
this phenomenon concentrate mainly on the determina-
tion of the impurity segregation coefficient my,, which
characterizes the interface propertiesin terms of segre-
gation mass transfer (my, = C"/C', where C" and C' are
the impurity concentrations at the SIO,/Si interface on
the side of SO, and Si, respectively). In most of the
experimental studies concerned with boron segregation
at the SIO,/Si interface, dry oxygen was used as an oxi-
dizing medium [1-6]. It was found that the coefficient
of boron segregation increases with temperature and
depends on the orientation of the silicon substrate. It
also appeared that even a small amount (2 x 107%%) of
steam in dry oxygen has an effect on my, and its tem-
perature dependence [7].

The considerable difference in the values of
obtained in different studies under similar experimental
conditions [2—7] is noteworthy. The boron segregation
coefficient at the SiIO,/Si [1-5] interface was deter-
mined indirectly from the design and process parame-
ters of the devices (the sheet resistance R and the p—n
junction depth x;) [1-3] or from the concentration pro-
file of boroninsilicon [4, 5] interms of analytical mod-
els for diffusion—segregation impurity distribution in
silicon. In order to obtain an analytical solution in the
simulation of impurity diffusion in a system with mov-

ing interfaces, a number of simplifications were
adopted. In particular, in [5], the motion of theinterface
wasignored, andin [1, 2, 4, 5], the kinetics of thermal
silicon oxidation was assumed to be parabolic, the
impurity diffusion coefficient in silicon was taken to be
constant, and acertain profile of theinitial impurity dis-
tribution was specified.

Secondary-ion mass spectrometry (SIMS) alows
for the direct determination of the segregation coeffi-
cient from ajump of the signa at the SiO,/Si interface
[6, 7]. However, attendant effects (the difference in the
yields of elements of the same massfrom silicon and its
dioxide, the difference in the ion-etching rates, the
presence of charge on the sample surface, etc. [8]) may
reduce the reliability of SIMS data. The above disad-
vantages of the indirect [1-5] and direct [6, 7] methods
can be areason for the great spread in my, obtained by
different authors.

The reliability of experimental results can be
improved by applying a complex approach where the
concentration distribution of boron in the SIO,/Si sys-
tem obtained by SIMSisanalyzed in terms of a numer-
ical diffusion—segregation model that is free of restric-
tions inherent in analytical models and takes into
account the accelerating effect of thermal oxidation on
impurity diffusion in silicon.

It was shown experimentally that the addition of
gaseous HCI to dry oxygen affects the boron distribu-
tion in slicon [9]; however, boron segregation upon
oxidation in halogen-containing environments has not
been investigated. The aim of thiswork is to study the
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effect of an oxidizing environment (dry oxygen, wet
oxygen, and an HCl-containing atmosphere) on diffu-
sion—segregation boron distribution in the SiO,/Si sys-
tem upon the thermal oxidation of silicon.

EXPERIMENTAL

Dislocation-free KEF-51 (111)Si wafers precoated
with a thermal silicon dioxide layer of thickness W, =
0.1 pm were used astest objects. The waferswereirra-
diated by boron ions with an energy of 75 keV and a
dose of 5.3 x 10** cm™. Then the dioxide mask was
removed by etching and the samples were thermally
oxidized in the temperature range 1000-1100°C in dry
0O,, wet O,, and wet HCI. The oxidizing environment
“dry O,” was produced by cooling oxygen to its dew
point 213 K with liquid-nitrogen traps. The wet O, was
produced by passing oxygen through a bubbler with
water held at a temperature of 95°C. The “wet HCI”
oxidizing environment was produced by the evapora-
tion of aweak (1-3%) solution of hydrochloric acid on
the hot filament of a gas generator through which dry
oxygen was passed. The duration of oxidizing anneal-
ing was chosen such that the thickness W, of the diox-
ide grown varied between 0.1 and 0.2 um: 1-3 hin the
dry oxygen and 3.5-12 min in the wet O, and wet HCI
environment.

SIMS studies were performed with a Cameca IMS-
300 ion microanalyzer equipped with a 100-eV-pass-

band energy analyzer. O, ionswere used as primaries.
The instrument errors involved in quantitative SIMS
analysis were minimized with special approaches
described in [8].

Along with these data, we used SIMS datafor boron
concentration profiles[9] in silicon layersirradiated by
B* ions with an energy of 50 keV and dose of 1 x

10% cm and oxidized in dry oxygen where the HCI
vapor content was varied from 0 to 4%.

MATHEMATICAL MODEL
OF DIFFUSION-SEGREGATION IMPURITY
DISTRIBUTION

Experimental boron concentration profiles obtained
by SIMS were analyzed in terms of a model of diffu-
sion—segregation impurity distribution in the SiO,/Si
system with the moving gas/SiO,, x,(t), and SiO,/Si,
Xo(t), interfaces. With diffusion mass transfer in SiO,
ignored, the impurity distribution is described by the
boundary-value Stefan problem stated as

0C/ot = O((L-a)U,C), X <X<X,, (@)

dC"/ot = O(D(C")OC"), x,<x<I, )

1 Phosphorus-doped with a resistivity of 5 Q cm.
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wheret istime; x is the coordinate measured from the
position of the SiO,/Si interface at zero time, X,(0), and
directed inward to the silicon; | isthe extent of the solu-
tion domain in the silicon within which the impurity
concentration is assumed to be constant throughout
annealing; a istheratio of the thickness of oxidized sil-
icon to that of silicon dioxide W,, (a = 0.44); U,, =
dwW,,/dt isthe silicon oxidation rate; (I = 0/0x isthe gra-
dient operator; and D is the impurity diffusion coeffi-
cientin silicon.

The system of Egs. (1) and (2) was supplemented by
the fitting condition at the SiO,/Si interface, which
reflects the conservation of the total amount of the
impurity transferred through the interface due to the
motion of the interface and concentration gradient. If
the segregation process is assumed to be equilibrium,
this condition has the form

DOC" + Uy (a —1/mgy)C" = 0, 3

where = (C"/C')gq is the equilibrium segregation
coefficient, which is defined as the ratio of the impurity
concentrations on the Si and SiO, sides of theinterface
when the system is in thermodynamic equilibrium.

The impurity diffusion coefficient in silicon
depends on the impurity concentration and oxidation
rate (so-called oxidation-enhanced diffusion (OED)).
In simulating OED, we will assume that boron in the
silicon lattice diffuses by the dual vacancy—intertitial
mechanism. In this case, the impurity diffusion coeffi-
cient isgiven by [10]

D = D*(fvav"' 1:intaint)! (4)

where D* is the impurity diffusion coefficient for the
equilibrium distribution of intrinsic point defects; f, and
f, are the relative fractions of the vacancy and intersti-
tial mechanisms of diffusion, respectively (f, + f,, = 1);
a, = VIV and g, = I/l are the coefficients of supersat-
uration (or undersaturation) by vacancies and intrinsic
interstitials, respectively; and Vi, loq and V, | are the
concentrations of equilibrium and nonequilibrium
vacancies and intrinsic interstitial s, respectively.

Under loca equilibrium conditions, a, = 1l/a,
according to the law of massaction. From recent results
[11], f.; 0O.9. Because of the weak time dependence of
OED [12], in (4) we used the average, ayy = g,
instead of instantaneous, concentration of intrinsic
interstitials and assumed that averaging is coordinate-
invariant in the region of impurity localization.

Under equilibrium conditions, the coefficient of
boron diffusion viaintrinsic point defectsin silicon was
calculated from the concentration dependence [13]

D* = hy(D}+D/p/ny), (5)
where h, is the factor of diffusion enhancement by the

internal electric field; Di0 and D; arethe partial coeffi-
cients of diffusion via neutral and positively charged
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Fig. 1. Boron concentration profiles in the SIO,/Si system

after (1, 4) implantation (B*, 75 keV, 5.31 x 10 cm™)
through the 0.1-pm-thick oxide and annealing at 1050°C in
(2,5) dry O, for 2 hand (3, 6) wet HCI for 5 min. Symbols,

data points (SIMS); curves, simulation. (5) Mgy = 0.19,
8nt = 2.4 and (6) Mgy = 0.28, o0 = 11.

intrinsic point defects, respectively; p = Y/2[(C" - Cj) +

J (c'— C;,')2 + 4ni2] is the hole concentration; n; is the
intrinsic carrier concentration at the temperature of dif-
fusion; and C, is the donor concentration in the sub-
strate.

The oxidation kinetics was described by the linear—
parabolic dependence

t = Walk, + Wy /k, (6)

where k; and k are, respectively, the parabolic and lin-
ear rate constants of silicon oxidation (for the values of
k, and k;, see[14]).

The experimental or model impurity distribution
arising immediately after the ion implantation into sili-
con or the two-phase SiO,/Si system was taken as the
starting distribution. The simulation of the ion implan-
tation process was carried out by using the four-param-
eter Pearson function with its moments givenin [15].

To numerically solve Egs. (1) and (2) with equilib-
rium boundary condition (3), we reduced the problem,
by changing the variables, to the fixed-interface prob-
lem. The latter was solved by factorization with uni-
form implicit conservative difference schemes[16].
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Fig. 2. Temperature dependence of Mgy, for boron at the
SiO,/Si(111) interface. The symbols refer to oxidation in
(2) dry O,, (2) wet O,, and (3) wet HCI. The curves are ana-
lytical (T) dependences: (4) relationship (7), (5) Mg =
0.22, (6) =0.29, (7) from[6], (8) from[5], (9) from [3],
and (10) from [1].

EXPERIMENTAL RESULTS

The boron segregation coefficient and the OED
parameter &, = 1l , for boron were determined from
the best fit of the solution to problem (1)—(3) to experi-
mental boron concentration profilesin the SiO,/Si sys-
tem. Figure 1 compares the experimental boron profiles
(data points 1-3) with the results of simulation
(curves 4-6) for oxidation at 1050°C in (2, 5) dry O,
and (3, 6) wet HCI.

The SIMS measurements demonstrate that, in the
temperature range considered, the coefficients of boron
diffusion and segregation in the SiO,/Si system depend
on experimental conditions, particularly, on the oxidiz-
ing environment, surface orientation of the silicon, and
temperature. Figure 2 illustrates the temperature depen-
dence of the boron segregation coefficients at the
SiO,/Si(111) interface upon oxidation in the media
under study. Asfollowsfrom Fig. 2, the boron segrega-
tion coefficients in the temperature range T = 1000-
1100°C meets the inequality My, (dry O,) < My, (wet
O,) < my, (wet HCI). After annealing in the dry O,
atmosphere, the segregation coefficient varies from
0.16 to 0.22 and its temperature dependence can be
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approximated by
Mgy = 8.2exp(—0.43 eV/KT). ()

Upon oxidation in the wet O, and in wet HCI, my, [
0.22 and 0.3, respectively, and is practically indepen-
dent of the temperature in both cases. The dotted lines
in Fig. 2 show dependences obtained el sawhere for the
oxidation of Si(111) indry O, [3, 5, 6] and steam [1].
Note that dependence (7) for dry O, is close to the cor-
responding dependence in [6] also obtained by SIMS.
On the other hand, both differ substantially from the
corresponding dependencesfor dry O, [3, 5] and steam
[1] obtained by indirect methods.

Figure 3 compares the temperature dependence of

at the SIO,/Si(100) interface under oxidationinthe
dry O—HCI vapor (0-4%) atmosphere that is obtained
from the experimental boron profilesin silicon [9] with
the corresponding curves [2, 3, 5-7] (dotted lines) for
the oxidation of Si(100) in dry O,. In the absence of
HCI vapor, the experimental data are described by the
relationship

Mgy = 2.3 x 10°exp(~0.74 eV/KT). (8)

The addition of HCI vapor to dry oxygen decreases
My, and changes the slope of the curve my,(T); namely,

Mgy = 1.92 x 10°exp(~1.01 eV/KT) (9)
for 2% of HCI and

My, = 1.7 x 10 exp(~1.01 eV/KT)

for 4% of HCI.

Note that dependence (8) for dry O, issimilar to the
corresponding dependences from [6, 7] obtained by
SIMS. However, these curves differ substantially from
those found in [2, 3, 5] by indirect methods.

The temperature dependences of the OED parame-
ter &, on the oxidation of Si(111) and Si(100) are
shown in Fig. 4. In the environments under study, the
relationship a,; (dry O,) < a,; (wet HCI) < a,; (Wet O,)
isfulfilled for Si(111) (curves 1-3). Theincreasein the
HCI content in dry O, decreases a;,, in Si(100) (cur-
ves 4, 5) despite an increase in the oxidation rate by a
factor of 1.5 and 1.6 when 2 and 4% of HCI vapor,
respectively, are added to dry O, at T = 1000°C [9], as
follows from the kinetic dependences W, (t) found
experimentally in [14].

Figure 5 demonstrates the g, vs. oxidation rate U,
dependences under different oxidation conditions. It is
seen that data points 1-1" for annealing in dry O, fit
fairly closely the relationship a,, ~ U obtained in [5]
(curves 6-6"). Oxidation in wet HCl and wet O, (data
points 2-2" and 3-3") is described adequately by the
relationship a,, ~ U2 (curve 5), which was found in

[12] for steam oxidation. For all the environments, an

(10)
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Fig. 3. Temperature dependence of Mgy for boron at the
SiO,/Si(100) interface. The symbols refer to oxidation in
dry O, with the addition of HCI vapor: (1) 0, (2) 2, and
(3) 4%. The curves are analytical (T) dependences:
(4) relationship (8), (5) (9), and (6) (10). Curves 7-11 are
taken from [2], [3], [5], [6], and [7], respectively.

increase in the temperature of oxidative annealing
causes g, to decrease, although the average oxidation
rate (W, [Llgrows.

DISCUSSION

From the boron profiles obtained by SIMS and their
numerical analysis, itisfound that the segregation coef-
ficient of boron my, and the OED parameter a;, depend
on oxidation conditions, in particular, on the oxidizing
atmosphere, silicon surface orientation, and tempera-
ture. At the same temperature, My, (dry O,) < My, (wet
O,) < My (dry wet HCI) (Fig. 2), My, (dry O,) > my,
(dry O, + 2% HCI) > my, (dry O, + 4% HCI) (Fig. 3),
@i (dry Op) < &y (Wet HCI) <&y (wet O,) (Fig. 4), and
8y (dry Op) > &y (dry O, + 2% HCI) > & (dry O, +
4% HCI). Also, for dry O,, My, (100) > my, (111) (cf.
Figs. 2, 3) and a, (111) < &, (100) (Fig. 4).

The increase in a,,, upon annealing in wet O, in
comparison with annealing in dry O, is explained
merely by the increase in the oxidation rate. Earlier, it
was found that the supersaturation by intrinsic intersti-
tials, &y, which is responsible for the enhancement of
B and P diffusionin Si and an increasein the number of
stacking faults upon oxidation, varies as (U,,)°, where
b=0.25-0.5[5, 12]. Our data confirms this result, giv-
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Fig. 4. Temperature dependence of &, upon the oxidation
of Si(111) in (1) dry Oy, (2) wet HCI, and (3) wet O, and
upon the oxidation of Si(100) in dry O, with the addition of
HCI: (4) 0, (5) 2, and (6) 4%.
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Fig. 5. g as a function of oxidation rate for annealing in
(1-1") dry O5, (2-2") wet HCI, (3-3") wet O, and (4) H,0
vapor [12]. Annealing temperature is (1-5) 1000, (1'-6")
1050, and (1"-6") 1100°C. The symboals are data points; the
curves, empirical dependences from [5] (6-6") and [12] (5).

ingb 00.3indry O,and b J0.25inwet O, and wet HCI
(Fig. 5).

When explaining the variation of my, for boronwith
the addition of steam to oxygen, Fair and Tsai [7] sug-
gested that metaboric acid HBO,, instead of boron
oxide B,O;, forms in SIO, at the interface. Chemical

transformations in solid phases assume the presence of
some free volume V; when the molecular volume of a

parent material (Q(Si) 00.02 nm?) is smaller than the
molecular volume of a reaction product (Q(SIO,) O

0.044 nm?3). Therefore, the effect of the oxidation
medium on My, can be explained if we assume the pres-
ence of afree space in silicon dioxide at the interface
that provides the chemical interaction of silicon and
boron with the oxidant. This free space is aso neces-
sary for a forming structural fragment, a silicon—oxy-
gen tetrahedron SiO,, and boron oxide to be built into
the network structure of silicon dioxide. The reactions
of silicon oxidation in dry O, and wet O, then have the
form

Si +02+Vf - S‘Oz, (11)

Si +2H,0 +V; = SO, + 2H,. (12)
According to today’s concept [12, 17], the free vol-
ume arises when silicon atoms occupy interstices with
the formation of excess silicon interstitials in silicon
dioxide and nonequilibrium intrinsic interstitialsin sil-
icon. The addition of HCI vapor to dry O, accelerates
oxidation. A possible reason for this effect is the etch-
ing of the silicon surface by HCI vapor, as a result of
which silicon atoms are removed from regular lattice
sites at the interface on the side of silicon dioxide,
forming vacancies and thereby providing an additional
free space for silicon oxidation. The concentration of
silicon interstitials decreases due to their interaction
with the vacancies, as evident by the decay of the OED
of boron in silicon as the HCI content increases (Fig. 4,
curves 4-6). Upon oxidation in wet oxygen, where
steam is the major oxidant, the presence of HCI vapor
effectively diminishes the oxidation rate presumably
because of adecrease in the steam pressure [18]. Even-
tually, the OED of boron in silicon in wet HCl becomes
less pronounced than in wet O, (Fig. 4; curves 2, 3).

Let us assume that impurity boron atoms interact
with free particles of the oxidant to form native oxide
B,O; regardless of the oxidizing atmosphere. Since the
molecular volume of boron oxide (Q(B,O;) [O
0.063 nm?3) per boron atom is larger than the silicon
atomic volume upon the formation of boron oxide and

aso silicon oxide, the presence of afree volume V; is
necessary. If oxygen as the major oxidant, boron oxide

forms according to the reaction

4B + 30, +V; — 2B,0s. (13)

TECHNICAL PHYSICS Vol. 48 No.5 2003
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With HCI vapor added to dry oxygen, the free vol-
ume V; increases and boron oxidation at the interface
on the side of silicon dioxide is accelerated according
to reaction (13). Therefore, the segregation mass trans-
fer of boron from silicon to silicon dioxide through the
SiO,/Si interface is intensified. This shows up as the
decrease in My, with increasing HCI content in the oxi-
dizing medium (Fig. 3).

In wet O,, where H,O molecules are major oxidiz-
ing particles, boron oxidation also needs afree volume:

4B + 6H,0 + V; == 2B,0, + 6H,. (14)

The addition of HCI vapor to wet oxygen reduces
the vapor pressure of the oxidant and, according to
reaction (12), decreases the oxidation rate. This causes
afree volume to appear. As follows from reaction (14),
the same reason retards the formation of B,O; and
makes the segregation mass transfer of boron from sil-
icon to silicon dioxide through the SiO,/Si interface
difficult. This shows up in the increase in the segrega-
tion coefficient: (wet HCI) > my, (wet O)) (Fig. 2).
Because of the reduced oxidation rate and the etching
effect observed, the density of intrinsic interstitials and
the OED parameter g, in wet HCI are lower than in
HCl-free wet oxygen: a; (wet HCI) < a,, (wet O,).

Note that boron oxidation at the interface may goin
parallel with boron reduction from B,O; by freesilicon
interstitials:

2B,0, + 3S =< 3Si0, + 4B. (15)

The equilibrium constant of reaction (15) is given
by

K = C30,C8/CCh 0., (16)

where Cso,s Css Cg, Cg 0, are the concentrations of
particles involved in the reaction.

The thermodynamic calculation [19] showed that
the equilibrium constant of reaction (15) decreaseswith
increasing temperature; accordingly, the reduction of
boron by silicon slows down. This is expected to
increase the boron oxidation rate in concurrent reac-
tions (13) and (14) and to decrease my, With growing
temperature of oxidation annealing. As a result, the
temperature dependence of changes. The increase
in the concentration of silicon interstitials with oxida-
tion rate must increase, according to reaction (15), the
rate of boron reduction by silicon and suppress the seg-
regation mass transfer of boron from silicon to silicon
dioxide through the interface. This explains the
increase in My, and the weakening of its temperature
dependence upon annealing in wet O, compared with
annealingindry O,.

The effect of the silicon surface orientation on the
boron segregation coefficient in the SIO,/Si system,
Mgy (100) > My (111), upon oxidationindry O,, which
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isrevealed in this paper, isin agreement with the results
obtained in [3, 6]. Note that the reverse inequality
foundin[4, 5] may berelated to the indirect determina-
tion of my, and the neglect of the effect of surface ori-
entation on boron diffusion enhancement by oxidation.

The effect of orientation on my, was explained [6]
under the assumption that my,, measured is nonequilib-
rium for at least one of the surface orientations. The
character of the segregation process may really change
in the case of kinetic impurity trapping by growing
dioxide; however, this effect occurs at relatively low
temperatures and high oxidation rates [20, 21]. In our
case, this would mean that my increases for the (111)
orientation with ahigher oxidation rate, which isincon-
sistent with the data of [3, 6] and ours.

The segregation theory based on the equilibrium
dynamics of interfacial chemical reactions[7] does not
predict the orientation dependence of My, It is taken
into account formally by including the orientation
dependence of the boron activity coefficient in silicon
dioxide. Reasons for the phenomenon are not consid-
ered.

The oxidation of Si(111) proceeds at a higher rate
than that of Si(100), U,(111) > U, (100), due to a
higher density of available bonds on the (111) surface.
However, for the OED parameter of boron, we have a;,
(111) < &, (100) (Fig. 4; curves 1, 4). This result may
be explained, on the one hand, by the loss of the orien-
tation dependence of the oxidation ratein the parabolic
oxidation regime and, on the other hand, by an
increased surface density of traps on the Si(111) sur-
face, which act as sinks for excess silicon interstitials
[17]. Therefore, the SiO,/Si(111) interface will have a
lower effective rate of generation of intrinsic intersti-
tials and, correspondingly, a higher rate of free volume
generation than the SiO,/Si(100) interface. In view of
reaction (13), thiswill accelerate boron oxidation at the
interface on the side of silicon dioxide and, thus, favor
the segregation mass transfer of boron from silicon to
silicon dioxide through the SIO,/S interface; as a

result, My, (111) < My, (100).

CONCLUSIONS

Thus, we studied the diffusion—segregation boron
distribution upon the thermal oxidation of siliconindif-
ferent environments, using the complex approach. It
combines taking concentration impurity profilesin the
SiO,/Si system by SIMS and their analysis in terms of
the numerical diffusion—segregation model. The depen-
dence of the boron segregation coefficient at the
SO,/Si interface and oxidation-enhanced diffusion
parameter of boron in silicon on the type of the oxidiz-
ing medium (dry O,, wet O,, and the presence of HCI
vapor in them), the orientation of the silicon surface,
and the annealing temperature was found. HCI vapor
present in dry oxygen and in wet oxygen increases and
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decreases, respectively, the segregation masstransfer of
boron from silicon to silicon dioxide through the inter-
face, while OED is suppressed in both cases. Based on
the experimental data obtained, we suggested aqualita-
tive model that relates the segregation mass transfer of
boron through the SiO,/Si interface to the generation of
nonequilibrium intrinsic interstitials under thermal oxi-
dation.
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Abstract—The thermal expansion coefficients and the thermal conductivity of Bridgman-grown crystals of
CuGa; _,In,Te, solid solutions are investigated. It is found that the thermal expansion coefficient varies with x
linearly, while the thermal conductivity is minimal when x = 0.5. The Debye temperature and the rms dynamic
atomic displacements are cal culated from experimental data. It is shown that the Debye temperature decreases
and the rms displacements in the crystal lattice sharply increase as the In content in the solid solutions grows.

© 2003 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

CuinTe, and CuGaTe, compounds, as well as
CuGa, _,In,Te, solid solutions, crystallizeinto the chal -

copyrite structure (space group D35—142d) and are the

electronic chemical analogues of 11-V1 compounds[1].
Such properties as the absence of the inversion center,
high nonlinear susceptibility, natural photopleochro-
ism, and many others make these semiconductors
promising for quantum and solid-state electronics
[2-4]. These semiconductors were studied at length in
[5-8].

The physicochemical and optical properties of
CuGa,_,InTe, solid solutions were examined in
[9, 1Q]. In this work, we for the first time investigate
their electrical and thermal properties.

EXPERIMENTAL

CuinTe, and CuGaTe, ternary compounds, as well
as CuGa, _,In,Te, solid solutions, were grown by the
horizontal Bridgman method. The metals and tellurium
were contained at opposite ends of an evacuated quartz
ampoule. The ampoule was placed in a two-zone hori-
zontal furnace. The zone with the metal charge was
heated to 1100-1170 K (depending on the composition
of the compound or solid solution), and the zone with
tellurium was heated to 1000 K with arate of =100 K/h
and kept at this temperature for 3 h. Then, oriented
crystallization was accomplished by decreasing the
melt temperature to 1000 K with arate of =2 K/h. At the
same temperature, the homogenizing annealing of the
crystals grown was carried out for 500 h. After the
annealing, the CuGa, _,In,Te, ingots had large blocks
with maximal dimensions of 10 x 4 x 4 mm.

The compositions of the CulnTe, and CuGaTe, ter-
nary compounds, as well as the CuGe, _,In,Te, solid

solutions, were determined by electron probe X-ray
spectrum microanalysis with a CameraMBX X-ray
microanalyzer (Fig. 1). Calculated and experimental
data are seen to be in good agreement.

The equilibrium state of the compounds and the
homogeneity of the solid solutions were checked by
X-ray diffraction analysis by means of a DRON-3M
diffractometer (CuK,, radiation) with anickel filter. Dif-

a, x 106, K-!
30

I
i =

—1 L

100 200 300 400 600 1000 1100
T,K

Fig. 1. Temperature dependence of the thermal expansion
coefficient for (1) CulnTe,, (2) CuGgglnggTe,,
(3) CuGag glng 4Tey, and (4) CuGare,.
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fractograms taken from different parts of ingots of both
the compounds and solid solutions contained a set of
lines characteristic of the chalcopyrite structure. From
the diffraction angles measured, we calculated the
interplanar spacings for various planes of diffraction
and from the interplanar spacings, the cell parameters
by the least-squares method. The cell parameters were
found to bea=6.184+ 0.002 A, ¢ = 12.371 + 0.005 A
for CulnTe, and a = 6.024 + 0.002 A, ¢ = 11.924 +
0.005 A for CuGaTe,, which agrees with datain [5-8].
These values vary with x linearly (in accordance with
the Vegard law).

The homogeneity of the CuGa, _,In,Te, solid solu-
tions was judged from the resolution of high-angle
(20 > 60°) lines in the diffractograms.

TheHall effect on the crystals grown and their resis-
tivity p were measured by the standard technique
[11, 12]. Specimens measuring 6 x 2 x 1 mm on aver-
age were cut from the crystals. Contacts to the speci-
mens were made of silver paste (Kontaktol) fired-in at
a temperature of 520 K in the hydrogen atmosphere.
The measurements were performed in a vacuum at
300 K. The electrical parameters were calculated by
formulas given in [11, 12]. To eliminate stray effects,
four measurements at two directions of the current
through the specimen and two directions of the mag-
netic field were made. As follows from the measure-
ments of the resistivity and Hall effect that were made
with different pair of probes, the crystals were electri-
cally uniform: the spread in the measurands did not
exceed 4%.

RESULTS AND DISCUSSION

As follows from the measurements, all the crystals
have the conductivity of the p type. For the CulnTe, and
CuGaTe, ternary compounds and aso for the
CuGe, _,In,Te, solid solutions, p = (1.5-10) Q cm; the
hole mobility, 20-50 cm?/(V s); and the hole concentra-
tion, (2-8) x 10 cm=. The decreased mobility (to
20 cm?/(V s)) and the increased carrier concentration
(8 x 10*” cm®) for x in the intermediate range (x = 0.4—
0.6) are noteworthy. This can be explained by scattering
by lattice defects.

The therma expansion of the ternary compounds
and solid solutions was measured with a quartz
dilatometer, where the thermal expansion of solids is
measured relative to the therma expansion of quartz
[13]. Prior to the measurements, the instrument was
evacuated and filled with an inert gas to prevent the
decomposition and oxidation of the specimen. Thetem-
perature was measured by a Chromel—-Copel thermo-
couple with an accuracy of no worse than 5%. The
specimen was heated with a rate of 3-5 K/min, which
provided reproducible results. The temperature depen-
dence of therelative elongation Al/l, wastaken from the
specimens with average dimensions of 3 x 3 x 8 mm.

BODNAR

Both for CulnTe, and CuGaTe, ternary compounds
and for the solid solutions, the temperature curves
Al/ly(T) exhibit a step near the a—{3 phase transition.
The phase transition temperatures for these materials
that were obtained in thiswork from the thermal expan-
sion measurements are in agreement with differential
thermal analysis (DTA) data[9].

The temperature dependences of the linear thermal
expansion coefficient a, for the ternary compounds and
solid solutions are shown in Fig. 1. Both for the com-
pounds and the solid solutions, a, linearly grows with
temperature in the range 80-290 K. Then, the growth of
0, slows down up to the phase transition temperature.
Near the phase transition, the thermal expansion coeffi-
cient changes A-wise.

Thus, as follows from the DTA data [9] and our
experimental dependences a, = f(T), the phase transi-
tionsin CulnTe, and CuGaTe, ternary compounds and
in CuGa, _,In,Te, solid solutions are first-order transi-
tions, since they are accompanied by thermal effects.
However, unlike typical first-order phase transitions,
which occur at a constant temperature, the phase tran-
sitions in these materials are observed in atemperature
range with a A-wise change in a,; in this respect, they
are akin to second-order phase transitions.

At the same time, it is known that [-{1I-VI, ternary
compounds exhibit phase transitions of two types[14],
which are due to cation—cation and cation—anion disor-
der. High-temperature X-ray studies [15, 16] showed
that, due to cation—cation disorder, these ternary com-
pounds experience the transition from the chal copyrite
to sphalerite (zinc blende) structure. Therefore, we may
assume that the solid-phase transformations observed
in CuGa, _,In,Te, solid solutions are also the chal copy-
rite sphalerite phase transition by analogy with I1-111—
V1, ternary compounds.

Physically, the solid-phase transformations
observed in these substances (which, as was indicated
above, arelikely to bethe phasetransition from ordered
lower symmetry chalcopyrite to random higher sym-
metry sphalerite) can be represented as follows. In the
case of cation—cation disorder, which takes place in the
range 15-30 K, some of the atomsin the cation sublat-
tice exchange sites. Aslong asthe probabilities of occu-
pation of different sites by cations are unequal, these
sites remain nonequivalent and the structure remains
unchanged (chal copyrite). When these probabilities are
equalized, al the sites in the cation sublattice become
equivalent and the chalcopyrite structure turns to the
higher symmetry sphalerite structure. To substantiate
the above considerations, the ternary compounds and
solid solutions heated above the temperature of the
phase transition corresponding to cation—cation disor-
der were quenched by immersing in liquid nitrogen.
The high-temperature sphalerite modification was
retained in none of the materials. This fact also indi-
cates that the phase transformations observed in the
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Fig. 2. Concentration dependence of the thermal expansion
coefficient for CuGay _InyTe, solid solutions at (1) 100,

(2) 300, and (3) 600 K.

materials studied are close to second-order phase tran-
sitions, since they are accompanied by overheating and
overcooling.

Figure 2 shows isotherms for the concentration
dependencies of the thermal expansion coefficient. Itis
seen that a, grows linearly with the gallium content in
the solid solutions.

From the melting points and thermal expansion
coefficients found experimentally, we calculated the
Debye temperatures © and rms atomic displacements

0 using the following formulas [17, 18]:
0% = 143/a?A"* VY, 1)
o' = 137TYA VY, )
0° = 4.3x107[D(O/T)/O/T + V4]IA®, (3)

where a, is the thermal expansion coefficient, A isthe
mean atomic mass, V isthe mean atomic volume, T, is
the melting point, and D(®/T) is the Debye function.

Theresults of calculation arelisted in Table 2, from
which it follows that the Debye temperature decreases
and the rms atomic displacementsin thelattice increase
as the gallium content in the solid solutions rises. Such
behavior of these parameters suggests that chemical
bonds in CuGa, _,In,Te, solid solutions loosen with
increasing gallium concentration.

The thermal conductivity x of the compounds and
solid solutions was measured with the absol ute station-
TECHNICAL PHYSICS Vol. 48
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Fig. 3. Temperature dependence of the thermal conductivity
for CuGay _,In,Te, solid solutionsat x=0.0(1), 0.1 (2), 0.2

(3), and 1.0 (4).
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X
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Fig. 4. Concentration dependence of the thermal conductiv-
ity for CuGay _,In,Te, solid solutions.

ary method [19] at temperatures between 300 and
350 K on specimens with the dimensions mentioned
above. The accuracy of measurement was 6%. The tem-
perature dependence of x isdepictedin Fig. 3. Thether-
mal conductivity of the compounds varies as T in the
range 300400 K, which is typical of three-phonon
scattering processes. This result agrees with the Peierls
theory, according to which x is inversely proportional
to temperature at temperatures above the Debye tem-
perature. In this case, three-phonon scattering takes
place, during which the phonons exchange energy. Asa
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Table 1. Electron probe microanalysis data for CulnTe, and CuGaTe, compounds and CuGa, _,In,Te, solid solutions

Cu, a. % Ga, a. % Te, at. %

X I I I I I Il I I
10 25.0 25.4 25.0 24.8 - - 50.0 49.8
0.9 25.0 25.3 225 224 25 24 50.0 49.9
0.8 25.0 25.1 20.0 19.8 5.0 5.4 50.0 49.7
0.6 25.0 24.8 15.0 153 10.0 94 50.0 50.5
0.5 25.0 25.2 125 12.7 125 12.2 50.0 49.9
04 25.0 24.7 10.0 10.1 15.0 14.8 50.0 50.4
0.2 25.0 24.8 5.0 5.1 20.0 20.3 50.0 49.8
0.0 25.0 24.9 - - 25.0 24.7 50.0 50.4

Note: 1, calculation; 11, experiment.

Table 2. Debye temperatures and rms dynamic atomic displacements for CulnTe,, CuGaTe,, and CuGg; _,In,Te,

X A,g v, cm? o% K 0" K Ja, A
0.0 108.4 17.9 163 165 0.214
0.2 106.1 17.6 166 168 0.210
04 103.9 17.3 171 171 0.207
0.5 102.8 171 173 173 0.206
0.6 101.6 17.0 175 175 0.205
0.8 994 16.7 179 180 0.202
1.0 97.1 16.4 185 185 0.198
result of this process, one phonon disappears and two CONCLUSIONS

new phonons appear or two phonons disappear and one
new phonon originates. At higher temperatures, x var-
iesas T", where 0 < n < 1, which means that scattering
by impurities and lattice defects dominates. Accord-
ingly, the temperature dependence of x iswesak. In the
solid solutions, the power law T is observed through-
out the temperature range studied; hence, the basic
scattering mechanism is scattering by lattice defects.

Figure 4 shows the concentration dependence of the
thermal conductivity for the CuGa, _,In,Te, solid solu-
tions. This curve has a minimum near x = 0.5. Such
behavior (i.e., the considerable decrease in x of the
solid solutions compared with that of the compounds)
is due to the disturbance of the lattice periodicity in the
solid solutions because of the random distribution of
the atoms over equivalent sites. In the solid solutions,
dissimilar atoms, though occupying regular lattice posi-
tions (sites), are ordered improperly. Because of this,
the atomic masses and force constants vary randomly
from site to site, causing phonon scattering. Therefore,
the solid solutions can be viewed as intermediates
between the crystalline state (the crystal | attice persists)
and the amorphous state (the disordered arrangement of
the atoms). For the solid solutions, the disorder is max-
imal at x near 0.5; hence, the thermal conductivity is
also minimal at this point.

The thermal expansion and thermal conductivity of
CulnTe, and CuGaTe, compounds, aswell as of Bridg-
man-grown CuGe,In; _,Te, solid solutions, were mea-
sured. It was found that Al/lo(T) experiences a jump
near the a—3 phase transition, while a, changes A-wise.
It is shown that the thermal expansion coefficient varies
linearly with x, while the thermal conductivity has a
minimum at x = 0.5.
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Abstract—The surface of hydrogen-sensitive GaAs Schottky diodes is modified by nonpolishing etching and
by producing quantum wells and quantum dotsin the space-charge region of the semiconductor. The sensitivity
to hydrogen is found to increase by afactor of 8-37 after the etching and by two or three orders of magnitude
after the introduction of quantum wells and dots. It is shown that the increased sensitivity is associated with the
lowering of the barrier at the Pd/GaAsinterface, the retardation of hydrogen diffusion into GaAs dueto the pres-
ence of strained quantum-size layers, and an increase in the recombination current. The presence of the recom-
bination component is supported by luminescence from the quantum wells and quantum dots, as well as from
the GaAs substrate. The etch composition is shown to be a decisive factor in raising the sensitivity. © 2003

MAIK “ Nauka/Interperiodica” .

INTRODUCTION

Microelectronic hydrogen sensors can be made of
various MIS structures (including MIS transistors) and
Schottky diodes (SDs) with a catalytically active Pd
electrode[1]. MIS diodes and Si-based transistors offer
the highest sensitivity to hydrogen: the maximal shift of
the hydrogen response reaches 0.6 V, and the detectivity
isaslow as 107° vol % [2, 3]. These sensors are, how-
ever, difficult to fabricate (an elaborate technology is
needed to provide alow density of surface states at the
Si/SIO, interface), and, in addition, they require sophis-
ticated instruments for detecting the response (by the
capacitance or the shift of the flat-band voltage at the
semiconductor surface). SDs with a thin oxide spacer
are easier to fabricate and offer wider possibilities in
detecting the signal (by the capacitance, current, or
photovoltage). However, their sensitivity to hydrogenis
lower: the maximal voltage shift of the I-V forward
branch is=0.2V, and the detectivity is~102% in terms
of current and ~10% in terms of photovoltage [4-7].

This work was aimed at improving the hydrogen
sensitivity of Pd/thermal oxide/GaAs SDs. The adsorptiv-
ity of the hydrogen-sensitive surface was expected to be
enhanced owing to the developed surface relief obtained
by nonpolishing etching [8] and the retardation of hydro-
gen diffusion into the GaAs substrate by strained quan-
tum-size layers with InAs/GaAs quantum dots (QDs) and
INGaAgGaAs quantum wels (QWSs) introduced into the
space-charge region (SCR) of GaAs[9].

EXPERIMENTAL

SDs were fabricated on =1-pm-thick epitaxial
n-GaAs layers with an electron concentration n, =

10% cm3. The layers were grown by atmospheric-pres-
sure metallorgani c vapor-phase epitaxy on n-GaAs sub-
strates (n, = 10'® cm=3) misoriented by +3° relative to
the (100) plane. Prior to the evaporation of the metallic
electrode, the GaAs surface of several diodeswas mod-
ified by etching in a nonpolishing ferrocyanide etch of
composition (0.8MK;[Fe(CN)g] in a 0.3M solution of
KOH) : H,O : glycerol =1:5: 8 and in a Sirtl etch
(CrO5 (30%) : HF = 1: 1). The etch rate of GaAsin the
ferrocyanide etch was 2—4 nm/min, and the etch time
was varied from 10 to 30 min. The etch rate of GaAsin
the Sirtl etch was=4 pum/min, and the etch time was =3,
11, and 30 s. In some of the structures, 5-nm-thick
InGa, _,As (X = 0.2) QWs and InAs QDs (five mono-
layers) were introduced into the SCR of the semicon-
ductor at a distance of 15 nm from the surface through
a 10-nm-thick spacer. The segquence of the quantum-
size layers was either QWo/spacer/QD or
QD/spacer/QW, starting from the epitaxial film surface.
The QWs and QDs were produced following the tech-
nology described in [10, 11]. Before Pd was applied,
the structures had been heated in air to 300°C for
30 min to grow 3- to 4-nm-thick thermal oxide. Semi-
transparent Pd electrodes of thickness =20 nm were
applied on the oxidized semiconductor surface by ther-
mal evaporation in vacuo. The evaporation conditions
were standard for GaAs SDs:. preheating to 200°C and
the deposition of Pd on the substrate heated to 100°C
[12]. Such conditions are known to provide good -V
characteristics. The size of the Pd electrode was
=2.35 x 102 cm?.

We took the |-V characteristics in the dark and
under illumination by undecomposed light at room
temperature and atemperature of 100°C that is optimal

1063-7842/03/4805-0592%$24.00 © 2003 MAIK “Nauka/Interperiodica’
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Fig. 1. AFM images of the oxidized surfaces of the semiconductor and metal. (a) GaAs surface before etching, (b) surface of Pd
applied on the original GaAs surface, (c) semiconductor surface after etching in the ferrocyanide etch, and (d) semiconductor sur-

face after etching in the Sirtl etch.

for gas sensors [5]. The measurements were madein an
air flow and in the flow of a hydrogen-containing
(0.6vol %) air-argon mixture by the technique
described in [5]. The photosensitivity S of the small-
signal photovoltage was measured as a function of the
photon energy hv at room temperature. The spectral
curves of electroluminescence, I (hv), were taken at a
pulsed forward bias of amplitude =1 V and current
=30 mA, and those of photoluminescence, Iy (hv),
were recorded at 77 K.

The surface relief of the Pd and semiconductor was
examined with a Topometrix® Accurex™ TMX-2000
atomic force microscope (AFM) in the noncontact
mode. To quantitatively characterize the surface topog-
raphy, we calculated the mean roughness h of the sur-
face and its fractal dimension F. According to [13],
fractal dimension describes surface more adequately
and allows one to identify various types of surfaces by
using the only number lying in the interval from 2.00
(perfectly smooth surface) to 3.00 (highly irregular
porous surface). The fractal dimension was found by
calculating the number of cells[14].

TECHNICAL PHYSICS Vol.48 No.5 2003

RESULTS AND DISCUSSION
1. Surface Morphology

Figure 1 shows the AFM image of the (@) oxidized
and (b) Pd-coated GaAs surface. Growth steps in the
form of ridges are clearly seen. The mean roughness of
the oxidized surface of the epitaxial film is =0.5 nm,
and its fractal dimension is =2.54. The Pd surface
amost copies the microrelief of the oxidized surface
(h=0.6 nm, F = 2.50). Theridges on the Pd surface are
somewhat broadened, because the Pd film roundsirreg-
ularities on the GaAs surface. The broadening corre-
lates with the metal film thickness.

Figure 1 also shows the morphol ogy of the oxidized
GaAs surface after etching in the (c) ferrocyanide and
(d) Sirtl etchs. From Figs. 1a, 1c, and 1d, it follows that
the etching modifies greatly the surface morphology:
theridges giveway to 160 x 100-nm hillswith adensity
of 10'° cm= and ~10° cm on the surfaces etched in the
ferrocyanide and Sirtl etchs, respectively. For the
former surface, h = 8.0 nm and F = 2.33; for the latter,
h=4.0 nm and F = 2.31. Asfor the as-prepared GaAs
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Table 1. Effect of substrate etching in the Sirtl etch on the parameters of hydrogen-sensitive GaAs SDsat T = 27°C
Ad, um bp, V m N, (8V cm)™ Ve, V jor Alcm?
0 0.89 1.17 2.6 x 10%? 05 9.5x 1073
0.2 0.76 1.36 5.8 x 10%2 0.37 9.5x 1073
0.7 0.67 144 7.1x 1012 0.29 6.7 x 1073
20 0.61 1.83 1.4 x 108 0.22 45x1073

Table 2. Effect of substrate etching in the Sirtl etch on the parameters of hydrogen-sensitive GaAs SDs at T = 100°C

: 2 Ajdhj,, AjdAjo,
Ad, pm ¢y, V Ay, V AV, V Aj, Alcm experi ment theorg
0 0.86 0.17 0.16 49x 104
0.2 0.80 0.16 0.23 4.0x 103 8 3
0.7 0.75 0.13 0.20 45x 103 9 3
2.0 0.70 0.14 0.15 1.8 x 1072 37 60

Table 3. Effect of substrate etching in the ferrocyanide etch on the parameters of hydrogen-sensitive QW/spacer/QD and
QD/spacer/QW GaAs SDsat T = 27°C

Device structure Ad, nm by, V m N, (€V cm)™ Ve, V jsor Alcm?
QW/spacer/QD 0 0.64 117 2.8 x 102 0.20 8.9 x 1073
25 0.74 1.95 1.6 x 1013 0.23 4.2 x10°
50 0.81 14 6.4 x 10*? 0.48 8.1x10°
QD/spacer/QW 0 0.67 117 2.8 x 1012 0.23 7.6 x 1073
25 0.73 1.83 1.4 x 103 0.21 3.6x10%
GaAs 0 0.86 1.15 2.3x10% 0.5 95x10°

Table 4. Effect of substrate etching in the ferrocyanide etch on the parameters of hydrogen-sensitive QW/spacer/QD and

QD/spacer/QW GaAs SDsat T = 100°C

Device structure | Ad, nm bp, V [y, V AV, V joor Alcm? @(%é{%’e'm At#éﬁﬂ;
QW/spacer/QD 0 0.69 0.09 0.18 7.4%x 102
25 0.86 0.10 0.12 1.0x 10 740 292
50 0.89 0.26 0.26 1.7x1073 43 32
QD/spacer/QW 0 0.75 0.20 0.19 9.0 x 1072
25 0.84 0.12 0.12 48 x 10 187
GaAs 0 0.86 0.17 0.16 49 %10 60

surface, the Pd surface amost copies the microrelief of
the etched GaAs substrate. The morphology of the
etched GaAs surface is practically independent of the
etch time.

2. Electrophysical Characteristics

Measured and cal cul ated data obtained from the -V
characteristics obtained with and without illumination
are summarized in Tables 1-4. In the tables, ¢, is the
barrier height at the Pd/GaAs interface (estimated by
extrapolating the exponential portion of the forward

branch to V = 0 under the assumption that Schottky
emission prevails), mistheideality factor of the diode
that is found from the slope of the exponential portion
[11], V,. isthe open-circuit voltage, and j. is the short-
circuit current. The density of surface states (SSs),
which exchange charge carriers with the semiconduc-
tor, was cal culated from the experimental value of mby
the formula[12]

2
m=1+ %8_5 + q—NSSdOX (1)
oxW 8Osox ’
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where gisthe charge of an electron; N is SSdensity in
(eV cm)?; d,, isthe oxide thickness; €,,, €, and €, are
the relative permittivity of the oxide, relative permittiv-
ity of the semiconductor, and the absolute dielectric
constant of free space, respectively; and w is the thick-
ness of the SCR in the semiconductor. When calculat-
ing Ng, we put g, = 9 (the value for gallium arsenate
[6]) and dy = 3 Nm.

The other parameters listed in the tables reflect the
effect of hydrogen with a concentration of 0.6% at a
temperature of =100°C: A¢,, isthe change in the barrier
height, AV, is the change in the open-circuit voltage
(photovoltage), and 4j is the hydrogen-related change
in the reverse current of the diode when a voltage V =
—-0.3V isapplied to the Pd electrode.

2.1. GaAs Schottky diodes. Etching in the ferrocy-
anide solution does not change ¢, m, V.., Ny, and the
sensitivity to hydrogen. Consequently, the variation of
the microrelief of the GaAs and Pd surfaces (cf.
Figs. 1a, 1c) does not change the catalytic activity of
the Pd surface with respect to hydrogen.

Tables 1 and 2 list the parameters of the diodes
etched in the Sirtl etch for 3, 11, and 30 s. It is seen that
all the parameters (¢, m, V., Ny, and the sensitivity to
hydrogen) change considerably after the etching. The
absolute sengitivity to hydrogen in terms of the change
4Aj inthe reverse current through the diode increases by
afactor of 8 to 37 depending on the thickness Ad of the
etched-off layer (column 5in Table 2).

Theincreasein the sensitivity goesin parallel to the
decrease in the potential barrier. The barrier photovolt-
age decreases by 0.28 V, which is consistent with the
decreasein ¢, (columns 2 and 5 in Table 1).

Asfollows from Table 2, the decrease in the barrier
height A, = AV, is amost independent of its initial
value. However, arelative hydrogen-related increase in
the current that is associated with a decrease in ¢, can
be found (under the assumption that Schottky emission
prevails) from the obvious relationship

je — | (¢ ,o_¢ ,e)+(A¢ ,e_Aq) ,O)D
A_jo_exp%q b, b, T b, b %, (2)

where the subscripts e and o refer to the etched and
original surfaces, respectively.

Relationship (2) isvalid when Aj ismuch larger than
the difference in the current densities before and after
exposure to hydrogen (which was fulfilled in practice).
The calculated data are given in column 7 (Table 2). In
column 6 of thistable, thisratio is obtained by directly
dividing the hydrogen-related changes in the reverse
current for the diodes with the etched and original sur-
faces by each other. The ratiosin columns 6 and 7 are
seen to agree only by one order of magnitude. When
m < 1.5, theincrease in the sensitivity exceedsthat pre-
dicted from the change in the barrier height; when m=
1.8, the situation is reverse. In both cases, the presence
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of the oxide and an increase in the SS density (corre-
sponding to the increase in m) must suppress to an
extent the effect of hydrogen due to a decrease in the
barrier height: because of the influence of the oxide
resistance in the former case [6] and the enhanced
screening of surface states in the latter. With m= 1.8,
the screening is so effective that the increase in the sen-
sitivity is actualy smaller than predicted from the
decreaseinthebarrier height. The substantial declinein
the short-circuit current, which is observed in this case,
is an indication of enhanced recombination in the
diode.

Since the increase in the sensitivity to hydrogen
after etchingis, asarule, higher than predicted from the
decrease in the barrier height, one might assume that
another reason isachangein the catalytic activity of the
Pd surface and oxide/Pd interface, which is associated
with the modified surface relief. However, this argu-
ment has little force, because the GaAs surface etched
in the Sirtl solution is smoother than the original sur-
face, asjudged from the fractal dimension, and the sur-
face etched in the ferrocyanide solution. The postetch-
ing increase in the reverse current and sensitivity may
be partialy related to the growth of the recombination
component of the current. The presence of the recombi-
nation component is directly evident from interband
electroluminescence observed in the diodes (Fig. 2,
curve 2). Thus, it can be concluded that the reason for
the postetching increase in the hydrogen sensitivity is
the modification of the GaAs surface by semiconduc-
tor—etch chemical interaction.

Figure 3 shows the small-photovoltage photosensi-
tivity spectrabefore and after etching the GaAs surface.
From these spectra, according to [15], one can detect
surface states localized in the lower half of the energy
gap or deep levels. The photosensitivity range is rather
wide, extending from 0.9 to 1.35 eV. In this range, the
photosensitivity grows with energy nearly exponen-

Igy, Ipy, arb. units
10

10 3

100

0.9 1.0 1.1 1.2 1.3 14 1.5
hv, eV

Fig. 2. (1, 2) Electroluminescence and (3) photolumines-
cence spectra: (1) QW/spacer/QD GaAs diode, (2) GaAs
diode, and (3) semiconductor with QWs and QDs.
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Fig. 3. Effect of etching in the Sirtl etch on the photosensi-
tivity spectra of GaAs SDs. Ad = (1) 0, (2) 0.2, (3) 0.7, and
(4) 2.0 pm.

tialy, as usually does the SS density on the real GaAs
surface (toward the valence band top) [6]. With increas-
ing etch time, the photosensitivity somewhat rises.
When the barrier passes into the substrate (the thick-
ness of the etched-off layer is =2 um), the photosensi-
tivity grows four times in the range 1.28-1.38 eV pos-
sibly because of an increasein the density of donor sur-
face states. This qualitatively agrees with the increase
in m mentioned above.

2.2. Schottky diodes with quantum wells and
guantum dots. The effect of QWs and QDs incorpo-
rated into the SCR of the GaA s substrate was el ucidated
after etching in the ferrocyanide etch. As was noted
above, thisetch leavesthe basic parameters of the GaAs
diodes and, specifically, the sensitivity to hydrogen
unchanged.

Figure 4 demonstrates the photosensitivity spectra
for the diodes with the sequence QD/spacer/QW and
QW/spacer/QD that were taken before and after etching
in the ferrocyanide etch, which allows the fine etching
of thin layers from the semiconductor surface. After
removing a layer =25 nm thick, the QD-related signal
(intherange 1.0-1.2 eV) disappears but the QW-related
signal (1.30-1.37 eV) persists in the QD/spacer/QW
diodes (curves 1, 2). For the QW/spacer/QD devices,
the reverse is true (curves 3, 4). With a =50-nm-thick
layer removed, both the QW and QD signals are absent
(curve5).

Tables 3 and 4 illustrate the effect of ferrocyanide
etching on the parameters of the diodes with the QWs
and QDs. With the QDs or QWs removed, the values of
¢y, Voo M, and Ny increase (¢, to 0.1 V), while the
short-circuit current density jg. drops. In this case, the
decreasein jo. may be associated with the growth of the
oxide thickness (and, hence, resistance) due to the oxi-
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S, arb. units
102

10!

—4 1 1 1 1 1
10 0.6 0.8 1.0 1.2 1.4

hv, eV

Fig. 4. Spectral sensitivity of the photovoltage in (1, 2)
QD/spacer/QW and (3-5) QW/spacer/QD SDs. (1, 3)
before and (2, 4) after etching-off alayer of thickness Ad =
25 nm in the ferrocyanide etch. (5) Ad = 50 nm.

dation of indium present in the residual InAs and
InGaAs surface layers. After removing the 50-nm-thick
layer, when both QDs and QWs completely disappear,
the short-circuit current increases again to the value
responsible for the oxidized GaAs surface.

The removal of the QWSs and QDs resulted in the
decrease in the hydrogen sensitivity (4]) by afactor of
740 (after the removal of the QWs) and 187 (after the
removal of the QDs). The effect of the barrier change
on the sensitivity in terms of the current was estimated
by formula (2). Note that the calculated ratios Aj /A
(4j, and Aj, are the sensitivities to H, before and after
etching, respectively) were on the same order of mag-
nitude as, but always less than, those measured experi-
mentally (Table4; columns7, 8). Earlier, it was demon-
strated [16] that the hydrogen sensitivity of a planar
resistive structure with Pd electrodes on semi-insulat-
ing GaAscan beimproved by one or two orders of mag-
nitude by introducing QWSs and QDs into the SCR of
the semiconductor. As follows from our findings, the
removal of QWs and QDs, conversely, deteriorates the
device's sensitivity to hydrogen by more than two
orders of magnitude, which agrees qualitatively with
results of [16].

After QW (or QD) removal, the decrease in the
hydrogen sensitivity that is associated with achangein
the barrier height was found to be larger than expected.
Itislikely that the strained InGaAs and InAs layers on
the semiconductor surface retard hydrogen diffusion
into the substrate [9] and, thereby, improve the sensitiv-
ity, since a rise in the sensitivity of the diodes with
unstrained (non-quantum-size) In,_,GaAs and InAs
layers was much less pronounced.

The presence of QWs and QDs may also increase
the recombination component of the current through
TECHNICAL PHYSICS Vol. 48
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the diode. The electroluminescence spectra displayed
in Fig. 2 suggest that recombination through QWs and
QDs in the SCR is essential. Curve 3 in Fig. 2 shows
intense luminescence from QDs (the energies 0.95,
1.025, and 1.11 eV for the fundamental, first, and sec-
ond excited quantizing levels) and QWSs (=1.31 eV). It
is of interest that the electroluminescence spectra were
resolved better (especialy for the QD luminescence)
than the photoluminescence spectra from the semicon-
ductor of which the diodes were made (cf. curves 1 and
3inFig. 2).

The etching of the substrate surface and the intro-
duction of the quantum-size layers did not change the
speed of the diodes as hydrogen sensors but improved
conside-rably their detectivity from 102 to 10~ and
even 10%. It should also be noted that, at low hydro-
gen concentrations (no more than 102%), Aj growslin-
early with hydrogen concentration, which is of interest
for sensor applications.

CONCLUSIONS

It isfound that the modification of the semiconduc-
tor surface in SDs with a catalytically active Pd elec-
trode by nonpolishing etching or by introducing
InGaAs QWs and InAs QDsinto the SCR at a distance
of 15 nm from the substrate surface may improve the
sensitivity to hydrogen by a factor of 1040 in the
former case and by more than two orders of magnitude
in the latter. This increase may be associated with a
decrease in the potential barrier height at the Pd/GaAs
interface, the retardation of hydrogen diffusion into the
semiconductor by strained QW and QD layers, and the
effect of the recombination current. The introduction of
QWs and QDs into the SCR increases the recombina
tion current and causes e ectroluminescence due to
recombination via QWs and QDs. The postetching
reverse current in GaAs SDs grows, causing interband
electroluminescence in GaAs.
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Abstract—The methods of atomic force microscopy and optical absorption spectroscopy are applied to study
the effect of microwave treatment on the properties of SiO,/SiC structures obtained by rapid thermal annealing
and conventional thermal oxidation in steam. From the variation of the sample optical density with total time
of microwave treatment, it is concluded that the structures prepared by rapid thermal annealing are more stable
against microwave radiation. It is shown that long-term microwave treatment flattens the oxide film surface at
the nanolevel regardless of the method of silicon carbide oxidation. © 2003 MAIK “ Nauka/I nterperiodica” .

INTRODUCTION

The stability and reliability of MIS devices depend
to a great extent on the presence of localized states in
theinsulating layer and at the insul ator—semiconductor
interface. This is especially true for silicon carbide
structures, which are designed for higher temperature
operation than silicon and gallium arsenide devices.

Among traditional radiation treatments, microwave
irradiation is finding ever increasing use in the fabrica-
tion of electron devices. Microwave irradiation may
cause fluctuations in the distribution of dopants and
defects at the surface and in the bulk [1]. Sometimes
these physical effects may affect the electrical perfor-
mance and functionality of semiconductors. The effect
of microwave irradiation on semiconductor structures
can be studied by nondestructive techniques, such as
optical methods and atomic force microscopy.

The aim of this paper is to study the influence of
microwave irradiation on SiO,/SiC structures.

EXPERIMENTAL

We examined the optical transmission spectra and
the surface morphology of SIO,/SIC structures pre-
pared by the oxidation of n-type silicon carbide (poly-
type 6H-SIC, the free eectron density (2-3) x 10" cnr®)
grown by the Lely method. SiO, films were grown on
silicon carbide by two methods: conventional thermal
steam oxidation (SO) at atemperature of 1373 K for 30
to 180 min and rapid thermal annealing (RTA) in dry
oxygen at a temperature of 1273K for 60 to 180 s.
Before oxidation, silicon carbide samples were chemi-
cally cleaned by the standard technique. The (0001) and

(0001 ) faces were oxidized simultaneously. The thick-
ness of the silicon carbide substrate was 450 = 5 pm.
The oxide film thickness estimated by ellipsometry was
found to be 6-10 nm.

The SIO,/SIC structures thus obtained were sub-
jected to multiple microwave (frequency f = 2.45 GHz,
power density 1.5 W/cm?) annealing in a magnetron
chamber. The time of single microwave annealing was
10 s. Then, the optical properties and surface morphol-
ogy of the samples were examined.

Surface morphology studies were performed with a
NanoScope | l1a atomic force microscope in the contact
mode.

The transmission spectra were recorded on an SDL-2
setup at room temperaturein the range 400-800 nm. An
SIRSh-200 lamp was used as a source of continuous
radiation.

Atomic force microscopy in combination with opti-
cal transmission studies alows one to gain information
on the effect of microwave irradiation on the oxide film
surface and clarify processes occurring in the bulk of
the sample under microwave radiation treatment.

RESULTS AND DISCUSSION

The study of the oxide film surface showed that the
growth of the oxide film starts at nucleation centers (as
is typical of oxide growth [2, 3]) that are, as a rule,
extended linear defects on the silicon carbide surface.
Characteristic crystalline conical brushes of diameter
up to 10 pm were found on the surface of the continu-
ous film. In addition, the surface of the samples
obtained by SO for 60 to 120 min and by RTA for 180 s

1063-7842/03/4805-0598%24.00 © 2003 MAIK “Nauka/Interperiodica’
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20.000 nm

20.000 nm

Fig. 1. Modification of the surface microrelief on the SO-
grown sample (temperature 1373 K, oxidation time
120 min). Surface morphology (a) after and (b) before
microwave treatment (total time of the treatment 30 s).

exhibited a microrelief (imposed on the original mac-

rorelief): most likely SiO, nanoidands with their size and

density depending on the oxidation method (Fig. 1a).
The optical absorption spectra (Fig. 2) for al the

samples are similar and do not depend on the SiC oxi-
dation conditions.

It should be noted that the absorption spectrum of
the SIO,/SiC structure in the range A 400-800 nmisa
specific integral characteristic; i.e., the resulting spec-
trum reflectsthe absorption inthe SiC bulk, in the oxide
film, and at the SiO,/SIC interface. The component
with the highest absorption in this spectral range makes
amajor contribution to the overall absorption spectrum
of such a complicated system. At present, this compo-
nent is silicon carbide.

The broad band near 630 nm (Fig. 2) isatypical fea-
ture of the spectrum presented. This band is usually
associated [4—7] with the ground state of donor centers
2003
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Fig. 2. Typical wavelength dependence of the optical den-
sity (n(l/1g)) at T =300 K for nonirradiated samples.

caused by the presence of nitrogen impurity in silicon
carbide crystals [4—7]. Note that this band is observed
against the extended background. According to [7], the
background absorption (like that in Fig. 2) arises when
the broad band with a maximum near 630 nm partly
overlaps with two other absorption bands. a more
intense broad near-edge band and an IR absorption
band with a short-wave tail. Both bands result from the
photoionization of nitrogen with electron transitions to
different minima of the conduction band.

Asisseen from Fig. 3a, the total dose of microwave
radiation variously affects the optical density of the
structures in the range 400-800 nm, depending on the
SiC oxidation method.

After the first microwave irradiation, the optical
density of the absorption band with a maximum near
630 nm decreases for al the samples regardless of the
oxidation method (Fig. 3a). After the second micro-
wave irradiation, the optical density of this absorption
band either remains amost unchanged or dightly
decreases. For such doses, the structure morphology
does not change. The third microwave treatment (the
total timeof treatment is30 s) leadsto anincreaseinthe
optical density of the absorption band (Fig. 3a) and
removes nanoislands (if any) on all the sampleswithout
affecting the SO, film macrorelief (Fig. 1b). The mod-
ification of the surface microrelief on a number of the
samples may indicate that the oxide film on these sam-
ples undergoes phase or structural transformations
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Fig. 3. () Relative change in the optical density and
(b) 630-nm band half-width vs. total time (t) of microwave
irradiation. Unity on the vertical axes corresponds to the
optical density and half-width of nonirradiated samples.
Curves 14 correspond to the samples grown by steam oxi-
dation at atemperature of 1373 K. Oxidation timeis (1) 30,
(2) 60, (3) 120, and (4) 180 min. CurvesA and B correspond
to the samples grown by rapid thermal annealingin dry oxy-
gen at a temperature of 1273 K for 60 and 180 s, respec-
tively.

when the total time of microwave treatment reaches
30s. This shows up in the reduction of the surface
roughness at the nanolevel down to 0.3 nm. Asthetotal
time of treatment increases further, the optical density
of the absorption band decreases again in this case, but
both the macrorelief and microrelief patterns remain
unchanged. However, in the framework of this paper, it
isimpossible to infer a correlation between the optical
density of the structure and the nanorelief of oxidefilms
on the silicon carbide surface.

The SiO,/SiC samples for which the oxidation time
was maximum (Fig. 3a) show different behavior of the
optical density. For example, for the oxide grown by
RTA for 180 s and irradiated by microwaves for 40 s,
the absorption grows only slightly, while for the oxide
obtained by SO for 180 min, the optica density
increases when the total microwave treatment time is
50s.

Unlike the case of optical density, any correlation
between the half-width of the absorption band with a
maximum near 630 nm and the total time of microwave
treatment is absent. The dependence of the half-width
on the total microwave dose is nonmonotonic.

The change in the background absorption level cor-
relates well with that in the optical density in the max-

BACHERIKOV et al.

imum of the 630-nm band. This result is in agreement
with the data of [7], where it was noted that the back-
ground against which this band is observed and the
band itself are of the same chemica nature and are
caused by the presence of nitrogen impurity in silicon
carbide.

Aswas mentioned earlier [4-7], the 630-nm band is
due to the photoionization of three nonequivalent nitro-
gen donors with the hexagonal and cubic coordinations
of the nearest neighbors. In essence, the band consists
of three nearby subbands, which merge into one broad
band [7]. Microwave treatment apparently leadsto fluc-
tuationsin the distribution of dopants and defects at the
surface and in the bulk, which, in turn, affectsimpurity
interaction between absorption centers [8] and, as a
consequence, changes the absorption band intensity.
The variation of the absorption band half-width may be
explained by the disturbed defect distribution asaresult
of microwave irradiation (asimilar effect was observed
for the half-width of diffraction reflection curves [9]).
Besides, the appearance and disappearance of structure
defects under microwave irradiation must be accompa-
nied by a change of symmetry in the neighborhood of
nitrogen atoms. This results in the intensity redistribu-
tion between the subbands constituting the 630-nm
band and eventually affectsits half-width and intensity.

The presence of three nonequival ent absorption cen-
ters alows one to assume that their stability against
microwave irradiation is different. The nonmonotonic
dependences of the absorption band half-width and
intensity on the total time of microwave treatment may
be a consequence of the donor concentration redistribu-
tion dueto adifferent degree of interaction with micro-
wave radiation. One can assume that the sampleswhere
donor-microwave radiation interaction is the weakest
are the most stable against microwave treatment. How-
ever, additional investigation is needed to clarify the
type of such donors. The dependences of the 630-nm
absorption band intensity and half-width on the total
time of microwave treatment indicate that the structures
with the RTA oxide offer the highest stability.

CONCLUSIONS

Asfollows from the experimental results, the struc-
tures made by rapid thermal annealing in dry oxygen
are the most stable against microwave treatment. It is
shown that certain microwave doses (the total micro-
wave treatment time is 30 s or more) cause a decrease
in the density of nanoislands in oxide films on silicon
carbide up to their disappearance and flatten the sur-
face.
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Abstract—The numerical simulation of the absorption and scattering cross sections of vanadium dioxide nano-
particles with silver and gold shells are presented. The cross sections are evaluated for the spectral intervals 1—
1.2,1.3-1.7, and 9-12 pm both before and after the semiconductor—metal phase transition in VO, . It is demon-
strated that the transition of VO, to the metallic state near (or away from) plasmon resonances leads to a
decrease (or increase) in the absorption and scattering cross sections for a given wavelength. The decrease is
related to the shift of the plasmon resonance band, whereas the increase is directly related to the growth of the
VO, absorption upon the phase transition. © 2003 MAIK “ Nauka/lInterperiodica” .

Nonlinear optical media with semiconductor and
metal nanoparticles are promising for fast optical
switches. A distinctive feature of the media containing
metal nanoparticlesis the excitation of a plasmon reso-
nance at an optical frequency equal or close to the
plasma frequency of free electron oscillations in the
metal. The plasmon resonance is accompanied by an
increase in the absorption and scattering cross sections
of the nanoparticles and by alocal enhancement of the
electromagnetic wave field inside and near nanoparti-
cles[1-4]. The nonlinear response of the medium with
nanoparticles can increase by several orders of magni-
tude owing to thelocal field enhancement. Plasmon res-
onances in homogeneous spherical nanoparticles of
noble metals (Ag, Au, and Pt) lie in the visible spectral
range [2]. More complex nanoparticles with the dielec-
tric core surrounded by a continuous metal shell (e.g.,
an Au,S core covered by an Au shell [5-7] or a CdS
core with an Ag shell [8]) exhibit additional plasmon
resonances in the near-IR range. Today’s technologies
enable one to coat a particle with a diameter of severa
tensto several hundreds of Angstréms by athin metal-
lic or semiconductor shell of controlled thickness[5, 9].
An additional plasmon resonance can be observed in
the near-IR range if the dielectric core of a particle is
coated by a discontinuous metal film [10]. Optical lim-
itation takes place near the plasmon resonance in the
10-pm spectral range for silver halide nanoparticles
coated by a discontinuous silver film. Nanoparticles
with such a structure are of great practical interest.
First, by varying their geometrical parameters, one can
control the wavelength of plasmon resonance and the
range of high nonlinearity of a material. Second, by
properly selecting the core materia, it is possible to
create nonlinear optical mediawith desired properties.

Vanadium dioxide exhibits the reversible semicon-
ductor—metal phase transition (PT), resulting in a sig-
nificant changein its permittivity [11, 12]. With photon

energies hv > E, (E; = 0.7 eV isthe energy gap of VO,
in the semiconductor phase[11, 12]), the PT inVO, can
be induced within several hundreds of femtoseconds by
nonequilibrium electronic processes due to the photo-
generation of charge carriers[13]. If hv < E, the PT is
initiated by thermal processes[11]. The unique proper-
tiesof polycrystalineVO, filmsallow their usein visu-
alizers of IR radiation [11]; reversible holographic
media [11]; and modulators, switches, and limiters of
IR radiation [14, 15]. It istherefore expedient to inves-
tigate the optical properties of VO, nanoparticles with
the aim of expanding the possibilities of controlling
optical devices. In this work, we analyze the optical
properties of nanoparticles with aVVO, core and an Ag
or Au shell both near and away from the basic plasmon
resonance and al so the effect of the PT on these proper-
ties. The analysisis carried out in the spectral intervals
1-1.2,1.3-1.7, and 912 pm.

We performed the numerical simulation of the opti-
cal properties of nanoparticles in the Rayleigh scatter-
ing approximation (the size of nanoparticles is much
less than the radiation wavelength) and assumed that a
nanoparticle consists of a spherical core and a thin
absorbing shell. For low concentrations of such parti-
cles, the condition for the plasmon resonance is given
by [16]

Re(A) = Re(e,+ €qn€p) = O. Q)
Here,
€, = €.(3—-2P) + 2¢P;
s g
P=1-g5;

€. & and g, are the permittivities of the core, shell,
and the environment, respectively; and r, and r are the
radii of the core and the shell, respectively. The effec-

€, = . +&(3-P);
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tive permittivity of the medium containing such nano-
particlesis given by [16]

€ = &gy + 309, (2
where
_ Efa—Eenp
€€t 260 Ep
and g is the volume concentration of the particles.

For coated nanoparticles, the absorption (o, and
scattering (0g,) Cross sections are [7]

8T . /Ean T o
a= —5 —1m(3), ©)
128102, 12
Og = T|5|2- (4)

Narrow plasmon resonances are observed in the
mid-IR spectral range if the metallic shell is discontin-
uous [10]. The effective permittivity of adiscontinuous
metal film may significantly differ from the permittivity
of the bulk metal. The former is defined by the dipole-
dipole interaction between the islands, which, in turn,
depends on the shape of theidlands, island spacing, and
permittivity of the environment [17]. The components
of the effective permittivity of a discontinuous film can
be written as [17]

* 1 1 d
B =X e m =X ()
o ¢ 83? & 85

Here, £4 is the effective permittivity of the film, €. is
the permittivity of the nanoparticle core, x is the effec-
tive polarizability, and d is the packing density of the
particles in the film. The upper asterisks correspond to
the parallel (*) and perpendicular (**) orientations of
the electric field vector relative to the interface.

With allowance for the dipole—dipole interaction,
the polarizability has the form [17]

26, 53 Bal
* kk — env ¢ K okk o LIM l i|
X senv+ec[F st =l RGO
where
F*x = f* _iid_w
24¢g,, +e.a’
F** - f** +i Senv d_W
12¢,, tE.a’

Here, €., isthe permittivity of the metal, ¢, is the per-
mittivity of the environment, f is the depolarization fac-
tor depending on the particle shape (f* = 0.5(1 —f**)),
d,, isthe weight thickness of the metal film, and aisthe
mean particle spacing in the film.

When simulating, we employed the spectral depen-
dences of the optical constants for continuous Ag and
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Optical constants of VO, before and after the phasetransition
[19, 20]

A, m n* (T < 50°C) n* (T > 70°C)

10.6 2.55—i x 0.08 8—ix9
1.55 3.26—i x 0.17 1.7-ix25
1.06 3.1-ix05 17-ix18

Au films from [18] and for polycrystalline VO, films
from [19, 20]. The table shows the complex refractive
indices (n* = n — ik) of the polycrystalline VO, film
below (T < 50°C) and above (T > 70°C) the PT temper-
ature.

It is seen from the table that the PT-related variation
of the optical constants of VO, filmsisthe greatest at a
wavelength of 10.6 um. Note that dn/dT and dk/dT at
this wavelength are positive. In the near-IR range, the
variations of n and k due to the PT arerelatively small,
the absorption coefficient of the semiconductor phaseis
high, and the derivative dn/dT is negative.

In each of the spectral intervals, the simulation was
performed for two types of nanoparticles. For nanopar-
ticles of type 1, the parameters of the core, continuous
shell, and environment were taken such that plasmon
resonance in the semiconductor phase of VO, occurs
approximately at the center of the spectral interval. For
nanoparticles of type 2, the parameters were such that
the plasmon resonance condition is not satisfied in all
the spectral intervals. The characteristics of the parti-
cles of both typesfor each of the spectral intervalswere
asfollows.

For the interval A = 9-12 pum, the parameters of the
nanoparticles of type 1 werer. =200 nm, ry = 202 nm,
N, = 1.4, f* = 0.0073, d,, = 0.105, and a = 0.1. The
shell was a discontinuous Ag film. In the calculation,
the effective thickness and the permittivity of the con-
tinuous and discontinuous films were assumed to be
equal. The best conditions for plasmon resonance
turned out to arise when the discontinuous film covers
a medium with a refractive index n = 1. This can be
realized, for example, if the nanoparticles are embed-
ded in afine-grain nonabsorbing powder (KCl, KBr, or
BaF,). The parameters of the nanoparticles of type 2
were r. = 200 nm, r, = 208 nm, n,, = 1.4, f* = 0.06,
d, = 0.1, and a = 0.1. The shell was adiscontinuousAg
film.

For the interval A = 1.3-1.7 pm, the parameters of
the nanoparticles of type 1 were r, = 15 nm, rg =
16.2 nm, and n,, = 1.5. The shell was a continuousAu
film. For the nanoparticles of type 2, r, = 30 nm, rg =
31 nm, and ng,, = 1.8. The shell wasa solid Au film.

For theinterval A = 1-1.2 um, the parameters of the
nanoparticles of type 1 werer, = 10 nm, rg = 11.5 nm,
and ng,, = 1.5. The shell was a continuous Au film. For
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Fig. 1. Excitation of the plasmon resonance (ReA = 0) in type-1 metal-coated VO, nanoparticles (1-3) prior to the PT, (1'-3') after

the PT, and (3") at the initial stage of the PT.

0,.,1071% cm?
2+ (a)

3r (b)
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A, Um

Fig. 2. (8) Absorption and (b) scattering cross sections of
VO, nanoparticles coated by a discontinuous Ag film
(nanoparticles of type-1): (1) before PT, (2) initia stage of
PT, and (3) after PT.

the nanoparticles of type 2: r. = 10 nm, rg = 10.7 nm,
and ng,, = 1.8. The shell was a continuous Au film.

For the nanoparticles of type 1 prior to the PT, the
plasmon resonance condition (ReA = 0) is satisfied
approximately at the center of each of the spectral inter-
vals (Fig. 1). At theinitial stage of the PT, the plasmon
resonance shifts toward smaller wavelengths (curve 3").
After the transition to the metallic state, the plasmon
resonance is absent in the entire spectral interval.

Figure 2 demonstrates the spectral dependences of
the absorption and scattering cross sections for the
nanoparticles of type 1 in the interval 9-12 um. It is
seen from Fig. 2a that, prior to the PT, the absorption
cross section has a distinct maximum at A = 10.1 pum,
which isrelated to the plasmon resonance. At the initial
stage of the PT, the maximum shifts to A = 9.6 um.
Therefore, the absorption at the latter wavelength first
increases and then decreases. After the PT, the absorp-
tion cross section g,(A\) decreases monotonically with
increasing wavelength in the entire spectral interval.
For thewavelength A = 10.1 pm, the ratio of the absorp-
tion cross sections prior to and after the PT equalsfour.
Figure 2b showsweak resonance-related maximain the
spectral dependences of the scattering cross section
prior to the PT and at itsinitial stage. The weak effect
of the resonance on the scattering cross sections reflects
a low absorption coefficient of semiconductor VO, in
the given spectral range. The transition of VO, to the
metallic state increases the scattering cross section in
the entire spectral interval. Note that, for the wave-
length A = 12 um, the PT affects the absorption and
scattering only dightly. At the same time, the calcula-
tion shows that the effective refractive index of the
medium with nanoparticles of type 1 changes by 0.01 at
this wavel ength when the volume concentration of the
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particles equals 1%. This effect can be used for record-
ing light-induced phase gratings and for phase conjuga:
tion.

In the absence of the plasmon resonance for nano-
particles of type 2, the PT in VO, increases the absorp-
tion (Fig. 3) and scattering cross sections (the spectral
curves for the scattering cross section are similar to
those for the absorption cross section shown in Fig. 3).
For the wavelength A = 10 um, the absorption, o,, and
scattering, O, Cross sectionsincrease by afactor of 2.5
and 4, respectively. In this given case, the optica
parameters of the shell weakly affect the optical prop-
erties of the nanoparticles. the absorption and scatter-
ing both before and after the PT grow insignificantly.
For such nanoparticles, both o, and o, depend only on
the increase in the VO, absorption coefficient upon the
PT. Thus, plasmon resonance in metal-coated VO,
nanoparticles substantialy affects their optical proper-
ties during the PT.

Figure 4 showsthe spectral curves of the absorption
and scattering cross sectionsfor VO, nanoparticleswith
a continuous Au shell (type-1 nanoparticles) in the
presence of plasmon resonance for the spectral interval
1.3-1.7 pm. Prior to the PT, clearly cut maxima are
observed in both the 0, and o, curves near the plasmon
resonance. This is because the absorption of semicon-
ductor VO, in the given spectral interval is high. As a
result of the PT, the plasmon resonance first shifts to
smaller wavel engths and then disappears. For the wave-
length A = 1.5 um, this process is accompanied by a
decrease in the absorption and scattering cross sections
(eleven and ten times, respectively). For the wavelength
A = 1.3 um, the PT first increases the absorption and
scattering cross sections owing to the shift of the plas-
mon resonance and then decreases these parameters.
For A =1.7 ym, o, and o, diminish slightly with the PT.

For the nanoparticles of type 2, the PT in VO, leads
to a growth of the absorption and scattering cross sec-
tionsinthe entire spectral interval 1.3-1.7 um. Figure 5
shows the spectral curves for the absorption cross sec-
tion for thiscase. The PT resultsin atenfold increasein
0, at thewavelength A = 1.5 um. The spectral curvesfor
the scattering cross section have asimilar shape, but the
increase in the scattering cross section at the wave-
length A = 1.5 um is 30-fold. As in the case of A =
10 pm, the PT-induced variations of o, and o for par-
ticles of this type depend only on the increase in the
absorption coefficient of VO,.

The calculations for the spectral interval 1-1.2 pm
show that the PT-related variations of the optical prop-
erties of type-1 and type-2 VO, nanoparticles with a
solid Au shell are qualitatively similar to those
observed inthe spectral interval 1.3-1.7 ym. The curves
o,(A) and o4 (A) for A = 1-1.2 ym are similar to those
shown in Figs. 4 and 5. In the presence of the plasmon
resonance, the maxima of the cross sections are
observed at awavelength of 1.13 ym. As aresult of the
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Fig. 3. Absorption cross section of VO, nanoparticles
coated by adiscontinuousAg film (nanoparticles of type-2):
(2) prior to PT, (2) initial stage of PT, and (3) after PT.

03,10‘12 cm?
15¢ (@)
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1.3 1.4 1.5 1.6 1.7
A, Um

Fig. 4. (a) Absorption and (b) scattering cross sections of
VO, nanoparticles with the Au shell (nanoparticles of type-1):
(2) prior to PT, (2) initial stage of PT, and (3) after PT.
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Fig. 5. Absorption cross section of VO, nanoparticles with
Au the shell (nanoparticles of type-2): (1) prior to PT,
(2) initial stage of PT, and (3) after PT

PT inVO,, the absorption and scattering cross sections
at awavelength of 1.13 um decrease five and four times,
respectively. In the absence of the plasmon resonance,
nanoparticles of type-2 exhibit afourfold and atenfold
PT-induced increase in 0, and o, respectively, at A =
1.13 um. Thevariations of o, and o at thiswavelength
arelessthanthoseat A = 1.5 pm because of the lesssig-
nificant variation of the VO, absorption coefficient
upon the PT at smaller wavelengths (see table).

The results presented show that the plasmon reso-
nance condition can be satisfied in the near- and mid-IR
ranges for the case of VO, nanoparticles coated with a
thin continuous and a discontinuous noble-metal film,
respectively. Plasmon resonance substantially affects
the optical properties of such nanoparticles and the
variation of these properties during the PT in VO,. In
particular, in the absence (or presence) of the plasmon
resonance, the PT leads to an increase (or decrease) in
the absorption and scattering cross sections of the nano-
particles. Thus, the light-induced PT may cause both
enhanced transmission and optical limitation in a
medium containing metal-coated VO, nanoparticles.
By varying the volume concentration of nanoparticles,

MIKHEEVA, SIDOROV

one can create nonlinear optical materials with desired
linear and nonlinear optical propertiesand control these
propertiesover widelimits. Such mediacontainingVVO,
nanoparticles can be used in nonlinear optical switches
and modulators of infrared laser radiation.
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Abstract—Studies of the phase-contrast method are reviewed. The principles of phase-contrast image forma
tion are considered. The potentialities of the method are demonstrated using a model object as an example:
acapillary tube filled with air and paraffin. © 2003 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

X-ray imaging of an object’sinternal structureisan
important diagnostic tool in medicine, biology, and
materials science owing to the high penetrability of X
rays and the possibility of nondestructive testing. Con-
ventional methods of medical and industrial radiogra-
phy, tomography, microscopy, etc., are based on the fact
that the X-ray absorption factor depends on the density,
composition, and thickness of an object.

Problems arise when weakly absorbing carbonifer-
ous objects, such as soft biological tissues, are investi-
gated. However deep X-ray radiation penetrates into
such materials, theimage contrast islow because of the
small absorption factor gradient. By means of X-ray
tomography and radiography techniques, hard patterns
can be obtained by introducing contrast-enhancing
agents containing barium salts or iodine for the study of
internals or blood vessels, respectively.

Circulating with the body fluids (in particular, with
blood) in aliving organism, contrast-enhancing agents
fluoresce under the action of X-ray radiation, i.e., emit
highly penetratable beams, which leave the object and
fall on a photographic film or an appropriate detector.
Thus, by imaging the internals or blood vessels at defi-
nite time intervals, one can locate a pathological site
that makes fluid circulation difficult. The application of
hard X rays in contact radiography and tomography
methods enables one to display internal structures that
areimpossible to visualize by any other nondestructive
methods.

To reduce the radiation load in medical diagnostics,
soft X rays should be used. However, when studying
large objects by absorption methods, hard X rays are
necessary, since the radiation will otherwise be com-
pletely absorbed. Hence, refractive techniques must be
devel oped to reduce the radiation load (dose).

The refraction of X rays has not long been used for
the investigation of the internal macrostructure of
objects, because refraction angles are small (from sev-

eral tenths of a second of arc to several seconds of arc).
The possibility of detecting small refraction angles has
appeared with the advances in high-resolution X-ray
diffractometry. The technique that enables the hard
imaging of weakly absorbing materials by combining
the refraction and diffraction of X raysis known as the
X-ray phase-contrast method.

This technique visualizes the internal structure of a
weakly absorbing object with a small density gradient
with a high spatial resolution [1-3]. It is based on the
fact that refraction distorts the phase front of the X-ray
wave transmitted through the object. As a result, the
X-ray wave deflects from its initial direction by small
angles, which depend on the spatial distribution of the
object density.

The transmitted radiation is detected by a perfect
crystal analyzer placed in the neighborhood of the
Bragg angle. With such an arrangement, even a small
variation in the angle of incidence of X rayson the ana-
lyzer significantly changes the diffracted intensity,
which is recorded on a photographic film or by a posi-
tion-sensitive detector. It should be mentioned that dif-
fraction reflection is dissimilar to reflection from amir-
ror surface. The differenceisthat diffraction takes place
in the bulk of a crystal, with the diffraction volume
defined by the extinction length, which is wavelength
dependent. Diffraction reflection resultsin the convolu-
tion of waves and produces image points.

The refraction angle of X rays depends on their
energy and the electron density of an object. For exam-
ple, the refraction angle of 8.048-keV radiation (copper
tube) at the protein—water interface is =0.2", which is
comparable to the angular width of the diffraction
reflection curve of the analyzer. Therefore, the phase-
contrast technique allows the image contrast to be
increased by one or two orders of magnitude [4-6]
compared with the conventional absorption methods.
This is of special value for studying medical and bio-
logical objects [7, 8]. The spatia resolution of the
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method is limited only by the X-ray beam divergence
and diffraction in crystal.

In terms of wave optics, phase-contrast images
result from the interference of the incident wave with
the waves transmitted through an object. Such an
approach to imaging weakly absorbing materials has
been used for many years; however, the devel opment of
similar devicesdesigned for operation in the hard X-ray
range was impeded by the lack of lenses appropriate for
short-wavelength radiation. The feasibility of high-res-
olution angular analysis of monochromatic X rays by
using diffraction from perfect crystals has given impe-
tus to phase-contrast investigations. This idea was first
applied to measuring the thickness of walls of small-
radius spheres [9]. Later, the potentidities of the
method were demonstrated with various model and bio-
logical objects[1-3, 8, 10].

Of high importance is the ultimate sensitivity of the
method to a change in the refractive index. According
to the theory developed in [4], the least detectable
change in the refractive decrement is Ad ~ 107°, which
is three orders of magnitude less than the value & ~ 106
for most soft tissuesin medical and biological objects.

The technique considered here makes it possible to
obtain hard images from weakly absorbing objects in
their natural state without using contrast-enhancing
agents, which are a potential health hazard, especialy
for those suffering from alergic reactions. Another
advantage of phase-contrast methods for safe clinical
diagnostics is that the sensitivity of these methods
decreases with increasing radiation energy as E7
against E= for the absorption techniques [11]. There-
fore, phase-contrast diagnostics is more sensitive at
high energies. Owing to this circumstance, the phase-
contrast method and conventional radiography provide
the same information but an absorbed dose is lower
and, hence, a health hazard is |ess severe in the former
case. The phase-contrast technique may also find appli-
cationsin other fields of X-ray diagnostics[12].

The basic distinction in the X-ray unitsis that radi-
ation from an X-ray tube first falls not on the object, as
in conventional methods, but on a perfect single crystal
and reach the object only after diffraction reflection
from the crystal. Having passed through the object,
X-ray radiation strikes a photographic film or the pho-
tosensitive area of a detector after it has undergone dif-
fraction reflection from another perfect single crystal.

Note that the phase-contrast method differs from
Bonse—Hart interferometry [13], since the latter tech-
nique uses one single crystal. An X-ray beam is halved
and, after several Laue reflections, is brought to one
again to give an interference pattern. Placing an object
in the path of one of the beamsresultsin achangeinthe
interference pattern. A weak point of Bonse—Hart inter-
ferometry isthat the wave phase shiftsby 2mat alength
of =100 um; therefore, only the images of thin objects
can be uniquely identified. For comparison, the phase-
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contrast method is effective for weakly absorbing
objects of size from 0.1 mm to 10 cm.

The radiation source plays an essential role in
phase-contrast imaging. If the spatial coherence of an
X-ray beam is high, a phase-contrast image can be
obtained by placing ahighly sensitive film immediately
behind the object [14]. In thisway, the images of small
objects with sizes ranging from 0.1 to 50 pm can be
obtained.

Sharp-focused tubes (=20 pm) provide good con-
trast from the boundaries of aweakly absorbing object
at a distance of =1 m even in bremsstrahlung [11].
Combining a sharp-focused tube with a slit monochro-
mator alows one to improve the angular resolution to
0.2" [15].

There exist a number of other methods that do not
involve the optics of crystal diffraction. In such tech-
niques, an incident beam isformed by ahighly coherent
source provided with an aperture, and the transmitted
beam is detected by a precision analyzer.

PHASE-CONTRAST IMAGE FORMATION

Let an X-ray beam propagate in air. For X rays, air
can be closely approximated by a vacuum. An object
placed in the path of the beam causes refraction at its
boundary. The refractive index can be expressed asn =
1-90—it, wheredistheunit decrement of therefractive
index:

3 = (€°/2mmc?)A°NF .

Here, e2/mmc? = r, = 2.812 x 1023 cm is the electron
classical radius; A is the wavelength; N is the atomic
density; and f isthe atomic scattering function, whichis
almost equal to the effective atomic number. In carbon-
iferous compounds, the decrement of refractiveindex at
wavelengths of =1 A is very small but nonzero (on the
order of 1079).

The transmitted wave phaseis given by ¢ = 21td/A,
where| isthe travel in the object. The difference in the
optical paths for different X rays gives rise to a phase
difference and, consequently, to a phase gradient. This
is equivalent to a change in the direction of wave prop-
agation. Any optical scheme that is sensitive to the
direction of X-ray propagation can resolve a phase gra-
dient and, hence, can be used for phase-contrast imag-
ing. Phase gradient is detected by diffraction from a
perfect crystal (analyzer) positioned behind the object.

Phase-contrast technology places stringent require-
ments upon the monochromatism and divergence of the
incident beam. An X-ray tube generates continuous and
characteristic radiations. The most intense K, radiation

can be separated out with the help of a monochromator,
i.e., aperfect single crystal set at the Bragg angleto one
of the crystal planes. In a symmetric monochromator,
the diffraction planeis parallél to the surface. However,
after single diffraction reflection, the K, , component is
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till present. Its intensity may be considerably reduced
relative to that of K, by using a slit monochromator
with multiple reflections of the wave. The more the
number of reflections in the monochromator, the nar-
rower the diffraction curve at its exit.

Usually, monochromatic radiation with an angular
width of lessthan one angular second is generated with
the help of an asymmetric monochromator. The angular
width of asymmetric reflection is defined by the expres-
sion Adg = A3 b2, where AS, = C|x,[/sin29g is the
width of the diffraction reflection curve (DRC) for sym-
metric reflection, C isthe polarization factor (C =1 and
C = cos28g for o and 1t polarizations, respectively),
X;r iISthereal part of the polarizability of acrystal, 95 is
the Bragg angle, b = yy/y;, is the asymmetry parameter,
Yo = Sin(@g + ), v, =sin(dg — Y), and Y is the angle
between the reflecting plane and crystal surface (for
symmetric reflection, Y = 0).

Passing through an object results in a change in the
X-ray wave front. Within the approximation of geomet-
rical optics, the transmitted wave phase can be written
[11] as

z

d(x,y,z,k) = —kI o(x,y, Z,k)dz

z

= _(re/k)J-p(X! yv Z')dz',

where p isthe electron concentration and k = 217A.
The spatial dependence of the phase leads to the

refraction of the beam. The angular deflection in the

direction perpendicular to the wave front is given by

B=(1/K)|Oxd(xy,2)| =

DJ’@ (x,y,2)]dz

The setup for phase-contrast imaging is schemati-
cally shown in Fig. 1. Two silicon single crystals form
the wave front of X rays and ensure a high angular sen-
sitivity to refraction. The crystal monochromator spec-
ifiesthe wave front and collimates the beam incident on
the sample. The second single crystal, crystal analyzer,
directs (by means of diffraction the plane waves trans-
mitted through the sample to a detector or a photo-
graphic film.

Since the refractive index changes, the wave front
appears to be distorted. This distortion influences the
wave leaving the analyzer, because its intensity
depends on the convolution of the wave transmitted
through the object with the DRC of the analyzer. The
paths of three X rays are indicated by letters A, B, and
C. Beam Afalson theanayzer without refraction. This
caseisrealized if abeam passes through the center of a
cylindrical object. When meeting an interface, such a

beam is deflected by an angle 3 = Ancot®, where An
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Fig. 1. (a) Experimental scheme: (1) X-ray source,
(2) monochromator, (3) sample, (4) crystal analyzer; and
(5) detector or photographic film. A, B, and C indicate the
X-ray beam paths. (b) DRC of the analyzer.

isthe changein the refractiveindex and @ isthe glanc-
ing angle.

Refracted beams B and C are deflected to the oppo-
site sides and, hence, fall on the analyzer at, respec-
tively, smaller and larger angles than the nonrefracted
beam. The refraction sensitivity of the analyzer can be
improved by rotating it from the precise Bragg position
AY = 0 towards negative (smaller) angles, since the
small-angle slope of the DRC is stegper than its positive
(large-angle) one (Fig. 1b). The peak intensity is close
to unity when |AS| < A9y and drops abruptly outside
thisregion. The maximal intensity gradient is observed
at the point Jy| = 1.0-1.5, wherey = AS/AS .

The image intensity is defined as the product of the
intensity |, incident on the analyzer by the diffraction
reflection coefficient P(AS — [3), where the offset (A9 —
[B) isdetermined by the angle of rotation of the analyzer
and the refraction angle. For low-absorption object
imaging, the image contrast K = Al,/I,, (where I, isthe
initial intensity and Al,, is the intensity change) rather
than the intensity of the detected radiation is of impor-
tance. The image contrast depends on the angle of rota-
tion of the analyzer. Bright- and dark-field phase-con-
trast images with contrast reversal are possible to
obtain. A dark object against light background appears
when the analyzer is turned so that it cannot reflect the
beams deflected from the initial direction. Contrast
reversal occurs when the analyzer reflects only the
deflected beams.

L et us consider the phase-contrast image of ahomo-
geneous rod of radius R. In this case, the phase and the
volume absorption of the wave are found from the fol-
lowing formulas: ¢(x) = —kol(x) and W,(X) = 0.5ul(x),
where [(X) = 2(R? — y5x9)¥2 is the path of X raysin the
rod. The refraction angle B(X) = 2y,0x/I1(X) for [ypX| < R
and 3 = 0 for |yX| > R. Close to the rod surface, the
angleisexpected to sharply increase, since || — ooat
[X| — Rly,. Experimentally, the X-ray intensity at the
rod surface was shown to depend on its roughness. This
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Fig. 2. Experimental (solid line) and calculated (dashed
line) intensity of the transmitted X-ray radiation vs. the
position of the capillary with (1) smooth and (2) rough
external surface relative to the beam.

factor can be taken into account by introducing atran-
sition layer with the smoothing function [16]

F(p) = {1+ exp[(p—R)/AR]},

where p = (X2 — 22)Y? and AR is the transition layer
thickness.

Itisseenthat F(p) — latp <R, F(R) = 0.5, and
F(p) — Oat p—R> AR Withregard for thetransition
layer, d(X, 2) = OF(p) and p(X, 2) = uF(p). The thicker
the transition layer, the smoother the curves.

EXPERIMENTAL

The test samples were polyethylene capillaries with
an outer radius and awall thickness of 1.6 and 0.3 mm,
respectively. Phase-contrast images were obtained with
the help of atriple-crystal X-ray diffractometer with a
copper tube. X-ray radiation from the tube passed
through a 0.1-mm-wide vertical slit and entered a dlit
silicon monochromator with triple symmetric reflection
from the (111) plane.

CuK,; radiation separated out by the monochroma-
tor fell on the object mounted on a support that could
move in the direction perpendicular to the beam. After
the beam had been transmitted through the object, it
entered a silicon analyzer and experienced the single
symmetric (111) reflection. The analyzer was offset
from the exact Bragg position towards smaller angles
by the DRC half-width to enhance the contrast [12].
A scintillation detector picked up the radiation
reflected from the analyzer after each move of the sam-
ple (0.05 mm™). The radiation intensity in the absence
of the object was taken to be unity.

Several modifications of the object were considered.
First, we studied an air-filled capillary with asmooth or
rough outer surface. The surface was made rough by
ruling the capillary surface at regular intervals
(25 mm™). Then, the smooth-surface capillary was
twicefilled with paraffin: in one case, paraffin occupied

20F
1.5
1.0F

0.5

Fig. 3. Experimental (solid line) and calculated (dashed
line) intensity of the transmitted X-ray radiation vs. the
position of the capillary (1) entirely or (2) partialy filled
with paraffin relative to the beam.

the entire volume of the capillary; in the other, half the
inner space along the capillary with the other half occu-
pied by air. In the latter case, the air—paraffin interface
coincided with the diameter aligned with the direction
of the nonrefracted X-ray beam.

RESULTS AND DISCUSSION

The intensity of the radiation transmitted through
the capillaries with the smooth and rough surfaces is
shown in Fig. 2. The vertical axis plots the intensity
measured by the detector, and the horizontal axisisthe
position of the object. Curve 1 has two peaks and two
dips. Movement along the abscissa axis from left to
right is equivalent to the travel of the beam across the
capillary. The first peak corresponds to the externa
boundary of the capillary wall. The dip next to it indi-
cates the internal boundary of the wall. Going on trav-
eling across the capillary, the beam meets the internal
and external walls again, giving rise to the second peak
and the second dip, respectively, in the curve. Curve 2
is similar to curve 1 with the only difference that the
peak at the entrance to, and the dip at the exit from, the
capillary are less pronounced.

The intensity distribution in the phase-contrast
image of the paraffin-filled capillary isshownin Fig. 3.
Curve 1 has one peak at the entrance to the medium and
one dip at the exit from it. Curve 2 can be divided into
two parts. The left part coincides with the correspond-
ing portion of curve1inFig. 3, and theright oneissim-
ilar to the right portion of curve 1 in Fig. 2. The left
half-space inside the capillary was filled with paraffin;
the right, with air. The step in curve 2 near 1.8 mm cor-
responds to the paraffin—air interface.

The peaks in curve 1 (Fig. 2) appear due to the
refraction of the beam first at the external and then at
the internal capillary wall as the beam scans the capil-
lary. At these interfaces, the beam from the lower den-
sity medium (air) passes into the higher density
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medium (polyethylene); therefore, the refracted beams
fall on the analyzer surface at alarger angle approach-
ing the exact Bragg angle. Because of this, thereflectiv-
ity of the analyzer increases. The right peak is weaker
than the | eft one because of the partia absorption of X
raysin the capillary.

The minimain curve 1 correspond to the interfaces
crossed by the beam passing from the higher-density to
the lower density medium. In this case, the refraction of
the beam reduces the angl e of incidence on the analyzer
and its reflectivity drops.

The shape of the peaks and dips depends on the sur-
face condition [16]. The boundary of any object is not
perfectly abrupt: thereisalwaysthetransition layer due
to, e.g., the surface roughness. The theoretical curves
constructed similarly to [12] are in good agreement
with the experiment if the transition layer thickness is
taken to be 0.005 and 0.03 mm for the initial and
grooved surfaces, respectively. The decrement of the
refractive index and the absorption factor of polyethyl-
ene wallswith adensity of 0.92 g/cm? were taken to be
0 =0.444 x 10 and 1 = 0.333 cm?, respectively.

Filling the capillary with paraffin leads to the disap-
pearance of the dip and peak related to the internal
boundaries (curve 1 in Fig. 3). Thisis explained by the
higher optical density of paraffin compared with that of
air and, accordingly, by the smaller refraction angle of
the beam at the interfaces. According to the calculation
where the density of paraffin was taken to be
0.82 g/cm3; 8, 0.396 x 1075; and p, 0.297 cm™, such an
interface may also be detected with the help of highly
asymmetric monochromators and analyzers [6]. With
these devices, the contrast at the paraffin—air interface
inside the capillary will beraised, though this boundary
is discernible in curve 2 even with symmetric reflec-
tions. The theoretical curve fits closely the experimen-
tal datain the presence of the 0.01-mm-thick transition
layer on the paraffin surface.

CONCLUSIONS

The results of our investigations can be generalized
to objects with a more intricate shape and to several
objects arbitrarily arranged in space. The 3D image of
a real object may be obtained by recording severa
phase-contrast images at different rotations of the
object about one or several axes. The experimental data
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presented above clearly demonstrate the possibilities
offered by the phase-contrast imaging technique for the
diagnostics of soft tissues and blood vessels. This
method holds promise for the early recognition of
pathologies in the soft-tissue internals of living organ-
isms and vascular diseases, such as atherosclerosis,
ischemia, and strokes.
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Abstract—Nonthermal glow excited in molybdenum plates and films as aresult of temperature stressesarising
under the action of laser pulsesisinvestigated. A relation between the glow excitation threshold and the sample
thicknessis established. A possible mechanism of nonthermal glow is discussed. © 2003 MAIK “ Nauka/Inter-

periodica” .

Nonthermal glow induced by the failure (cleavage)
of a metal (copper) was first reported in [1]. Later, it
was found [2-4] that the nonthermal glow of copper
and other metals can also be observed under plastic
deformation. Considerable attention has been given to
the study of ductile metals, such as Cu, Pt, Au, and Ag.
In recent works [5, 6], samples were deformed by laser
pulses. In [7-9], a possible mechanism of such a glow
was proposed. It was argued [1-9] that nonthermal
glow in these metals is similar to luminescence and is
caused by the radiative recombination of electrons
localized on surface levels and holes generated in the d
band. The hole generation is due to the overlap of elec-
tronic terms (lying above the Fermi level) and d states
near the dislocation core when dislocations cross the
surface during failure. According to this mechanism,
plastic-deformation-induced luminescencein ametal is
related to the presence of mobile (weakly pinned) dis-
locations, the probability of hole generation, and the
probability of radiative electron—hole recombination.

In terms of this mechanism, in fine-grained brittle
metals, the luminescence would be expected to be very
weak because of the low concentration of dislocations
in the grains and their low mobility in intergranular
regions. Therefore, the possibility of luminescence
excitation in such materialsis of particular interest.

In this study, we investigate deformation-initiated
luminescence in thin fine-grained Mo plates and films
exposed to laser pulses. Molybdenum is a relatively
brittle metal characterized by high values of elastic
constants and a low mobility of dislocations.

We managed to detect nonthermal glow (lumines-
cence) from the materials under investigation. A rela-
tion between the excitation threshold of luminescence
and the sample thickness was found. Possible mecha-
nisms of luminescence excitation are discussed.

EXPERIMENTAL

The experimental setup is schematically shown in
Fig. 1. Test sample 3 was placed into vacuum chamber 2,
where the pressure was varied in the range from
1072 torr to 1 atm. The samples were exposed to laser
pulses from free-running YAG : Nd laser 1. The lasing
parameterswere 1, = 1.4 msand E, = 3.5 J. Theradi-
ation was focused into aspot 1.2 to 2 mm in size on the
sample surface. In our experiments, we investigated the
glow from the back surface of the samples. For this pur-
pose, photomultiplier 4 was mounted coaxially with the
laser beam on the back surface. The sample—photomul-
tiplier spacing was approximately 0.8 cm. The sample
temperature was not measured. Instead, using another
photomultiplier (5), which was mounted in front of the
sampleat an angle of 45° to its surface, and aset of light
filters, we kept track of therma glow from the irradi-
ated region on the surface in the spectral range of 0.5—
0.7 pm and the threshold of plasmaformation. The sig-
nals from both photomultipliers were applied to a digi-
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Fig. 1. Experimental setup: (1) YAG : Nd laser, (2) vacuum
chamber (P = 1672 torr), (3) sample, (4, 5) FEU-79 photo-
multiplier, (6) set of light filters, (7) photodetector, (8) to
vacuum pump, (9) energy meter, (10) amplifier, (11) digital
oscilloscope, (12) PC, and (13) pulse voltmeter.

1063-7842/03/4805-0612%$24.00 © 2003 MAIK “Nauka/ Interperiodica’
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tal oscilloscope and then to a PC. We investigated the
glow of 100-, 200-, 300-, 400-, and 500-pm-thick Mo
plates (thin foils). They were prepared by rolling at a
temperature of about 300°C and were textured. In addi-
tion, Mo, Cu, Al, and Ti films with athickness of about
1-2 um deposited on quartz substrates were examined.
Prior to measurements, the plates were polished by dia-
mond powder and cleansed in ethanol. To measure the
grain sizes and to visualize the dislocation pattern, the
plates were treated in the SHNO; + 3H,S0O, + 2H,0
etchant and then rinsed in the 10NaOH + 250H,0, +
750H,0 solution. The surface structure was examined
with optical and atomic-force microscopes.

RESULTS

The intensity Iy, of the mechanoluminescence
(ML) signal asafunction of the power density of alaser
pulse, |, was studied, and the dependences of the
threshold temperature stress for luminescence on the
sample thickness were constructed.

Figure 2 shows the luminescence signals from the
Mo plates of various thicknesses and from the thin Mo
film under the action of laser pulses with a threshold
power density i () (I m(n) is the minimum
(threshold) power density necessary to initiate lumines-
cence for a given sample thickness). It is seen that the
signals appear as a set of spikes nearly identical in
amplitude and, generally, similar in shape. Figure 3
shows the experimental dependence I, () and ana-
lytical dependences Ty(l4s () and oy(Ty,), Where Ty,
and oy, are, respectively, the temperature and thermal
stresses on the back surfaces of the plates and film that
are reached when |, = 1,5 (). Asis seen, Ty, and oy,
are virtually independent of the plate thickness and
equa Ty, = 50-70°C and oy, = (4.0-5.5) x 10" N/m?.
However, for the thin Mo film, both values are notice-
ably higher: T, = 150°C and o, = 12.3 x 107 N/m?
(Fig. 4). For comparison, the values of T, and o, for
other films are also presented in Fig. 4.

Figure 5 showsthe surface relief of the samplesthat
isobserved in a SMENA-B atomic-force microscope. It
isknown that the low-temperature (at T < 0.5T;,,, where
T isthe fusion point) deformation (rolling) of molyb-
denum leadsto the formation of afine-grained structure
with a small concentration of dislocations in the grain
volume. The dislocations are concentrated in intergran-
ular regions, producing cellular structures [10]. The
majority of the cells are seen to be 0.1-0.5 ymin size.
The characteristic property of the Mo samples thus
obtained is the absence of dislocations inside the cells
and their localization along the cell boundaries [10].
Thesurfacerelief of theMofilmisalso showninFig. 5.
The film also has a fine-grained structure with grain
sizes of about 0.05-0.20 pm.
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Fig. 2. Waveforms of the ML signals from the Mo samples.
(1) Laser pulse, (2) h =2 um and |, = 2.3 x 10% W/cn?,
(3) h=0.1mmand 5= 1.3 x 10* W/cm?, (4) h = 0.2 mm
and |55 = 3.4 x 10* W/cm?, (5) h = 0.3 mm and |5 = 7.6 x
10* W/em?, (6) h = 0.4 mm and |, = 11.0 x 10* W/cm?,
and (7) h=0.5 mm and |5 = 21.4 x 10* W/cm?.
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Fig. 3. Experimental dependence I 1n(h) and calculated
dependences Tiy(ljas, h(h)) and oyn(l)as tn()) for the Mo
plates.
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DISCUSSION

Today, mechanisms behind luminescence mecha-
noluminescence in metals under plastic deformation
gtill remain unclear. Therefore, the questions as to
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Fig. 4. Tin(ljas, in(h)) and oyp(l)5 tn(h)) for the thin Cu, Ti,
Al, and Mo films.

which electron transitions are responsible for ML in a
particular metal and what mechanism is responsible for
their excitation are still to be attacked. At present, one
can only argue that the ability of metalsto luminesceis
specified by the presence of maobile dislocations [1-9].
In terms of the dislocation model of ML, the threshold
value of temperature stress oy,(Ty,) a which the ML
signal appears when |, = | 1n(N) must depend on the
strength of dislocation pinning. One may thus expect

(a)

e mnm -

P .
0 200 400 600 800 1000 1200 1400
nm

BANISHEV et al.

that the amount of mobile (weakly pinned) dislocations
in micrometer- or sub-micrometer-thick samplesislow.

For example, in thin samples (whiskers and thin
films [11]) and ultra-fine-grained materials (with grain
sizes of d < 100 nm) [12-15], dislocations are practi-
cally absent. Therefore, according to the dislocation
model, ML in such materialsis expected to beinitiated
at high o(T,). This agrees completely with the experi-
mental results obtained by us for the thin fine-grained
films, where the increase in o, is observed (Fig. 4). At
the same time, with the mechanism proposed in [1-9],
it is difficult to explain why the glow of Mo and W
[16, 17] is observed in the entire visible range 0.4—
0.8 um, where there are no maxima typical of transi-
tions between particular electron levels.

As was mentioned above, the materials investigated
have a fine-grained cellular structure and dislocations
in the cells are absent. Therefore, the emergence of dis-
locations on the grain (cell) surface is unlikely and,
consequently, the plastic deformation of these materias
occurs mainly via grain boundary glide (i.e., by means
of grain-boundary dislocations). According to [11, 18],
the presence of grain-boundary dislocations and large-
angle boundaries doesfavor intergranular slip and leads
to the formation of intergranular microcracks during
plastic deformation.

Based on our experimental results and the structural
features of the test samples, we suggest the following
mechanism behind the nonthermal deformation-
induced glow of fine-grained metals. Temperature
stresses lead to grain boundary glide, which activates
the interaction between grain-boundary dislocations
and impurity atoms, which are usually always present
in the material and concentrated mainly along disloca-
tions and grain boundaries. The materials used in our
experimentswere of 3N purity, and the concentration of

o B

200 400 600 800 1000 1200 1400
nm

0

Fig. 5. Surface topograms obtained with the atomic force microscope: (a) Mo plate with athickness h = 0.2 mm and (b) Mo film

with athicknessh =2 pm.
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impurities (oxygen, nitrogen, carbon, hydrogen, etc.)
was on the order of 10710 cm™=3. In this case, the
excitation mechanism of luminescence is likely to be
related to tunnel transitionsin impurity atoms subjected
to the field of a charged dislocation. Since there is a
variety of impurity atoms, which are in different coor-
dination environments, it may be expected that umi-
nescence will have awide spectrum, which is the case,
as revedled experimentaly. Therefore, such a glow
must be observed in any metal containing impurities
and mobile didlocations.
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Abstract—The effect of temperature on the Young's modulus of electron-beam-remelted polycrystalline nio-
bium is studied in the temperature range 20—-1000°C. The impurity content in the materia is Ta< 0.5 wt% and
0O, < 0.1 wt%. The acoustic split of the resonant frequency is found in the temperature range 60-180°C, which
makes the determination of the Young's modul us uncertain. Mechanisms behind the thermally stimulated split-
ting of an elastic wave and the behavior of theYoung's modulus over awide temperature interval are discussed.
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INTRODUCTION

Niobium has a number of unique properties [1],
making it an extremely promising structural material in
many areas of technology, including nuclear power.
That is why the physicomechanical properties of nio-
bium have been the subject of much investigation.
Thereis alarge body of data for the effect of tempera-
ture onthe elastic properties of Nb[1-3], but the spread
in data obtained by different authorsis significant. Pos-
sibly, thisisrelated to the various structures of the sam-
ples studied. In addition, most of the data are incom-
plete; that is, theinitial state of the material or the type
of preliminary heat treatment was not indicated.

In this work, we study the behavior of the Young's
modulus in electron-beam-remelted niobium (the con-
tent of impuritiesis Ta< 0.5 wt% and O, < 0.1 wt%)
over a wide temperature range. Emphasis is on the
effect of acoustic splitting of the resonance frequency,
which has been discovered in imperfect specimens.

EXPERIMENTAL

Specimens used were 20-mm-long rectangular rods
with a3 x 3-mm cross section that were made of an as-
prepared ingot by arc cutting.

TheYoung's modulus E was determined by the res-
onance method upon the electrostatic excitation of lon-
gitudinal elastic waves in the specimen [4] E =
4pl2f2n~?/(1 + Al/Nl), where p is the density of the mate-
ria, | is the length of the specimen, f is the resonance
frequency of longitudinal vibrationsin the specimen, n
is the number of an excited harmonic (n = 1 in our
case), and Al isthe specimen elongation due to thermal
expansion.

The room-temperature density, which was deter-
mined by hydrostatic weighing, was found to be

8570 kg/m?.

Theexperimentswere carried out at T = 20-1000°C.
To improve heat exchange, the specimen, together with
the furnace, was placed in a chamber filled with pure
helium at a pressure 0.1 MPa. For T above 300°C,
the measurements were made at a pressure of 1.33 x
102 Pa. The rates of heating and cooling were about
2°C/min. Each data point in the curves E(T) was taken
after the temperature in the chamber had been stabi-
lized. The therma expansion parameters for Nb are
available from [5].

RESULTS AND DISCUSSION

At T = 20°C, the modulus E of the rods cut from the
side and central parts of the as-prepared ingot was equal
t0 103.4 and 103.8 GPa, respectively. The decreasein E
by about 0.4% is likely to be associated with defects
(nanopores, dislocations, grain boundaries, etc.) con-
centrated near the central area of the ingot surface.

Since the electrostatic method of exciting resonant
mechanical vibrations is very sensitive to lattice
defects, the curves E(T) were taken from both as-pre-
pared and annealed specimens.

When heated from 20 to 300°C, some of the as-pre-
pared specimens show, aong with the fundamental res-
onance, weaker (hereafter additional) resonances. The
additional resonance appear at frequencies f, higher
and lower than the fundamental vibration frequency f;.
Such a splitting of the resonance frequency in the
curves f(T), which makes the determination of E uncer-
tain and has been called acoustic splitting (AS), is

1063-7842/03/4805-0616%$24.00 © 2003 MAIK “Nauka/ Interperiodica’
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observed in the interval 60-180°C. At higher tempera-
tures, the AS effect is absent. Therefore, the modulus E
of rods cut from different parts of the as-prepared ingot
was examined precisely in this temperature interval.

Rods cut from the central part did not exhibit theAS
effect. The curves E(T) for these rods are shown in
Fig. 1. For specimens 1-3, the curves are similar to
each other and run anomalously, with their minimum
corresponding to 180°C. The forward (heating) and
backward (cooling) curves coincide.

In specimens 4 and 5, which were cut from the
opposite ends of the as-prepared ingot, AS at low fixed
temperatures and the anomalous behavior of f; in the
form of successive jumps are observed in the depen-
dences f(T). Such jumps are typical of first-order phase
transitions and occur when the resonances in the range
of resonant frequency splitting are equal in amplitude at
a certain temperature. The temperature dependences of
the resonant frequency in the coordinates f>-T are
shownin Fig. 2. Thevalues of f, (filled circles) are con-
nected to the corresponding values of f; (open circles)
by vertical dashed lines. For specimen 4, the jumps of
f, are observed at 63 and 113°C (Fig. 2d); for specimen 5,
at 97, 128, and 154°C (Fig. 2b).

Figure 3 depicts frequency responses (FRs) taken
from specimen 4 in the AS range (Fig. 3a) before the
jump of f; at 61.5°C, (Fig. 3b) at the instant of the jump
at 63°C, and (Fig. 3c) after the jump at 64 and 66.5°C.
At theinstant of the jump, the peaks have equal ampli-
tudes, while near the jump (Figs. 3a, 3c), the additional
peaks are much lower. Before the jump of f;, the ampli-
tude of the additional peak grows with temperature;
after the jJump, the additional peak decays rapidly and
disappears at a temperature 5 to 15°C higher than the
jump temperature. Similar FRs with resonant fre-
guency splitting were also observed at other tempera-
tures. It isremarkable that the peaksin the FRs are sta-
ble: they persist after room-temperature storage of the
specimensfor several days, and their amplitudes do not
change. Moreover, they are reproduced on both cooling
and repeat heating and do not shift in the temperature
scale.

The split of the FRs observed experimentally is con-
sistent with the standard response of a resonator with
several degrees of freedom [6]. According to the vibra-
tion theory, an FR has two peaks in the case of induced
vibration of a system with two degrees of freedom. It
was shown [7] that two types of longitudinal waves
with various vel ocities may propagate in an elastic iso-
tropic medium. The mechanical and therma parame-
tersof such wavesareinterrelated, which may causethe
AS effect. However, a self-consistent theory of ASin
solidsis still lacking.

The split of the resonance frequency of specimens,
as well as the oscillations of the velocity and attenua-
tion of ultrasonic waves, was observed many times in
experimentally studying the temperature dependences

TECHNICAL PHYSICS Vol. 48

No. 5 2003

617

E, GPa

103.8

103.6

103.4

103.2

1
300
T,°C

1 1
0 100 200

Fig. 1. Temperature dependence of the Young's modulus for
Nb specimens cut from the central part of the as-prepared
ingot. The figures by the curves are specimen numbers.
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Fig. 2. AS effect in the curves f3(T) for Nb specimens cut
from the surface part of the as-prepared ingot. (a) Specimen 4
and (b) specimen 5. (1, 2) Heating and (3, 4) cooling.

of the elastic moduli and internal friction of different
materials by the resonance method. As was noted in
[8, 9], the effect of splitting the resonance frequency
was originally discovered by Belomestnykh and Botaki
as early asin 1976 [10]. These authors simultaneously
measured the vel ocities of elastic waves propagating in
two modifications of CsN; near the phase transition
temperature. However, in even earlier works [11-14],
the dispersion of mechanical resonance and the split of
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Fig. 3. Frequency responses taken upon the heating of spec-
imen 4 at four temperatures. U, output voltage amplitude;
Unmax, output voltage amplitudein resonance. (a) Before the
jump of the fundamental resonant frequency (61.5°C), (b) at
the instant of the jump (63°C), and (c) after the jump
(64 and 66.5°C).
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Fig. 4. Temperature dependence of the Young's modulus
for specimens 1 (1, 2) and 4 (3, 4). (1, 3) Heating and
(2, 4) cooling after annealing.

the resonance frequency of longitudinal and torsional
vibrations in polycrystalline metals, alloys, quartz, and
a number of single crystals were observed at different
temperatures. Later, the thermally stimulated AS of
elastic waves was found in barium titanate [15] and in
many ionic metastable molecular crystals [16]. This
phenomenon was attributed to the coexistence of vari-
ous solid phases in the specimens. In [14, 17], AS was
observed during the loading (deformation) of single-
crystal copper and silicon bronze. This phenomenon
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was explained by the presence of second-phase parti-
clesin the specimens[17]. Upon the annealing of ultra-
fine-grain copper produced by intense plastic deforma-
tion, the shape memory effect for the Young's modulus
was found [18]. After each annealing at a new temper-
ature, the material changed its structural state. On sub-
sequent cooling, two or three resonant frequencieswere
simultaneously detected. The authors of [18] believe
that severa resonances reflect the coexistence of new
and old phases. AS in high-temperature superconduc-
tors, which was observed many times, was analyzed in
[8]. It was related to the lattice instability and restruc-
turing near the superconducting transition temperature,
formation of long-period soliton-like structures,
waveguide propagation of ultrasonic waves, etc.

From results of works [8-18], it follows that the AS
effect showing up in different materials cannot yet be
described comprehensively. Mechanisms behind the
FR splitting have not been clearly understood up to
now. Specifically, the influence of defects on resonance
frequency splitting remains to be elucidated.

Itisknown[18, 19] that the elastic moduli of metals
are very sensitive to lattice defects and change substan-
tially after heat treatments. Asis known [20], structural
defects may cause new-phase precipitates to arise
around adefect. It seemsplausiblethat, inimperfect Nb
rods cut from the surface part of the massive ingot, heat
treatments favor the relaxation of high internal stresses
through the movement of already existing defects and
the generation of new ones. These processes are accom-
panied by material restructuring with the formation of
various modifications.

Itisnatural to supposethat the AS effect observedin
the curves f2(T) (Fig. 2) is due to the existence of mac-
roregions with various structures in the Nb specimens.
Elastic waves in these regions propagate with various
velocities. The phenomenon observed can, therefore,
be explained by the fact that induced vibrations with
additional internal degrees of freedom arise near dif-
fuse phase transitions in imperfect specimens. It is of
interest that the values of f, fall on the extensions of the

curve f2(T) before and after the jump, i.e., correspond-
ing to the old and new structural states. These tails of
the resonant frequencies are related to new-phase
nuclei in the old phase and old-phase residues in the
new one. Therearrangement of the structure takes place
in arather narrow (within several degrees) temperature
range on both sides of the jump temperature. It was also
found [21] that regions with a structure close to the
new-phase structure nucleaste well before the phase
transition temperature in various materias. In [22], the
coexistence of several regions with fluctuating struc-
tures was explained by the “thermodynamically uncer-
tain” temperature dependence of the free energy. At
each temperature when f; experiences ajump, the mate-
rial changes its structure. Reversible structural relax-
ation occurs in this case, since the jumps are repro-
duced on both cooling and repeat heating of the speci-
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men. The appearance of each new phase causes
stresses, which increase the resonant frequency and,
hence, the elastic wave velocity and Young's modulus,
asfollowsfrom Fig. 2.

The annealing of specimen 4 at 500°C for 2 h and
subsequent uniform cooling somewhat suppress the
jumps and shift them toward higher temperatures. Also,
the annealing partially relieves the stresses, and the
modulus E dlightly grows at room temperature.

In the following experiments, specimens 1 and 4
were heated to 1000°C, then annealed for 2 h, and
cooled to room temperature. The results of such a heat
treatment are shown in Fig. 4. The curves E(T) for these
specimens are seen to differ quantitatively. For speci-
men 1 isothermally annealed at 1000°C, the cooling
and heating curvesrun in asimilar manner and the hys-
teresis loop for the modulusisinsignificant. During the
annealing of specimen 4 at 1000°C, the value of E
increases with time. The heat treatment completely
suppresses the jumps of the fundamental resonant fre-
guency on cooling. ASis absent in this case. The cool-
ing curve runs above the heating curve and almost coin-
cides with the curve E(T) for specimen 1. Thereis no
doubt that such behavior of E(T) upon the heating of as-
prepared specimen 4 is due to its imperfect structure.

It is known [23] that annealing improves the speci-
men structure, alters the velocity of elastic waves, and
increases the elastic modulus to a value observed in a
perfect specimen. The fact that the annealing of speci-
men 4 causes an irreversible increase in E clearly dem-
onstrates a significant modification in its structure.
However, such a hest-treatment-assisted structural
modification does not change the density of the mate-
rial at room temperature. It was also demonstrated [11]
that additional resonances observed in polycrystaline
metals are removed after high-temperature annealing.
This substantiates our supposition that the reasons for
thermally stimulated AS aretheinstability of theimper-
fect structure of the Nb specimens and its complex
reconstruction, causing the formation and coexistence
of various material modifications. Note, however, that
mechanisms behind AS in polycrystalline niobium are
still little understood, because the problem of oscilla-
tory statesin imperfect crystalsis complicated and calls
for special theoretical and experimental investigation.

Asfollows from Figs. 14, E decreases only in the
range 20-180°C. At higher temperatures, it even
dlightly grows rather than drops asin most crystals. At
380°C, the dependences E(T) show a broad peak of
unknown nature. In general, the dependence E(T) is
rather weak: in the range 20-1000°C, E varies by less
than 1.5%.

The minor variation of E up to 1200°C was also
observed by other authors; only above this point, E
starts slowly decreasing. The dependences E(T) for Nb
obtained in various works are summarized in [1].
Almost all the curves differ from one another, since
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they were taken from specimens with different struc-
tures and an uncontrollable impurity composition.

Because of the complicated variation of binding
forces, a unified mechanism describing the effect of
temperature on the elastic properties of Nb has not
worked out to date. Today, there are several viewpoints
concerning the specific variation of the Nb elastic mod-
uli. It was hypothesized [ 1] that the unusual behavior of
the Young's modulus and shear modulus of Nb on heat-
ing reflects the specific configuration of electronic
shells in this metal. Impurities (primarily oxygen)
present in it may strengthen atomic bonds by producing
a solid solution at high temperatures. Foreign atoms
may have atwofold effect: (1) atomic interactions start
to depend on the free electron concentration (electronic
factor) and (2) static distortions, which change the lat-
tice parameter, arise because of a radius mismatch
between an impurity and the solvent (dimension factor).
In[2], the variation of E upon heating is accounted for by
the anisotropy of Nb grain properties. Relations between
elagtic properties, anisotropy, and texture have not yet
been studied at length. We can only note that the differ-
ence in the elastic moduli of isotropic and textured
polycrystals may reach several tens of percent [19].

CONCLUSIONS

Our investigation clearly demonstrates that the AS
effect for alongitudinal ultrasonic wave in polycrystal-
line Nb is reproducibly observed in alimited tempera-
ture range, depends on the concentration of defects in
specimens and their thermal history, and disappears
after annealing at 1000°C.

It is shown that traces of new and previous (ther-
mally broken) substructures can be detected by measur-
ing the Young's modulus of imperfect specimens. The
possibility of simultaneously finding the FR amplitudes
at two resonant frequencies corresponding to two dif-
ferent structural states (phases) makes it possible to
judge a quantitative relationship between these phases
near the phase transition. A detailed study of the AS of
elastic waves may give rise to a new method for inves-
tigating the phase transition kineticsin materials, since
there appears the possibility of keeping track of phase
relations with a high accuracy as the temperature
varies.

Our experimental data for the elastic properties of
Nb over a wide temperature range and the behavior of
ultrasonic wavesin defect structuresmight be helpful in
analyzing component parts of machines and construc-
tions; in equations of mechanics of rigid bodies; and in
the analytical apparatus of the physical theory of defor-
mation and fracture, which involves contemporary con-
cepts of imperfectionsin crystalline materials.
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Abstract—The quality factor of a sapphire disk resonator with conductive end plates is studied theoretically
and experimentally. The feasibity of measuring the sheet resistance of copper, titanium, and YBa,CuzO;_5
high-temperature superconductor filmsin the 8-mm range is shown. © 2003 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

Dielectric resonators are widely used for measuring
the microwave characteristics of insulators [1, 2] and,
in recent years, high-temperature superconductor films
[3]. A method for the measurement of the microwave
sheet resistance of these filmsthat uses conductive-end-
plate resonators with lower volume modes has recently
been suggested [4]. Such resonators are designed for
microwave frequencies below 25 GHz. In the millime-
ter-wave band, they become too small to be effective.
The basic power parameter of a dielectric resonator is
its quality factor. In this band, the highest quality factor
is featured by quasi-optical dielectric resonators with
higher azimuthal wave modes (“whispering gallery”
modes) [5]. For millimeter waves, these resonators
have a reasonable size and show promise for resonant
structures that employ high-temperature superconduc-
tor films[6].

Theelectrodynamic analysis of quasi-optical dielec-
tric resonator properties and the theoretical and experi-
mental identification of resonator modes were carried
out in [7, 8]. It was shown that the sheet resistance Rg
of normal conductors can basically be measured in the
millimeter-wave band. The value of Rg superconductors
is, however, difficult to measure, since losses in super-
conductors, which define R, are much smaller than al
other losses in the resonator.

In this paper, we measure the radiation quality fac-
tor, determine the contribution of dielectric and con-
duction losses to the total loss of a sapphire disk reso-
nator with conductive end plates, and estimate the value
of Rg for normal metals and thin high-temperature
superconductor films.

THEORETICAL RELATIONSHIPS
FOR THE INTRINSIC AND RADIATION
QUALITY FACTORS

The general design of the resonator is given in
Fig. 1. Itsloaded quality factor Q, is given by

QL' = ktand + SARY + SARE + Qi+ Q2 (1)
where Q,4 = W/2w" istheradiation quality factor of the
resonator (w = w' —iw" is the complex circular eigen-
frequency of the resonator, which is a solution to the
dispersion relation given in [8, 9]); Qc is the coupling
quality factor; tand isthe dielectric loss tangent; R(S”)

and R(Ssc) are the sheet resistances of the normal con-

ductor and superconductor, respectively; and k, Ay, and
As are the weight factors of the dielectric, conduction,
and superconductivity |osses.

The coefficients 'y, = 2Ay and Fs=2Ag" are often

referred to as geometrical factors. In sheet resistance
measurements, the coupling to the resonator is usually

1 4 z4c 2 3

2a

=

D.

Fig. 1. Dielectric disk resonator with conductive end plates:
(2) high-temperature superconductor film (or copper disk),
(2) sapphire disk, (3) dielectric Al,O3 substrate, and
(4, 5) input and output waveguides.
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very weak; i.e, Q¢ < Q' , where Q, istheresonator’s
unloaded quality factor. For a quasi-optical dielectric
resonator with conductive end plates, thefollowing ine-
quality isvalid:

1
2

In such aresonator, Ag = Ay = A and expression (1)
simplifiesto

QL < ktand + %AN RY + AR

Q* = ktand + %A(R(S”) + RS, @)
When the end plates are made of the same material,
Q;" = ktand + AR.. (23)

For Y modes (by Y modes, we mean HE or EH
modes), the resonator’s unloaded quality factor, in this

BARANNIK et al.

case, isgiven by [7, 8]

Y\-1 1 2
= tand + —=—
(QO) 1+ Rg U)Uol RY

Rs, ©)

where |, is the permeability and | is the longitudinal
size of the resonator.

Formulas (3) and (24d) yield
k=1/(1+RY), (4)
A = 2/wllR,. 5)

We experimentally studied a quasi-optical dielectric
resonator with HE, o, modes, wheren=0, 1, 2, ... isthe
azimuthal subscript; s=1, 2, ... istheradial subscript;
andm=0, 1, 2, ... isthe axial subscript. It turned out
that, in resonators with conductive end plates, itisrela-
tively easy to excite axialy uniform HE, 4, modes, for
which [8]

9 T 2y + Lo
e |H£1,(ZO)|2[ 1(20) +5®2(2)|
8|||:F1(ZE) + %FZ(ZE)}
1 13.(ze)|? 1 ©
e[ Fi(ze) + 3Falz0) | - m[%(zo) +50,(2)|
Rie = . 2
£ [Fa(20) + Falz)] —%mz@) + ,(2)]

Here, aistheradius of the dielectric disk, z, = kya, ky =

w/c, cisthe velocity of light, zé = s”zg, g, isthe com-
ponent of the permittivity tensor along the resonator,

2
F.(2) = B-25302) + 37 (2),
(9 =H @+ 3 (@)
Fa(2) = 213,(2)3 (2)+ 32 (22,
2 )
0.(2) = A-TEH 0 +HE (),
(2=H S @+ HY (@)
@,(2) = THP@HY (@) + 1Y (DHY @],

and J,(2) and H{" (2 are the nth-order cylindrical
Bessel and Hankel functions of the first kind. The
primed quantities are derivatives with respect to the
argument, and the asterisk denotes complex conjuga
tion.

EXPERIMENTAL

In the experiments, we used a leucosapphire cylin-
der with a diameter 2a = 14.4 mm and a length | =
2.4 mm. The optical axisof the crystal wasaligned with
itslongitudinal axis (Fig. 1). The diameter D of the end
plates satisfied the condition D > 2a; therefore, the
eigenfrequency w and the radiation quality factor Q.4
were diameter independent. The leucosapphire was
synthesized at the Institute of Single Crystals, National
Academy of Sciences of Ukraine, by directed crystalli-
zation. The surface of the dielectric cylinder was
lapped, and the optical axis was aigned with the longi-
tudinal axis within £50'. The end plates were made of
oxygen-free copper (unannealed and annealed), tita-
nium, and YBa,Cu;0,_5 high-temperature supercon-
ductor films applied onto a single-crystal Al,O5 sub-
strate by laser ablation technology.

The measurements were taken in the 35-37 GHz
frequency range. The resonance frequencies were mea-
sured by an el ectronic frequency meter accurateto 1077
In practice, the error was=0.5 MHz, whichisdueto the
instability of the microwave oscillator. The resonator’s
quality factor was measured by two methods [10]:
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(i) the transmission method, which measures the width
Af of the resonant response function and the resonance
frequency f,, with the quality factor calculated as Q =
fo/Af, and (ii) the decrement method, which measures
the transient time period T in the resonator after it has
been excited by a rectangular pulse at a carrier fre-
guency f,, with the quality factor calculated as Q =
2rf,t/In(P,/P,), where P, and P, are the powers
released intheload at timeinstantst; andt, =t; + T after
the beginning of the relaxation process. The latter
method was used when the quality factor was high: Q =
10%-108. In the measurements, resonator—feed line cou-
pling was weak; i.e., Q = Q,.

The resonator was coupled to the feed lines through
rectangular dielectric waveguides one side of which
was metallized. The input and output waveguides were
set at an angle (10°-15°) to each other, which alowed
us to vary the coupling between the transmission lines
and resonator by moving the latter in the plane of the
waveguides. The waveguides were fabricated from a
special organic polymer with a permittivity € = 9.

RESULTS AND DISCUSSION

Asfollows from (1) and (2), to calculate the contri-
butions of dielectric and conduction losses to the totd

energy loss le in the resonator, one should find the

weight factorsk and A, dielectric losstangent tand, and
Rs. If one of the end plates is made of a normal metal,

it becomes possible to find RE? from the quality factor
Q, measured and k, A, and RYY known.

We studied a quasi-optical diglectric resonator with
the axialy uniform mode HE, 4, . Table 1 lists the cal-
culated values of k, A, and Q, 4, aswell asthe resonance
frequency f, found experimentally. In the experiments
at 77 K, both end disks of the resonator were made of
copper-based materials: one, of the high-temperature
superconductor; the other, of pure copper. At 300 K, the
end plates were either copper or titanium disks.

Al,O;3 single crystals feature the lowest value of
tand among solid insulators currently known. Micro-
wave absorption in this material was studied, e.g., in
[2,11, 12]. However, tand depends strongly on the
quality of the crystal. It should also be taken into
account that tand is determined from the measured
quality factor, which, in turn, depends on the surface
finish, deviation from the cylindrical shape, and accu-
racy of the optical axis adjustment. Therefore, it isnec-
essary to measure tand immediately on the material of
which the resonator is made. In this paper, we deter-

mined tand from Qg ® measured for an open resonator
with the HE,,,5 mode at the subscript & = 0 and

obtained Q" =3.2x 10%a 300K and Q= = 3.4 x 10°
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Tablel
T, K fo, GHz k A Q1 Qi
300 35.12 0.992 | 2.961x10° | 53x10°
77 35.57 0.992 | 2.924x10°2 | 53x10°

at 77 K. Figure 2 shows that the dependence Iog(le)
is well fitted by a straight line, which complies with
results reported elsewhere [11, 12]. Thelower values of
the unloaded quality factor Q, that are observed in our
study may be attributed to a number of reasons: |ow-
grade sapphire, poor surface condition, or misalign-
ment between the crystal’s optical axis and the geomet-
rical axis of the disk.

Table 2 lists R for a number of conductors, includ-
ing high-temperature superconductors.

As follows from Table 2, at 300 K, the sheet resis-
tances measured on oxygen-free hydrogen-annealed
copper and pure titanium are in good agreement with
those found by the formula RY? =, /wl,/20 , whichis

valid in the case of the normal skin effect. Here, o isthe
conductivity of the material. This agreement meansthat
our analysis of the field structure and the associated
method for determining the coefficients k and A are cor-
rect.

For titanium, the experimental temperature depen-

dence of Rg') isalso in good agreement with the model

of the normal skin effect in the millimeter-wave band.
Unlike copper, the agreement is observed down to lig-
uid nitrogen temperature.

The sheet resistances RS of the two Y Ba,Cu;0, _;
films measured in this work are noticeably different.

log(Q5h)

—4.6}

-4.8

-5.0r

-5.2r

=541
A

300
T,K

-5.6

1 1 1 1
100 150 200 250

Fig. 2. Microwave absorption in the open sapphire disk re-
sonator versus temperature.
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Table2
Cu Y Ba,Cu;0- _
Conductors Ti i
unanneal ed annealed film1 film2
T, K 300 77 300 300 77 77
QhF 5100 10380 5730 1250 13110 16270
RSV, mQ - - - - 17.8 8.2
RO mo experiment 54.9 31.8 48.8 261 - -
s M2 calculatation 48.4 _ 484 264 _ -
Table3
1 _(sc) 1 _(n a
T, K ktand éARS EARS Qi
77 2.94 x 1076 1.97 x 10 5.39 x 10 1.89 x 10710
300 3.07x10° - 1.44 x 107 1.89 x 10710

Three circumstances may causefilm 1 (Table 2) to have
ahigher sheet resistance: (i) thefilm isnot large enough
(18 x 20 mm), which basically may increasethe diffrac-
tion loss; (ii) the film was synthesized long (about two
years) ago and might degrade; and (iii) the resonant fre-
guency response of the doubly degenerate mode might
have an extended width due to weak splitting. At
present, it seems impossible to discriminate between
these factors: figuring out the reasonsfor theincreasein
(or the overestimation of) the sheet resistance is the
subject of subsequent investigation.

Qo
109E

105E

10*

103 Lol Ll

Ll
0.1 1 10 100

REO, mQ

Fig. 3. Resonator’s quality factor versus sheet resistance of
the high-temperature superconductor film: (1, 2) two films

and (3, 4) film and copper end plate. (1, 3) tand = 0 and
(2, 4) ktand =2.94 x 10°5.

The data gathered allow us to evaluate and compare
the loss components in the sapphire resonator. Table 3
summarizes the data obtained upon using the high-tem-
perature superconductor film and copper disk at 77 K
and two copper disksat T = 300 K.

The Q factor of the resonator increases with
decreasing temperature, because the losses in the sap-
phire and conductor decrease. A sharp change in the
quality factor is observed when the high-temperature
superconductor film (used as the end plate) passesinto
the superconducting state. At T = 77 K, the decrements
arerelated asfollows:

%ARQ“) > %ARSC) > ktand > Q7L

Itisclear that the sensitivity of superconductor sheet
resistance measurements will be improved if both end
plates are made of high-temperature superconductor

films (Fig. 3). The accuracy of measuring RS will
depend only on the accuracy with which the quality fac-
tor and dimensions of the resonator are measured.

Upon using modern approaches to the measurement of
Qo this accuracy can approach =1% [4].

CONCLUSIONS

Thus, based on the theoretical analysis of the field
structure in a conducting-end-plate sapphire disk reso-
nator, the radiation quality factor and weight factors of
the dielectric and conductors are evaluated. When the
geometrical parameters of the resonator, the sheet resis-
tance of the conductor, and the dielectric loss tangent
are known, the above parameters specify the quality
factor Q,. On the other hand, the measurement of the
unloaded quality factor Q, allows one to solve the
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inverse problem for the microwave characteristics of
materials. The feasibity of measuring the sheet resis-
tances of conductors and superconductors in the milli-
meter wave band is shown. Good agreement between
the measured sheet resistances and those calculated
under the condition of the normal skin effect is demon-
strated with oxygen-free copper and titanium. The sen-
sitivity and accuracy of sheet resistance measurements
as applied to high-temperature superconductor filmsis
improved when these films cover both end plates of the
resonator.
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Abstract—Charge transfer near the threshold of polymer film transition (induced by alow uniaxia pressure)
to the high-conductivity state is studied in an attempt to tackle the question of how the energy band structure of
awide-gap organic insulator varies near this threshold. The |-V characteristics of poly(diphenylenephthalide)
films of various thickness versus uniaxia pressure are analyzed. The results obtained are treated within the
model of space-charge-limited injection currents. The parameters of the injection model, such as the equilib-
rium concentration of electrons, electron mobility, the occupation of traps, etc., are estimated. It is concluded
that deep traps due to an excess charge may appear in the energy gap of the polymer near the imref. This prob-
ably causes anarrow subband to arise, and charge transfer viathis subband increases the charge carrier mobility
and, hence, conductivity. © 2003 MAIK “ Nauka/Interperiodica” .

When subjected to an electric field [1], low uniaxial
pressure [2], high temperature [3], etc., thin films of a
number of electroactive polymers are known to pass
from the dielectric to high-conductivity state. A feature
of this phenomenon isthat the conductivity of the latter
state varies with temperature as in metals and may be
very high (>10° (Q cm)™?) [4]. At the same time, the
parameters characterizing theinitial dielectric state are
as follows: the energy gap equals =4.3 eV; electron
work function, =4.2 eV; and the first ionization poten-
tial, =6.2 eV [5]. To date, it still remains unclear how
the energy band structure of awide-gap organic insula-
tor varies near the transition to the high-conductivity
state.

A possible reason for this situation is that research-
ers have concentrated on charge transfer in the high-
conductivity state of a polymer and on constructing
models accounting for the transfer features. In [6], a
model of pressure-induced charge carrier injection
from ametal to the conduction band of an insulator was
devel oped. According to thismodel, the compression of
the material causesthe decay of surface states acting as
electron acceptors[7].

Later [8], the conductivity of oxidized polypropy-
lene films as a function of electric field, temperature,
pressure, specimen geometry, and substrate material
was studied. The film thickness was varied from 5 to
40 pm. It was assumed [8] that there exist conducting
regions, narrow channels, whose spread resi stance gov-
erns the conductivity of a polymer—metal system.

The occurrence of the high-conductivity state was
explained by the formation of conducting channels (in

the polymer film) made of an electrode material [9, 10].
It was also speculated that there are lower limits of the
voltage and current in the high-conductivity state below
which a continuous metallic filament does not form and
conduction is associated with a more complicated con-
figuration of the metallic channel. For example, metal
particles separated by tunnel-transparent barriers may
form a conducting chain between the electrodes.

It was also hypothesized [11, 12] that maobile dipole
groups (with a concentration Cy, < 10%° cm) arise in
an elastomer upon oxidation. In this case, the ratio
between the high- and low-frequency permittivities of
the medium becomes low: K = ¢/, < 1. As aresult,
some functional groups of the elastomer readily ionize
and immobileions and low-mobility polarons appear in
the polymer. In this situation, specific high-conductiv-
ity domain structures may appear.

In [13], a high conductivity of polymer films was
explained by the formation of channelswith waveguide
energy levels, via which electrons may penetrate from
metallic electrodes into the channels and travel with a
negligible energy dissipation. A smple model of such a
channel was suggested, and estimates that clarify the
nature of awaveguide level were made.

Eagles [14] made an attempt to apply the idea put
forward in [15] to quasi-one-dimensional systems.
According to thisidea, in anarrow cylindrical region of
thickness|essthan the magnetic field penetration depth,
pairing is possible at avery high drift velocity. Calcula
tions [14] based on the theory worked out in [16]
showed that, if the Fermi level E¢ lies higher than the
energy hw of phonons, plasmons, or excitons, super-
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conductivity may arise, with the superconductivity
energy gap higher than, or comparable to, that in the
absence of current. However, straightforward calcula-
tions demonstrate that, if Ex < hw, superconductivity
with strong pairing is possible.

Popov and Tséndin [17] proposed the model of
high-temperature superconductivity inlow-coordinated
semiconductors and polymers. In this model, the state
with an anomalously high conductivity at ambient tem-
perature is described through the superconducting
properties of aset of localized el ectron pairs. Supercon-
ductivity here is due to bipolaron transfer over a band
formed by localized pairs occupying U- centers (i.e.,
intrinsic defects with a negative effective correlation
energy).

Ponomarev and Shikhovtseva [18] suggested the
formation mechanism for conducting channels in thin
films of oxygen-containing polymers. Here, the chan-
nels result from the soliton-like propagation of some
excited state along a polymer molecule. This state
arises when C-O bonds between quaternary carbon of
a primary molecule and oxygen of a side group break.
It is assumed that the polymer’s structure has a doubly
degenerate ground state. The transition between these
states takes place when the excited state moves along
the polymer chain.

Clearly, the phenomenon being discussed obeys
some general lawsirrespective of the polymer nature. It
follows that a model to be elaborated must also ade-
quately describe and predict the basic features of
charge transfer in polymers near the transition to the
high-conductivity state. However, avariety of available
models apparently indicates the scantiness of experi-
mental data upon which the models rely. Specifically,
the variation of charge transfer parameters in the pre-
transition rangeis till an uncovered issue.

In view of the aforesaid, this work is devoted to the
study of charge transfer near the threshold of polymer
film transition to the high-conductivity state induced by
alow uniaxial pressure. Wetook the |-V characteristics
from poly(diphenylenephthalide) films[19] of different
thickness under various pressures.

The |-V characteristics of highly conductive poly-
merswere analyzed, e.g., in[20-24]. However, datafor
the pretransition range were not systematized there.

Poly(diphenylenephthalide) was selected as an
object of investigation because it offers good film-
forming properties on metallic substrates. It was shown
[25] that 0.05- to 10-pm-thick continuous homoge-
neous films of this polymer are feasible if particular
process conditions are met. In addition, the conductiv-
ity of poly(diphenylenephthalide) does not have tem-
perature singularities up to the softening point (360°C
in air). Finaly, conditions for the occurrence of the
high-conductivity statein thismaterial are better under-
stood [1, 26, 27]. The film quality and homogeneity
were studied by optical microscopy methods (see[28]).
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Fig. 1. Conductivity o of the polymer film vs. uniaxial pres-
sure P (excess pressure relative to atmospheric value). The
figures by the curves are voltages (in V) applied to the film.

Our experiments were carried out on a setup that
consisted of a uniaxial mechanical pressure controller,
a pressure transducer built around a strain-sensitive
resigtive bridge, and a measuring circuit to record the I-V
characteristics. The pressure was varied between 0 and
1000 kPa.

Test specimens were metal—polymer—metal sand-
wiches. A thin polymer film was applied on the lower
electrode by spinning. The upper electrode was applied
on the polymer film by thermal diffusion deposition in
vacuo. The contact areawas S= 2 mm?. The film thick-
nesses were specified by the solution concentration and
were checked by an MII-4 interferometer. They were
found to vary between 0.8 and 1.5 um. A total of more
than 50 specimens were investigated.

Switching to the high-conductivity state was
observed at acertain threshold pressure. Figure 1 shows
the conductivity of the polymer film vs. voltage applied
to the measuring cell. Therun of the curvesistypical of
all the specimens studied in this work. The threshold
pressure at which the conductivity grows sharply is
extremely low. This may indicate that energy levelsin
the valence and conduction bands are not displaced,
since such a displacement requires a considerable pres-
sure. According to [29], the proportionality coefficient
between the energy needed to displace alevel and pres-
sure is 101010 eV/Pa. It should be noted that the
conductivity varies with the applied voltage: the higher
the voltage, the higher the conductivity.

Typical |-V characteristics taken from the 1-pm-
thick polymer filmsin the subthreshold range under dif-
ferent pressures are given in Fig. 2. These curves are
well approximated by power functions of type | = U".
In the absence of pressure, the curves can be divided
into two regions: linear with n = 1 (low voltages) and
guadratic with n = 2 (high voltages). The transition



628

InZ, 10°° A

InU, V

Fig. 2. I-V characteristics of the polymer film at (O0) O,
(m) 780, (®) 820, and (A) 860 kPa.

L10°A
6 -

5+

1

1
-2 0 2 4 6 8 10
/L3, 108 m=3

|
—

Fig. 3. Current vs. polymer film thickness.

between the two regions takes place at a certain volta:
ge U,.

From Fig. 2, it follows that U; decreases with pres-
sure. After the voltage has reached the value U,, the
guadratic region is changed to a region where the
curves run nearly verticaly. As the pressure grows, U,
tends toward higher values. At voltages higher than U,,
the vertical portion is followed by another quadratic
region. A further increase in the pressure electronically
switches the polymer to the high-conductivity state.

The |-V characteristics were treated within the
model of space-charge-limited injection currents [30],
which provides information on localized states in the
energy gap and allows one to explain the shape of the

BUNAKOV et al.

|-V curves. Before proceeding to the discussion of the
results obtained, we note that traps in this model are
assumed to be monoenergetic. The discussion that fol-
lows demonstrates that, even with this limitation, it
becomes clear how the model parameters depend on
external conditions.

This model implies that, at low voltages (up to U,)
(Fig. 2), the |-V characteristic is well described by
Ohm's law. At U;, the equilibrium concentration of
thermionic free electrons becomes comparable to the
concentration of injected charges:

J= enou-LLl, )

where e is the charge of an electron, n, is the equilib-
rium concentration of free charges, [ is the electron
mobility, and L isthe film thickness.

Next, the I-V curve obeys the trap-related quadratic
law

2

J= eseop-li—s, @)

where € is the relative permittivity, €, is the dielectric
constant, and 6 is a constant taking into account the
degree of trap occupation.

The first quadratic portion of the curve is followed
by the region where the current rises nearly verticaly
(Fig. 2). This voltage range is treated as that where the
occupation of traps reaches a maximum (U, = Uy 150)-
Since the occupation of traps becomes maximal when
the imref crosses trap levels in the energy gap, the
injected charge density and, accordingly, the current in
the polymer increase substantially. As the voltage rises
further, the -V curveisdescribed, asarule, by thetrap-
unrelated quadratic law (Fig. 2):

2

J= ssou%. (©)]

From the above formulas, it follows that, in terms of
the injection model, the current varies with the speci-
men thickness as L= provided that the voltage remains
the same. It was, therefore, of interest to check the ful-
fillment of this dependence for our polymer films. The
curves | = f(L=3) constructed in this work are shown in
Fig. 3. The thickness of the filmswas varied by succes-
sively pouring the solution of the same concentration
over the same substrate. In view of errorsarising at dif-
ferent stages of this experiment, the curves are well fit-
ted by a straight line. This indicates that the injection
model may be used for treating the I-V characteristics.

Thetableliststhe values of U; and U, ., aswell as
the basic parameters of the model: |, electron mobility;
Ny, the equilibrium concentration of thermionic elec-
trons; and p; o, the concentration of empty traps (which
isproportional tothetotal concentration N, of traps), for
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Effect of uniaxial pressure on injection model parameters

629

P103Pa |y, 10°m% (VS| ny, 10°m3 Uy, V Uy, maxs V P 0, 1022 m= ¢
780 1.39 3.68 6.14 8.13 137 0.36
820 1.65 241 5.55 9.18 1.52 0.26
860 177 2.18 5.22 10.68 1.79 0.25
different uniaxial pressures. We used the following esti- REFERENCES

mators [30]:

JL®

_BegUy :
Bee,U2

No
el?

— SSOUI, max

p’ =
t,0 eL2

- (4)

It should be noted that the conductivity o calculated
from the current and voltage values within the linear
portion of the curve coincides with that found by the
formula o = engll up to order of magnitude.

From the tabulated data, it follows that an increase
in the pressure decreases the equilibrium carrier con-
centration, which is probably related to achange in the
imref position. The shift of the voltage U, toward lower
values with increasing pressure supports our supposi-
tion that deep traps, the concentration of which grows,
begin to play a primary role. The carrier mobility also
rises presumably because of the increase in the trap
concentration and the decrease in their occupation.

Thus, the preliminary conclusions are as follows.
A risein the pressure aters conditions for carrier injec-
tion into the polymer film. This process may be associ-
ated with the decay of electron surface states[6], which
raises the injection level. The charge injected aso
growswith the electric field applied to the specimen; as
aresult, the conductivity of the highly conductive state
increases (Fig. 1). When interacting with a poly(diphe-
nylenephthalide) macromolecule, an excess injected
charge may produce deep levels by the mechanism
described in[31]. It was also shown that thisinteraction
may increase the polarizability of a macromolecule
fragment [32]. The result is an unstable high-permittiv-
ity polymer state that relaxes after atime with the elec-
trons passing to deeper traps. It seems that there exists
a certain critical injection level above which the pro-
cesses mentioned above lead to the formation of a nar-
row band of traps near the imref in the energy gap. The
possibility of charge transfer over this band improves
significantly the charge carrier mobility and favors the
transition of the polymer film into the high-conductiv-
ity state.
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Abstract—An origina approach and a single-ion-beam experimental setup for in situ ion implantation com-
bined with the deposition of various materials on metals are suggested. The simul ation system devel oped makes
it possible to characterize ion-assisted deposition, as well as to analyze the radial and depth distributions of
atoms deposited and implanted. The results of the simulation allow usto conclude that the ion beam energy, the
mass and fluence of the ions, and especially the target geometry have a noticeable effect on the processes.
Experimental data for the depth profiles of atoms implanted and for the thicknesses of films applied are also
reported. The variation of the film thickness, the uniformity of the films, and the efficiency of mixing in the
film—substrate system are discussed based on the results of simulation and experimental data. © 2003 MAIK

“ Nauka/Interperiodica” .

INTRODUCTION

lon-beam-assisted deposition (IBAD) of various
materials has been widely used in recent years for the
modification of mechanical, electrical, optical, tribo-
logical, barrier, anticorrosive, and catalytic properties
of surface layers. The basic difference between IBAD
and conventional ion implantation isthat, in the former
case, ion irradiation is accompanied by the deposition
of an additional atomic or molecular component from a
magnetron, ion—-plasma, arc, or any other source, as
well as from the residual atmosphere in the implanta-
tion chamber.

For example, titanium nitride (TiN) or cubic boron
nitride (3-BN) deposits on the surface of steel parts
greatly improve their wear resistance and corrosion
resistance and, hence, extend their service life [1, 2].
Therefore, IBAD can be viewed as a promising means
for the production of advanced mechanical and el ectri-
cal engineering products and also as a promising tech-
nology for layered microelectronic devices.

Recent publications (see, e.g., [3]) have indicated
that the structural, tribological, adhesive, and mechani-
cal propertiesof IBAD filmsdepend to agreat extent on
ion irradiation conditions (ion current density, ion
energy, cumulative dose, and target temperature). In
particular, the mechanical properties, adhesion to the
substrate, and structural perfection of the coatings are
appreciably improved if the ion beam density is suffi-
ciently high.

During IBAD, the depth profiles of atoms both
deposited and implanted are governed not only by the
rate of early component deposition and atomic collision
kinetics. They also depend on many other factors, such
asthe accumulation of impuritiesin the target, the sput-
tering of the target, the diffusion of impurities, atomic
mixing (here both the ballistic and diffusion compo-
nents of this process are essential), the nucleation of
new phases during IBAD, and the swelling of the coat-
ing and substrate. In terms of physicochemical proper-
ties, nitridefilmsare of greatest interest for applications
[4]. Therefore, in this work, we concentrate mainly on
the IBAD of nitrogen-containing coatings.

It should be noted, however, that, in a number of
cases, IBAD (e.g., when used to improve the service
properties of metal surfaces) requires expensive,
energy-consuming, and sophisticated equipment (an
ion accelerator plus a magnetron, ion—plasma, or any
other source). Therefore, the search for novel original
IBAD concepts that allow designers to simplify the
technology and make the associated equipment less
expensive, while retaining the advantages of the pro-
cess, seemsto be topical.

DESIGN OF IBAD EQUIPMENT
AND IBAD SIMULATION

We suggest an original IBAD version for the modi-
fication of the surfaces of metals (specifically, copper as
a promising material for electrical commutators) and

1063-7842/03/4805-0631$24.00 © 2003 MAIK “Nauka/Interperiodica’
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Fig. 1. Axisymmetric design of the IBAD setup. (1) Casing,
(2) sample (substrate), (3) sample holder, (4) materia to be
sputtered, (5) ion beam, and (6) sputtered atom flux.
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Fig. 2. Radial distribution of atoms deposited in 1 s as a
function of the ring number (the largest number corre-
sponds to the outermost ring).

other materials. The specific feature of our approach is
that thein situ implantation of ions (e.g., nitrogen ions)
and the deposition of metals (gold, nickel, etc.) are per-
formed with the same ion beam (Fig. 1). The basic unit
of the setup suggested isthetarget in the form of atrun-
cated cone that is made of a desired material or of any
material coated by alayer of adesired material. A dia
phragm (with the diameter coincident with that of the
substrate (sampl€)) in the upper part of the conical unit
serves to provide one of the possible operating condi-
tions: ion-assisted deposition (without the diaphragm),
deposition of layers (with the diaphragm), or repetitive
deposition with subsequent IBAD and ion-beam mix-
ing of thelayers. Thus, when the diaphragm is open, the
central part of the beam acts on the sample surface,
while the circumferential part of the beam strikes the
lateral surface of the cone. Some of the sputtered parti-
clesreach the ssmple surface. Thus, during theionirra-
diation of the truncated cone, we are dealing with ion
implantation, sputtering, and deposition of cone atoms
proceeding simultaneously.

The general problem of IBAD simulation can be
subdivided into three independent stages: (i) the smu-
lation of the spatial distribution of the sputtered particle
flux as afunction of azimuth and polar angles (because
of the oblique incidence of the beam on the target);
(i) the calculation of theradial distribution of the sput-
tered particle flux reaching the substrate per unit time;
and (iii) the smulation of IBAD with regard for the

KOMAROV et al.

sputtering of the coated substrate, impurity diffusion,
and motion of the surface because of deposition and
sputtering (the deposition rate is found from the two
preceding stages).

The first stage was solved by applying the latest
modification of the SATVAL program [5, 6]. Stage (ii)
of the ssimulation was performed by using our original
program. Findly, stage (iii) of this work was solved
with the program suite developed by us [7-13] for the
simulation of conventional ion-assisted deposition
[7-10] and high-dose ion implantation into layered
structures (the BEAM2HD program [11-13].

The BEAM2HD program alows one to describe
one- and two-beam high-dose implantation into multi-
layer or multicomponent systems. Each of the beamsis
characterized by the initial energy and dose, as well as
by the number of Monte Carlo-simulated trajectories.
Each of the trajectories is assigned a “ pseudoparticle,”
i.e., acertain interval of the bombarding ion dose, and
theion trgjectories for each of the beams are simulated
inturn.

The description of high-dose ion implantation
includes a number of additional factors compared with
low-dose implantation: the scattering and energy loss
of implanted ions by impurity atoms embedded earlier,
the scattering of the target surface, the effect of the
mobile surface boundary, and target swelling due to
high-dose implants.

The simulation based on the program suite makes it
possible to gain information on the radial and depth
profiles of deposited and/or implanted atoms as func-
tions of theion type, energy, and fluence, and the geom-
etry of the conical target [14, 15]. The efficiency of the
simulation processis provided by splitting the cone and
sample surfacesinto a set of equiareal ringsin order to
obtain equal fluences per ring. Then, the double-angle
spatial distribution of ion-beam-sputtered particles
(obtained with the SATVAL program) is processed with
the aim of finding the specific number of sputtered par-
ticles per ring and general radial distribution of depos-
ited atoms. The histogram in Fig. 2 shows the distribu-
tion of deposited atoms vs. the ring number (the rings
are numbered from the center toward the periphery).

RESULTS OF SIMULATION

The efficiency of the ion-beam material deposition
and modification suggested in this article depends on
the conical target material, cone geometry, ion type and
energy, and substrate temperature. In our experiments,
the substrate was kept at room temperature. The ion
energy is a highly essential factor. Figure 3 shows the
number of deposited chromium atoms per unit sub-

strate area upon irradiation by N} ionswith energies of

20 and 60 keV as a function of the distance from the
sample axis (the diaphragm is closed). As for the nor-
mal incidence of ionson thetarget [3, 4], the coefficient
of target sputtering depends considerably on the ion

TECHNICAL PHYSICS Vol. 48
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energy. In our case, however, the net effect also
includes the energy dependence of the angular (spatial)
particle distribution. In general, ion energies that are
optimal for depositing thicker layers shift toward lower
energies compared with the case of normal incidence.
The sample region near the cone wall has a maximal
thickness. For therange 9° < 8 < 21°, where 0 =90° — ¢
isthe angle at which the beam enters into the cone, the
thickness of the central part of the film varies with 6
insignificantly (by less than 20%). However, along the
substrate diameter, the thickness d of the film depends
strongly on 8 (Fig. 4). The thickness d is the most uni-
form when 6 = 15°-16° (Fig. 3).

Asfor normal bombardment upon the ion sputtering
of materials, the efficiency of target sputtering and,
accordingly, of film deposition depends on the ion
mass. Thick films that are uniform along the diameter
of the sample are obtained with beams of heavy ions
(Ar*, Kr*, or Xe*). Asfollows from Fig. 5, the deposi-
tion efficiency in the case of Xe* ionsis more than one

order of magnitude higher than in the case of N ions.

Generally, the deposition yield,

retony _ dS
KDionD ~SD (1)

(where § and S' are the surface areas of the exposed
parts of the entrance and exit faces of thetruncated cone
(Fig. 1), respectively), is more informative than the
value of d.

Thisyield isan integral test for the optimality of the
experiment geometry, ion type, and ion energy.

EXPERIMENTAL RESULTS

The distribution of deposited atoms across the sub-
strate depends on several factors. The main onesarethe
energy of bombarding ions, the presence (or absence)
of the diaphragm, the substrate temperature during the
bombardment (hence, the density of the ion current to
the sample), and the equilibrium and radiation-induced
diffusions of impurities. To simplify the pattern, we
will compare analysis and experiment via the integral
thickness d (atoms/cm?) of the film deposited. The
experiment on the deposition of molybdenum on the

copper substrate when the coneisirradiated by N ions

with E=110keV and D = 1 x 10* cm (Fig. 6) illus-
tratesthe effect of dynamic substrate—film mixing when
not only ballistic mixing but also diffusion stimulated
by ahigh concentration of noneguilibrium defects may
be afactor. The substrate temperature during the depo-
sition was no higher than 100°C (water cooling).
TECHNICAL PHYSICS Vol. 48
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Fig. 3. Concentration of deposited chromium atomsvs. dis-
tance from the sample axis for a nitrogen ion beam energy
E=(1) 20and (2) 50 keV with D = 2 x 101" cm™. The half-
angle of the truncated coneis 6 = 15°.
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Fig. 4. Concentration of deposited chromium atomsvs. dis-
tance from the sample axis for N, ion irradiation with D =
2x 10 cm™. E = 40 keV and 6 = (1) 11° and (2) 21°.

The effective thickness of the molybdenum layer,
given by

00

d= JO’NMO(x)dx, 2

equals 2.64 x 106 atoms/cm?, according to Fig. 6. The
simulation gives for the molybdenum layer thickness
1.8 x 10% atoms/cm?. The depth profile of the nitrogen
in the copper is somewhat modified by the molybde-
num coating. The projected range of nitrogen ions
remains close to the theoretical value (R, yeor = 505 A,
AR, theor = 290 A for N* ions with E = 55 keV in Cu).
Theyield K for irradiation by light fast nitrogenionsis

as low as 0.26 atoms/N;. The concentration of the

embedded nitrogen far exceeds the molybdenum con-
centration in the modified layer on the copper surface.



634

d, 101 atoms/cm?

S0r D, 10" ion/cm?

408 - - _______

Fig. 5. Thickness of the deposited gold film vs. ion type and
energy. The continuous curve shows the thickness in the
central part of the sample; the dashed line shows the maxi-
mal thickness.

As was already noted, the behavior of a material
applied depends on its diffusion mobility. In the case of
copper deposited on the surface of bulk aluminum, the
nonequilibrium concentration of structural defects due
to ion irradiation causes a pronounced impurity redis-
tribution (Fig. 7). The long tail extending from a depth
of =30 nm to more than 3 um (Fig. 7) corresponds to a

C,at. %
25

20

15

10

100
d, nm

Fig. 6. Depth profiles of molybdenum, gold, and nitrogen
atomsin copper that are obtained from RBS spectra. Cones

made of these materials were irradiated by N ions with
E=110keV, D = 1 x 101" cm?, and J = 10 pA/cm?.
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concentration of 2.5 at.% (or 1.56 x 10%' atoms/cm?).
The equilibrium solubility of copper in aluminum is
exactly 2.5 at.% [16], as follows from the AI-Cu phase
diagram. The substrate temperature during the deposi-
tion waslower than 100°C. Theintegral content of cop-
per is 5.25 x 10 atoms/cm? (K = 0.71 atoms/ion),
according to (2) and Fig. 7. Under the experimental
conditions mentioned above, the simulation for this
Cu/Al system gives d = 2.8 x 107 atoms/cn?. As a
whole, agreement between the simulation and experi-
ment must be taken as satisfactory. If the radiation-
enhanced diffusion of a material deposited is apprecia-
ble, agreement may be worse, since exact data for the
diffusion coefficient under various conditions of ion
irradiation are lacking.

The fact that the experimental values of d and K are
in excess of those obtained by the simulation may be
associated with such factors as the surface roughness of
the cone and the variation of the binding energy of sur-
face atoms during irradiation (because of implant accu-
mulation in the cone wall). These factors are disre-
garded in the analysis. The simulation is performed on
the assumption that the surface of the cone is perfectly
smooth, and the binding energy U, of surface atoms
that is used in the SATVAL program is assumed to
remain constant for a given material.

It should be noted that the experimental data for the
thickness d of the coating, deposition yield K, and
depth profiles of impurities, as well as those data not
included in this paper, are highly reproducible from
experiment to experiment.

Experiments with a fairly smooth cone obtained by
the electrolytic deposition of gold showed better agree-

CCu’ at. %
100

1 I S T Y T N I
10 100 1000 10000
d, nm

Fig. 7. Concentration profile of copper in auminum after

bombardment by N; ions with E = 30 keV and D = 4 x
10t em2,
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ment with the results of ssmulation (Fig. 6). For this
system, dher = 2,01 x 10% atoms/cm? and d=P = 2.48 x
10% atoms/cm?. As follows from Fig. 6, the surface
concentration of gold reaches 10 at. %, while the frac-
tion of nitrogen atomsis about 24 at. %. Our investiga-
tions suggest that such impurity concentrations are suf-
ficient to significantly improve important surface prop-
erties of materials, such aswear resistance and lifetime.
In particular, one can raise the temporal and tempera-
ture stability of contacting surfaces in industrial com-
mutators [17, 18] (the reliability of contacting surfaces
is abottleneck of these devices). The application of the
technology described to industrial switches can
increase drastically the number of operating cycles to
failure[17, 18].

CONCLUSIONS

An original setup for performing in situ ion implan-
tation and deposition of metal films with the same ion
beam is suggested. A program suite is developed with
which IBAD inthissetup is characterized and the radial
and depth profiles of deposited and/or implanted ions
are simulated. The suite can also be applied to material
deposition on the inner surface of tubes with the use of
aconical target. The experimental and analytical values
of the deposition yield are in good agreement.
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Abstract—Thermodepolarizing current spectra for components of mica-based insulating composites are pre-
sented. The variation of the thermograms with experimental conditions is revealed. The data reported are the
initial results of elaborate measurements in this area and can be used in devising new insulating materials and
new methods for the quality control of insulators. © 2003 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

Mica-based insulating composites are widely used
as insulation in high-voltage electric machines. In this
work, we performed a careful investigation of these
composites and their components by thermally acti-
vated current spectroscopy. The spectra of thermally
stimulated depolarizing (TSD) current were taken
under various charging and depolarization conditions
over a wide temperature range (both above and below
room temperature). From such experimental data, one
can judge the nature of relaxation processes.

In addition, comparing the spectra taken from com-
posites with and without a poly(ethylene terephthal ate)
(PETF) film, as well as from this film aone, one can
trace the effect of PETF films on the charge distribution
and charge-state decay in the composites. Specifically,
by contrasting the TSD current spectra taken of com-
posites and their components, charged regions were
found at the PETF—glass fabric and PETF—mica paper
interfaces [1]. This indicates that these interfaces are
impermeabl e to charge carriers, which may be one rea-
son for the dielectric durability of the composites. Such
an effect was discovered during testing planar insula-
tors and coils of high-voltage electric motors[2].

EXPERIMENTAL

As subjects of investigation, we used the compo-
nents of composites produced by AO Elinar (Moscow
oblast), the leading Russian maker of mica-based insu-
lating materialsfor el ectric machine building. The com-
ponents tested were a PETF film (State Standard
24234-80, Vladimir Chemical Factory) of thicknessh =
30 pm, muskovite mica (20 um), mica paper 2055 TP
102.013.0161.00007 (60 um), alkali-free alumina boro-
silicate glass (specs. 6-19313-86; composition 55%
SiO,, 15% Al,03, 10% B,0;, <0.5% Na,0 + K,0, and
<0.08% TiO,; 2.81 + 0.03 mm), glass fabric (State
Standard 19907-83, specs. 6-48-578.6902-18-89;

40 um), and epoxy—novolac varnish (specs. 16-
504.046-81; 40 um). Results obtained for the test glass
were compared with those for KV pure quartz glass
(99.98% SiO,; 1.26 £ 0.05 mm) and KLR-1.1 TiO,-
doped quartz glass (7.3% TiO,, 1.45 + 0.04 mm). All
the test samples were made in the form of 20 x 20-mm
plates (the diameter of the upper electrode of the TSD
current measuring device was 10 mm).

The experiments included four successive stages:
the production of the spatially nonuniform charge dis-
tribution by applying an electric field, the freezing of
the polarized state by fast liquid-nitrogen cooling to
293 or 93 K, and the neutralization of the excess charge
in the glass via depolarization by linear heating.

The experimental data were processed by tech-
niques described in [3-5]. The basic formula for the
TSD current density has the form

jrso(T) = Imexp -]

T D
X exp Eﬂ—% Tfm eXp[\%/Eﬁ_l; - -Tl—g} dT'E,
where
in = Fo-U(0)
0w WOl 17 E @
x expg—ﬁi{exp[?ﬁr—n—:ﬂ]}ﬂé.

Here, U, is the electret potential difference, W is the
energy of activation, T,, isthe temperature of the maxi-
mum, € is the relative permittivity, and 1,,, is the relax-
ation time in the maximum.
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The frequency factor wy, is easily found from the
expression

W
WBeP T ]

2 =1,
KT 0
where (3 isthe rate of heating.

©)

RESULTS

The PETF film was found to be the least sensitive to
the variation of the charging conditions (primarily to
the temperature, T,, and voltage, U, of polarization)
(Fig. 1a). This is also supported by the data listed in
Table 1, where the parameters of the curves depicted in
Fig. 1a are compared with those of the curve obtained
under standard experimental conditions (T, = 373 K,
U, =300V, t, =3 min, and 3 = 4 K/min). Throughout
the range of the charging parameters, the temperature
T,, of the maximum changes by no more than 4 K and
the activation energy, by no more than 0.2 €V. Such
behavior of TSD current peaks in organic materials
means that the dipol e polarization or the uniform distri-
bution of the space charge over the sample breaks down
[6]. The pesk of the TSD current in PETF films near
393 K is conventionally related to space charge relax-
ation [7]. It is also known [8] that the shape of dipole
peaksisindependent of the charging (polarization) time
to. Therefore, the behavior of the basic TSD current
peak in the high-temperature range may indicate that
the space-charge mechanism of polarization prevails.
One more piece of evidence in favor of this mechanism
isthat the energy of activation listed in Table 1 isclose
to that determined from the temperature dependence of
the conductivity: W = 1.37 eV (another estimate is
1.44 eV [9)]). It should aso be noted that our TSD cur-
rent spectra (Fig. 1a) are qualitatively similar to those
taken in [9] for the same PETF films. Findly, the rela-
tively high values of the frequency factor wy, (Table 1)
are also typical of space-charge-related maxima.

Animportant finding also isthe good stability of the
values of Wand wy, upon decreasing the rate of depolar-
ization 3. Thisdecrease is accompanied by asharp drop
of the maximal current |, and by a shift of the maxi-
mum toward lower temperatures. This suggests that
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Fig. 1. TSD current spectra for the 30-pum-thick PETF film
polarized under the condition U, = 300 V, t, = 3 min,
B=4K/min, and T, = (1) 373, (2) 403, and (3) 433 K.
(4) Amorphous PETF (h = 200 um, T, = 373 K). (a) High-
and (b) low-temperature range.

both the experimental and analytical dataarefairly reli-
able. Qualitatively, all the other materials tested show
the same behavior of the TSD current spectra.

As specific features of the PETF spectrain Fig. 1,
we may also note the absence of adistinct peak at tem-
peratures between 353 and 363 K, which is associated
with dipole-segmentation processes, and the high val-
ues of T, for al the peaks. This completely correlates
with a high degree of crystallinity X, of the film (X, =
35% according to X-ray diffraction data), which was
prepared by biaxial-orientation extrusion with an extru-
sion ratio of 3.3. An increase in the crystallinity
decreases the fraction of the amorphous phase and
increases the amount of the so-called hard amorphous
phase, which, like the crystalline phase, cannot partici-

Table1
Standard Tp, K Up, V Pp, Min B, K/min
conditions [ 403 433 200 100 10 30 2 1
T, K 397 397 399 395 397 395 395 386 381
|y PA 63 75.8 89.8 59 56.1 80.1 89.4 324 125
W, eV 1.29 1.29 1.32 1.39 1.32 1.44 1.48 1.34 1.31
Wy, Hz 2x10% | 2x10% | 3x10™ | 4x10® | 3x10" | 2x10% | 5x10% 105 4 x 10
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Fig. 2. The same as in Fig. 1 for muscovite mica (h =
20 pm).

pate in dipole-segmentation motions. These statements
are supported by the experimental data obtained for the
amorphous (nonoriented) film (curve 4 in Fig. 1). The
effect of X, on the TSD current spectra of the PETF
filmsis akin to that observed earlier [10].

The variation of the polarization conditions for the
inorganic components within the same limits causes
much more considerable changes in the thermograms,
which isseen most vividly in the case of mica (Fig. 24a).
As T, rises, T, and |, increase and the shape of the
curve changes. The increase in T,,, even advances the
growth of T,. For the muskovite mica, the current peaks
in thistemperature range are due to the relaxation of the
space charge captured by shallow (K*) and deep (OH")
traps [11]. The former are associated with minor maxi-
mum | in the current curves, whilethe latter are respon-
sible for principal maximum 1. The calculation based

Table 2
Th, K Im» PA W, eV Wy, Hz
Mical 440 3.6 0.40 5x 10t
Micall 476 8.6 0.58 3x 108

PANTELEEV, POLONSKII
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Fig. 3. Thesame asin Fig. 1 for Ca-Al-B-Mg-SiO, glass
(h=2.81 mm).

on the curve for T, = 403 K underestimates the param-
eter values compared with [12]: for I, W is lower by
0.1 eV; for I, the values of T, W, and wy, are lower by
24K, 0.022 eV, and afactor of 5, respectively (Table 2).
Such discrepancies may arise because of different
experimental conditions (various T, in this case). Com-
paring the curves in Fig. 2b with the data in [11, 12]
suggests (according to [11, 12]) that maximal and Il in
thisfigure are due to the melting of athick diffuse layer
and to the middle part of the water film volume, respec-
tively.

In the low-temperature range (from 93 to 273 K),
therate of relaxation processes increases with tempera-
turein all the samples, except for the varnish. Figure 3b
shows the spectra for the alumina borosilicate glass,
where current maximalie at temperatures between 173
and 253 K. Comparing these curves with those obtained
for TiO,-doped quartz glass allows us to conclude that
the glass composition influences TSD currents. Bearing
in mind that strong covalent bonds prevail in quartz
glasses[13] and also that KV glassis made by the gas-
flame technique, we may assign these maxima (also
observed in the temperature dependence of the dielec-
tricloss[15]) to aluminum impurity [14], whichis usu-
ally present in gas-flame quartz glasses in amounts of

TECHNICAL PHYSICS Vol. 48
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Table3
Glass Th, K Imy PA W, eV Wy, Hz
KV 447 0.88 2 x 107
KLR-1.1 463 0.36 1x 10!
Ca-Al-B-Mg-SiO, 414-444 0.48-0.51 0.71-0.74 3 x 10°-3 x 10°

(10-50) x 10%%. The curvesfor the quartz glass doped
by TiO, and especialy those for Ca-Al-B-Mg-SiO,
glass have maxima also at temperatures lower than
245 K. By comparing the TSD current spectrafor pure
KV quartz glass with those for other glasses, one can
suggest that the peak at 245-255K in Fig. 3b is associ-
ated with the migration of Al** ionsand that at T< 245K,
with the migration of other ions: Ti** for the KLR-1.1
guartz glassand Na, K, Ca, Al, Mg, and Ti ions for the
Ca-Al-B-Mg-SiO, glass.

The TSD current thermograms for the Ca-Al-B—
Mg-SiO,, KLR-1.1, and KV glasses in the high-tem-
perature range are shown in Fig. 3a. From these curves
(comparisonismadefor T, =433 K; Table 3), it follows
that the KV glass has the highest W and wy, although

the charge relaxation in it takes place at temperatures
lower than in the KLR-1.1. This fact can be explained

I, pA
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| | |
313 333 353 373 393 413 43

(b)
8 T 3

.............................

0 | | | | | | | | |
93 113 133 153 173 193 213 233 253 273
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Fig. 4. The same as in Fig. 1 for epoxy—novolac varnish
(resin) (h =40 pm).
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by dissimilar charge carriers (ions) responsible for con-
duction inthese glasses. The TSD current curvesfor the
Ca-Al-B-Mg-SiO, glass cannot be adequately ana-
lyzed in terms of asingle appropriately selected current
peak. Therefore, for this glass, the distribution of elec-
troactive defects was found from |, T,,, and W (the
ranges of these parameters are shown in Table 3). In
spite of the great scatter in the values of T,, for electro-
active defects, their Wand wy, fall into anarrow interval.
Such asituation ispossibleif similar defectsare present
in the material.

For the cured epoxy—novolac varnish, the TSD cur-
rent curves have weak maxima in both the low- and
high-temperature ranges (Fig. 4). The variation of U,
and t, affect to an extent the space-charge relaxation
[8]. The position of the high-temperature peak changes
only dlightly (not shown in Fig. 4). The small values of
the electroactive defect parameters for this peak (taken
under the standard conditions), namely, T,, = 316 K,
W=0.24 eV, and wy, = 10 Hz (I, = 36.7 pA), indicate
the presence of a large number of shallow traps in the
material.

CONCLUSIONS

Among al the components of the composites, the
energy of activation of space-charge relaxation is the
highest for the PETF film and the lowest for the epoxy—
novolac varnish. Also, small TSD currents for al the
inorganic components in the high-temperature range
(roughly one order of magnitude lower than for the
organic congtituents) are noteworthy. However, this
does not mean that inorganic materialswill not contrib-
ute to the spectrataken of the composites. When study-
ing impregnated mica paper and especially varnished
glass fabric, we found, in particular, that the current
grows by about two orders of magnitude compared with
that in as-prepared glass fabric. The interfaces between
the components of the varnished glass fabric apparently
act astraps for free ions, which may be present in both
theresin and the glass. A high electrical conductivity of
resins and the continuity of their structures make them
an efficient medium for the transfer of charges being
released from the traps.
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Abstract—Structures similar to Schottky diodes are prepared by the thermal evaporation of chromium on high-
resistivity cadmium telluride substrates doped by vanadium (CdTe: V) to aconcentration of 5 x 10*® cm™. The
current—voltage and spectral characteristics of the Cr/CdTe: V barrier structures are studied, and their rectifying
properties are evaluated. © 2003 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

Cadmium telluride, even though in wide use, is con-
tinuing to attract researchers’ attention. Recent empha-
sis has been on applications where the semi-insulating
properties of this material play a prominent part. X-ray
and gamma radiation spectroscopy, €l ectrooptical mod-
ulation, and photorefraction are just afew areas of sci-
entific exploration where an intense search for new
materials and their applications is being carried out.
CdTe semiconductors doped by transition metals of the
iron group are viewed as the most promising materials
for the near-infrared (IR) spectral region. Doping by
vanadium also makes it possible to use cadmium tellu-
ride as a photorefractive medium for recording optical
information and its transmission via communication
lines [1, 2]. Therefore, the number of studies on
advanced CdTe technologies and on the eectric and
photoelectric properties of various structures based on
undoped and doped cadmium telluride is growing
[3-5].

In thiswork, Cr/CdTe: V barrier structures are pre-
pared and their electrical and spectral characteristics
are studied.

EXPERIMENTAL

Schottky-barrier metal/semiconductor  junctions
were prepared on single-crystalline n-CdTe : V wafers
with avanadium concentration N, = 5 x 108 cm3, The
single crystals were grown by vertical directed crystal-
lization at acooling rate of 10 K/h with the free volume
over the melt kept constant. Note that these two factors
influence significantly the optical quality of the crystal
and its electrical uniformity.

The wafers were cut from the middle part of the
CdTe : V sgingle-crystalline ingot normaly to the
growth direction. According to our electrical and galva-
nomagnetic studies, the ingot in this part had a free

electron concentration n,= 5 x 10'* cm= and aresistiv-
ity p=10° Q cm, i.e.,, was semi-insulating. The plane-
parallel wafers were processed by conventional
mechanical methods and rinsed carefully in ethanol.

Prior to chromium deposition, the substrates were
cleaned by ion bombardment in argon for 78 min.
Then, a chromium film was deposited onto one side of
the wafer by thermal evaporation in a vacuum (P =
6.7 x 1072 Pa). The substrate temperature was kept at
190-200°C. The metal film deposited had athicknessd
of about 15 pum. The wafers thus produced were
mechanically scribed into 2 x 3-mm chips to which
copper wires were attached with contactol. Such
Cr/CdTe : V structures were used to take steady-state
|-V characteristics and spectral curves of photosensi-
tivity.

RESULTS AND DISCUSSION

In Fig. 1, a typica |-V characteristic of the
Cr/CdTe: V structures is shown. It is seen that the
metal/semiconductor junctions (MSJs) offer good rec-
tifying properties. For example, at a bias voltage of
about 20V, the forward current exceeds the reverse cur-
rent by three orders of magnitude. Theinitia portion of
the |-V characteristic is described by the diode equa-
tion, whereas at voltages >20 V the forward branch
obeysthe relationship [4, 6]

U= U,+Ryl.

The bulk resistance R, derived from the slope of the

linear portion isfound to be about 107 Q and the cutoff
voltage is 14-15V in different samples.

In Fig. 2, the |-V characteristic is plotted in the
semi-logarithmic coordinates. The straight portion in
this curve indicates that the current through the struc-

1063-7842/03/4805-0641$24.00 © 2003 MAIK “Nauka/ Interperiodica’
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ture varies exponentially with voltage [7]:
- (Y4
= 1 enfgh-1), 0

where | = AST?exp(—p,/KT) is the saturation current,
U, isthe applied voltage, nistheideality factor, Aisthe
Richardson constant, Sisthejunction area, and @, isthe
potential barrier height in the structure.

By extrapolating the linear portion of the curve to
the zero bias voltage, one can find the saturation current
by formula (1) and then, from the current value, the
potential barrier height. If the Richardson constant is
set equal to that of afree electron, 120 A/(cm? K?), the
value of @, for different samples varies between 0.7 and
0.75 eV. That is, @, roughly equals half the energy gap
of cadmium telluride, which signifies the high quality
of the rectifying contact. Note that similar data for
Cr/CdTein the literature are lacking (see, e.g. [7, 8]).

The photosensitivity studies of the Cr/CdTe : V
junctions revealed the photovoltaic effect, which was
observed under illumination of the structures on the
crystal side (the metal film is opague to light). In the
best structures, the open-circuit voltage amounted to
~0.5V. Figure 3 shows the spectral dependences of the
photosensitivity for several structures. Itis seen that the
Cr/CdTe : V structures are photosensitive in the range
0.85-2.5 pm. The position of the short-wavelength
edge of photosensitivity depends on the photosensitiv-
ity edge of the substrate material and corresponds to
band-to-band electron transitions. The extension of the
spectral  dependence into the long-wave range is
explained both by the presence of a degp vanadium-
related level in the energy gap (E, = 0.72-0.8 eV [9])
and by the photoemission of electrons from the metal
into the semiconductor base. The different values of
photosensitivity near 1.5 um for samples 1 and 2 pre-
pared from different parts of the wafer can be explained
by the segregation of vanadium.

Thus, from our experimental studies, it can be con-
cluded that Schottky diodes fabricated by thermally
evaporating Cr films on semi-insulating CdTe: V crys-
tals offer good rectifying properties and a high photo-
sensitivity.

The use of a high-resistivity material (CdTe: V) in
barrier structures alows one to extend the spectral
range of sensitivity. Such structures are of interest for
effectively separating charge carriers generated by ion-
izing particles of different energies.
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Abstract—The distributions of the dark voltage and photovoltage over the surface of a conducting semicon-
ductor disk (film) with current is calculated analytically. For a photodetector with five ohmic contacts arranged
in an appropriate pattern at the circumference of the disk, arelationship between the output signal, current, and
local illumination position is found. Experimental data indicate the feasibility of using such photodetectors as
X=Y optical sensors. © 2003 MAIK “ Nauka/Interperiodica” .

Among position-sensitive photodetectors, optical
sensors based on p—n junctions were the first to be
applied in practice [1]. The next one of this family of
optoelectron devices was a sensing element that uses
the position dependence of its internal resistance [2].

Position-sensitive optical sensors (photodetectors)
that are made of homogeneous |ow-resistivity semicon-
ductors and have unusual arrangement and connection
of electrical contacts were first suggested in [3, 4]. In
this work, we are looking for a functional relationship
between the output signal of the photodetector with five
ohmic contacts and the position of local illumination.

The coordinate dependence of the optical sensitivity
of the photodetectors under study reflects the specific
potential distribution over the semiconductor surfacein
the presence of current. We analyzed the distributions
of the dark voltage ¢, and photovoltage ¢, in a photo-
detector made of a homogeneous conducting semicon-
ductor disk (film) of thickness d and radius R with five
ohmic contacts arranged along the circumference
(Fig. 1). Voltage source 6 is connected to contacts 2
and 4, and a current | is passed through the device.
Load resistors 7 and 8 and voltage amplifiers 9 and 10
areinserted between contacts 1 and 5 and between con-
tacts 1 and 3.

To find the distributions of the dark voltage and pho-
tovoltage, weintroducethe Cartesian (x, y, 2) and spher-
ica (r, ©, ) coordinates, with their origin placed at the
center O of the front surface of the disk. The axes X and
Y are arranged <0 that the X axis runs through contacts 2
and 4 (Fig. 1).

The coordinater of apoint on the free surface of the
disk isequal to the magnitude of itsradius vector r (r =
Ir]), and @ isthe angle between the vector r and positive
direction of the Y axis. Since the disk is uniform in
thickness, the voltages are independent of z (or Y1): ¢, =

Bo(X, Y) = Bo(r) = do(r, ©) and ¢; = ¢1(x, y) = ¢4(r) =
4(r, ©).

When deriving an expression for the dark voltage
do(r, ®), we used the Laplace equation

Apo =0 D
(AisLaplacian) and also equationsrelating the external
electric field strength E to ¢, and the current density |
to the dark conductivity oy
E=-0, |=o0E. @)
The boundary conditions were as follows:

in =0, E,=-(0¢g)/(ar)],-r =0, (©)

where nisthe normal to the disk surface.

In view of the results obtained in [1], we expressed
the dark voltage as an explicit function of the coordi-
nates:

_ 1 |r — RX|
bo = oomd n|r +R,’

Here, R, = Re, and e, is the unit vector in the X direc-

tion. Now let asmall area of disk surface beilluminated

(4)

Fig. 1. Position-sensitive device based on a five-contact
photodetector.
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by narrow beam 11 of opticaly active light (Fig. 1). In
low-resistivity semiconductors, especialy those sub-
jected to weak electric fields, one can neglect the diffu-
sion- and drift-related smearing of the boundary
between the distributions of excess charge carriers in
the dark and illuminated areas [5]. Therefore, we
assume that the distribution of nonequilibrium excess
carriers over the area of optical excitation and that of
the light intensity L over the beam’s cross section are
the same.

Let &0 be a change in the conductivity of the semi-
conductor at the center of theillumination spot with the
coordinate ry = (ro, ©p). If it is assumed that the light
intensity in the probing beam obeysthe Gaussian distri-
bution, the expression for the conductivity at any point
r = (r, ©) on the disk’s surface is given by

o(r) = g5+ 60exp[—@}, 5)
a

where aisthe radius of the illumination spot.

Relationship (5) yields correct limiting values of
o(r): o(rg) = 0o + 00 for r = ry and o(r) = g, for
[r —rql>a.

In a low-resistivity semiconductor, (do)/c < 1,
therefore, the voltage ¢(r) can be expressed as the
series in powers of (d0)/o. In this case, ¢, can be
regarded as afirst-order correction to ¢

O(r) = do(r) +¢4(r). (6)

Under steady-state conditions, ¢(r) must satisfy the
equations

j =—ol$ , divj =0. (7

From (1) and (6) and aso taking into account that

thescalar product [0 (1§ ,=[0c [1p ,isproportional

to (00)/o)?, which is a second-order infinitesimal, we

arrived at arelationship that relatesthe dark voltage and
photovoltage to each other:

oAy, =6l o (8)

Substituting (4) into (8) and putting o = ¢,, wefind
that

5001 | [(r=R,)r—ro)
A¢1~20a2T[0d[ (r—Rx)Z

9)

L +R)r —ro)}exp{_(r —ro)z}

(r +R)’ a

A solution to Eq. (9) is the function ¢,, which
depends not only on the coordinates r = (r, ©) of the
point considered but also on the coordinates r, = (r,
O©,) of the illumination spot.

Of practical interest is the voltage drop across spe-
cific points on the photoconductor surface. Contacts 1—
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5lieonthelateral surface of the photodetector at points
specified by the angles ©; = 45°, @, = 90°, @, = 135°,
®, = 270°, and ©5 = 315°. The angles are measured
from the Y axis counterclockwise.

Asfollows from formula (4) and symmetry consid-
erations, contacts 1 and 3 lie on an equipotential line;

therefore, the dark voltage Vf3 =0. Contacts1 and 5do

not lie on an equipotential line; hence, Vf5 #z0.

Under local illumination, the conductivity of the
photodetector changes (8o < ;) and so doesthe poten-
tial (by avalue of ¢,) [6]. If the radius of the light spot
issmal (a<R),

¢, = R

v roalll [lzl |4|} 10

O ondc’LI? 13

where
-— 1 1 1
[(doll= n—aZJ’J’ESo(x, y)daxdy',

| isthe distance from the point of observationtotheillu-
mination spot, and |, and |, are the distances from con-
tacts 2 and 4 to the point of observation.

For all the five contacts, the voltage depends on the

illumination spot coordinates. With formula (10), we
obtain the following relationships for the voltage drop:

Vi3 = Ay
y 1+r2—2./2y" (11
[(L+1?)° =4y [(L+r*-2./2x")" — 2y
Vi = AX"
1+r2-2./2y" (12)

X

[(1+r%) =4y J[(1+ 1= 2./2y) - 2x)
where

p- B
o ord

X = 18Ny, Y = 1,080y, I = J/X° +Vy*, X" = x/a, and
y'=vyla.

Relationships (11) and (12) define the potential drop
under illumination. For small and moderate values of
Iy, output characteristics (11) and (12) are seen to vary
linearly with displacement; that is, V3 ~ Ay and V5 ~
AX. The signals V,; and V,5 change sign when the sense
of displacement isreversed. Thus, the output character-
istics uniquely define the location of the light spot. The
uniqueness is also retained if the characteristics are
slightly nonlinear. This makes it possible to extend the
applicability domain of the approach. The location
characteristicsinvolve design parametersthat enter into
the expression for A.
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Vour MV (where L is the illuminance, AU, is a change in the
output voltage when the coordinate changes by h, and
2001 Vis(y) | isthe current through the device), were equal to
mV mV
= 27— = 15—
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Abstract—Surface-barrier photodiodes prepared by the vacuum deposition of a semi-transparent gold layer on
Hgsln,Teg single-crystal substrates are studied. |-V characteristics taken at temperatures between 278 and
323 K and the photosensitivity spectrum recorded in the range 0.6-1.8 um, which is of great importance for
fiber-optics communication, are given. Charge transfer mechanisms are treated in terms of generation—recom-
bination processes in the space-charge region of the diode. © 2003 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

The effective operation of fiber-optics communica-
tion linesimpliesthe presence of fast efficient photode-
tectors. In quartz fibers, the least |osses are observed at
a wavelength of 1.55 pm (at 1.3 um, the losses are
somewhat higher). Silicon photodiodes, therefore, are
not suitable for this purpose, and germanium diodes
have large dark currents. In terms of spectral matching,
In,Ga, _,As solid solution is best suited to fiber-optics
communication. Epitaxial layers of this solid solution
are usually grown on InP substrates, and the | attice mis-
match is minimal for x = 0.53. In this case, the
InGa, _ Asenergy gapis E; = 0.74 eV and the absorp-
tion edge lies at 1.68 um. To eliminate the undesired
effect of the potential barrier at the In,Ga, _,AgInP
interface, an extra interlayer of quaternary solid solu-
tion Galn; _,AsP; _, (x=0.6-0.7,y = 0.6-0.9) may be
introduced [1].

In [2, 3], a photodetector made of Hgsln,Te; was
suggested for the range mentioned above. This device
offers a nearly 100% internal photoelectric yield. A
specific feature of this material is a high concentration
of neutral cation vacancies, which makes it almost
insensitive to many impurities and radiation-resistant
[4]. Although the energy gap of Hgsln,Te; exceeds that
of Geinsignificantly (only by =0.06 eV), the room-tem-
perature minority carrier concentration (which isto a
great extent responsible for the reverse current of a
diode) in the former is less by roughly one order of
magnitude. That iswhy Hgsln, Te; photodiodes seem to
be promising for fiber-optics communication.

In this work, we experimentally study charge trans-
fer in Hgsln,Te; photodiodes and analyze its physical
mechanisms. These issues, which are not covered in
previous publications, are intimately related to the effi-

ciency of photoelectric conversion, as well as to the
device's dark current and speed.

SINGLE CRYSTALS

The diodes were made of Bridgman-grown n-
Hgsln,Te; single crystals. The electron concentration
found by the Hall effect and conductivity measure-
ments was 8 x 10 cm3. The electron mobility was
equal to 140-150 cm?/(V s). Figure 1 shows the optical
transmission (T) curve of Hgsln,Te; over awide range
of wavelengths A (the bresk in the curve is due to the
use of two spectral instruments). Thevalue T=70-71%
for a plate 1 mm thick is noteworthy: it indicates the
high quality of the single crystals. Assuming that, for
such a high transparency, losses are due only to reflec-
tionand putting T = (1 —r)/(1 +r) in view of the multi-

T, %
80

60

40

20+

B B

0 5 10 15 20 25
A, Um

Fig. 1. Transmission spectrum of Hgsln,Teg single crystals
at 300 K.
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Fig. 3. I-V characteristics of the Au/HgInTe diode at three
temperatures.

ple reflections [5], we find for the reflection coefficient
r = 0.17. Although the reflection coefficient depends on
wavelength, the value of r found can be used to con-
struct the entire absorption curve without introducing a
large error. In general, the absorption coefficient a, T,
and the sample thickness d are related as [5]

;Ing(1-r)2+[(1-r)4+rz}”%a_ @

O(:dDZT 4T? 0

~—

The a vs. hv dependence (hv is the photon energy)
calculated from (1) is depicted in Fig. 2 in the coordi-
nates a’~hv. Here, it is taken into account that, for
direct-gap semiconductors (which Hgsln,Tes is [4]),
o ~ (hv — Ey)2. In these coordinates, the curve a(hv)

KOSYACHENKO et al.

then takes the form of a straight line intersecting the
abscissaaxisat the point hv = E,. From Fig. 2 it follows
that the energy gap Eg4 of HgsIn,Te; iscloseto 0.72 eV,
which agrees with published data [4].

PROPERTIES OF THE DIODES

Photosensitive barrier structures were prepared tX
evaporating a semitransparent gold layer (=200
thick) at a pressure of no more than 10 torr on
Hgsln,Te; plates that were preliminary carefully pol-
ished and irradiated by Ar ions (ion-beam etching) with
an energy of 500-700 eV and a current of 20 mA/cm?
for 5min.

The |-V characteristics of a 1-mm? Au/Hg;In,Te;
diodetaken at 278, 293, and 323 K are shown in Fig. 3,
and its photosensitivity spectrum recorded in the range
0.6-1.8 ym at 300K isdisplayed in Fig. 4.

The photosensitivity spectrum is seen to cover the
whole interval of wavelengths used in optical fibers,
i.e., 0.65,0.84, 1.3, and 1.55 um. The current sensitivity
is quite acceptable for practical use but can be notice-
ably improved by thinning the semitransparent gold
electrode to 80-100 A. The dark currents of the diode
are the same asin the best Ge photodiodes of the same
areabut are roughly one order of magnitude higher than
those of In,Ga, _,As p— junctions intended for opera-
tion at 1.55 um (see, e.g., [6]).

Let us consider possible charge transfer mecha-
nisms and ways of decreasing the dark current in
Au/HglInTe diodes.

Thefast, though sublinear, risein the reverse current
with voltage and its strong temperature dependence
imply that the current is of athermionic nature. At first
glance, such a supposition seems doubtful, since the
forward branch of the characteristic does not exhibit the
dependence | ~ exp(eV/2KkT), which istypical of recom-
bination current [7]. It should be noted, however, that
such a dependence was obtained for a conventional p—
n junction [8]. For Schottky diodes, this dependence
holds only if an inversion layer is present at the semi-
conductor surface (i.e.,, when the barrier height ¢,
exceeds E/2 — Ay, where Al is the spacing between the
Fermi level and the conduction band bottom in the neu-
tral part of the semiconductor) and the forward biasis
not too large [9]. When these conditions are not met, the
recombination current grows with voltage much
weaker than the dependence | ~ exp(eV/2KT).

In general, the dependence 1(V) can be found by
integrating the recombination rate U(x) over the space-
charge region of the diode:

W
| = AeIU(x)dx,
0

where A is the surface area of the diode; W is the width
of the space-charge region that is equal to (2e€y(dy —
TECHNICAL PHYSICS Vol. 48

No. 5 2003



ELECTRICAL PERFORMANCE

eV)/e2Ny)V?; € and g, isthe permittivity of the semicon-
ductor and the dielectric constant, respectively; and Ny
is the concentration of uncompensated donors.

According to Shockley—Reed recombination statis-
tics,

n(x, V)p(x, V) —n’ @
ToolN(X, V) +nq] +T o[ P(X, V) + pg]’

wheren(x, V) and p(x, V) are the nonequilibrium carrier
concentrations in the conduction band and valence
band, respectively; n; isthe intrinsic carrier concentra-
tion; and 1, and T, are the effective lifetimes of elec-
trons and holes, respectively, in the space-charge
region.

The values of n; and p, are numerically equal to the
equilibrium concentrations of electrons and holes when
the Fermi level coincideswith the recombination center
(trap) level E; that is, n; = N.exp(—E/KT) and p; =
N, exp(—+Ey — E)/KT).

If the energy is measured from the conduction band
bottom in the neutral part of the crystal, the concentra-
tions of electrons and holesin a section x at avoltage V
are given by (seeinset to Fig. 5)

U(x, V) =

n(x, V) = N@xp[—%} (©)]
p(x, V) = Nyexp[ e SE BRI ZEV] g
where
2
d(x V) = (bo—eV)H -4 (5)

is the variation of the potential energy in the space-
charge region.

The parameters necessary to calculate the current,
the barrier height ¢, and the energy position E; of the
generation—recombination center, are unknown. The
situation is, however, simplified owing to the fact that,
for eV > KT, the reverse generation current |, is given

by [9]

ep,W./E,—Ap—E,—eV — ,/E,—Ap

Joo—eV

From this expression, it follows that |, does not
depend on ¢, (W ~ (d, — €V)Y?). Moreover, at elevated
reverse biases, its V dependence does not change with
E; (but the current is a strong function of E,). Formula (6)
was derived for E; lying in the upper part of the energy
gap. For lower lying levels, the behavior of the current
issimilar [9].

Thus, to compare (1) with the experiment, one must
preset a reasonable value of ¢; calculate the currents
for various E;; and, by appropriately selecting coeffi-

(6)

| genl = Too
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Fig. 4. Photosensitivity spectrum of the Au/HgInTe diode at
300 K. The dashed line shows the transmission of the
200-A-thick gold film on the quartz plate. Four spectral
ranges used in communication lines are shown.
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Fig. 5. Measured (circles) vs. calculated (continuous
curves) -V characteristics for different energy positions E;
of the generation—recombination level at 293 K. Thefigures
by the curves are the values of E; (eV). Theinset showsthe
energy-level diagram of the junction used in the analysis.

cients, bring the experimental curve into coincidence
with constructed curvesin therange of elevated reverse
biases. Then, by varying ¢, the best fit between the
experimental and constructed curvesin the range of for-
ward biases must be achieved. Theresults of such apro-
cedure areillustrated in Fig. 5. The effective mass of an
electron, m,, istaken to be 0.47m, (m, is the mass of a
free electron); that of ahole, m, = 1.35m, [4]; and Ap =
KTIn(NJ/n) = 0.235 eV at 296 K. It is seen that the
behavior of the reverse current and the rectifying prop-
erties of the diode depend on E,. Comparing the exper-
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imental and calculated results for reverse biases shows
that the energy position of the generation—recombina-
tion center is0.21-0.26 €V. The best fit between the cal-
culated and measured forward branches is achieved
when the barrier height ¢, equals 0.37 eV. The calcula-
tion of the direct current can be made for voltages V <
0.25 V, since the above-barrier thermionic current
comes into play at higher voltages. For Ay and ¢,
found, the saturation thermionic current |y =
AA* T2exp[—(¢o + AR)/KT] =3 x 10°A at 296 K (A* is
the effective Richardson constant); that is, it is small
compared with the generation current. However, the
range of elevated forward biasesis of minor importance
for the operation of the device as a photodiode.

It is worth noting that formula (2) involves the car-
rier lifetimes 1, and 1, which, however, influence
only the current through the diode. This circumstance
allowsusto find their values by joining together the cal-
culated and measured currents in that voltage range
where the current is independent of other parameters
(E; and ¢,), i.e., at elevated reverse biases. In this volt-
age range, the best agreement between the simulation
and experiment is reached at Tpo = T = 8 x 108 sfor

E,=0.21eV and 1, =T, =1.5x10®sfor E;=0.26€V.

Thus, the suggested procedure of processing exper-
imental data allows for afairly accurate determination
of unknown parameters of the diode structure, namely,
the barrier height ¢, carrier lifetimes 1, and 1, in the
space-charge region, and energy position E; of recom-
bination—generation levels. Of practical importance is
the fact that the reverse current in an Au/HginTe diode
isgoverned by carrier generation in the depleted region
of the barrier structure, i.e., by the parameters 1, and
Ty Hence, the reverse current of the diode can be
decreased by using purer and more perfect crystals
(since 1, and T, are inversely proportional to the den-
sity of recombination—generation levels).

KOSYACHENKO et al.

CONCLUSIONS

We fabricated efficient Au/HginTe photodiodes
whose sensitivity range covers the operating spectral
range of fiber-optics communication lines. The electric
performance of the diodes can be characterized by
invoking the model of recombination and generation in
the space-charge region with regard for specific pro-
cesses occurring in surface-barrier structures. The
energy position of generation—recombination levels is
0.21-0.26 eV, and the effective lifetime of charge carri-
ersranges from 108to 10’ s.
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Abstract—The behavior of the domain structure in thin hematite crystal platelets subjected to amagnetic field
isstudied. In acertain range of the magnetic field aligned with the hard magnetic axisin the basal plane, amag-
netic superstructure with the ferromagnetic vector azimuth oscillating along the magnetic field isfound to arise
in the crystals with internal stresses. Experimental data are discussed in terms of the magnetization ripple the-

ory. © 2003 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

The domain structure (DS) of hematite, which is a
weak ferromagnet, has been studied for more than
30 years by various investigation techniques, such as
the method of power patterns[1], X-ray topography [2],
and the magnetooptic method [3, 4]. The theoretical
consideration of DSs in hematite was performed in [5].
One may thus be inclined to think that this issue has
been well understood to date both theoretically and
experimentally. However, an intriguing feature of the
DS evolution in Ga-doped hematite magnetized along
the hard magnetic axis has been recently found [6],
namely, a quasi-periodic magnetic microstructure with
the ferromagnetic vector azimuth oscillating along the
magnetic field. This modulated magnetic structure
(MMS) was attributed [6] to the transition of the crystal
from the uniform to the nonuniform magnetic state and
was treated in terms of the concept of random field
appearing when diamagnetic Ga ions substitute for
some of the Feions. Further investigations showed that
the MMS is also observed in pure hematite crystals
with internal stresses. Below, conditionsfor MM Sexci-
tation and existence in such crystals are discussed.

EXPERIMENTAL

a-Fe,O; hematite single crystal s (space group ng )
were grown by oriented crystallization from solutionin
melt [7] and cut into plane-parallel 5 x 5-mm square
platelets of thickness 200 to 300 um. Their wide faces
coincided with the (111) basal plane.

The DS was examined by the magnetooptic method.
The domains were visualized by means of a crossed-
analyzer transmission polarizing microscope (thetrans-
mission band of hematite is 0.9 < A < 1.2 um) under
normal incidence of light on the sample surface (i.e.,
light propagated along the C; axis). A video camera

linked to a computer read out the DS image from the
monitor of an electron—optical image converter. In
addition, the intensity of the light transmitted through
the polarizer—sample—analyzer system was measured
as a function of the magnetic field and orientation (an
FEU-62 photoelectric multiplier was used as a photo-
detector).

A uniform magnetic field H < 100 Oe was produced
by two pairs of Helmholtz coils and could take any
direction in the basal plane without changing its
strength; i.e., |H| remained the same. The sampleswere
placed in an optical cryostat and were studied in the
temperature range 80-290 K. Throughout the experi-
ment, the sample surface was oriented normally to the
terrestrial magnetic field.

It is known [8, 9] that the amount of magnetooptic
effectsin hematite depends substantially on the magne-
tization orientation in the basal plane. It is, therefore, of
interest to trace theinterplay between the azimuth angle
of the ferromagnetic vector m and a magnetooptic-
effect-induced change in the intensity of thelight trans-
mitted through the polarizer—sample-analyzer system.
Using the Jones matrix formalism (the Jones matrix for
weak rhombohedral ferromagnetswas obtained in[10])
and taking into account that the Cotton—M outon [8] and
Faraday effects[9] are basic magnetooptic effectsin the
near-IR range, one can represent the light intensity at
the exit of the polarizer—sample-analyzer systeminthe
form

1(0) = Asin“2(¢ + )

1)
+Bsin3(¢ +¢,) + Csin($ +¢,),

where A is the magnetooptic coefficient characterizing

the Cotton—Mouton effect, B and C are the coefficients

responsible for the Faraday effect, ¢ is the angle

between the vector m and C, axis, and ¢, and ¢, are

1063-7842/03/4805-0651$24.00 © 2003 MAIK “Nauka/ Interperiodica’



652

I, arb. units

1
360
W, deg

1 1
180 270

0 90

Fig. 1. Intensity of the light transmitted through the polar-
izer—sample-analyzer system vs. magnetic field (H =
100 Oe) orientation in the basal plane of a-Fe,O3. Y isthe
angle between the vector H and an arbitrary direction in the
basal plane of the crystal. Circles, data points; continuous
curve, fitting with formula (1).

parameters depending on the orientation of the plane of
polarization of incident light relative to the C, axis.

In (1), wetakeinto account that the principal axis of
symmetry may deviate somewhat from the direction of
light propagation. Because of this, the Faraday effect
from both the transverse (B harmonic) and longitudinal
(C harmonic) components of the vector m contributes
to 1(¢). To eliminate these effects, which are, generally
speaking, a handicap to the determination of the vector
m, we measured the photocurrent of the detector as a
function of the applied magnetic field orientation in the
basal plane. The field strength was taken such that the
magnetic state of the sample was uniform (single-
domain). Our experiments showed that such a situation
occursat H > 30 Oe.

Figure 1 demonstrates a typical orientation depen-
dence of theintensity | for a-Fe,O; at T =290 K. From
this curve, the amplitudes of the harmonicsinvolved in
(1) (the angle between the direction of light propagation
and the C; axis is 1°—2°) were extracted by the least-
squares method. The magnetooptic coefficients deter-
mined from Fig. 1 arerdlated asA: C:B=10:1:0.1.
Consequently, the Cotton—-Mouton effect is the main
reason for the modulation of the intensity I. Then,
decreasing the sampl e surface misorientation relative to
thedirection of incident light, one can diminish thefun-
damental harmonic amplitude so as to provide a corre-
lation between the azimuth of the vector m and a
change in the intensity |. Thus, from the integral char-
acteristics of the light flux at the exit of the sample
(expression (1)), one can find the orientation of the vec-
tor m in the basal plane (i.e., the direction of the C,
axes), while the spatial variation of the magnetic order
parameter of the crystal can be judged from the local
characteristics of the light flux if the angle ¢ is consid-
ered as a function of the coordinates.

EXPERIMENTAL RESULTS

As follows from our experimental data for the DS
evolution, when thefield H in the basal planeis applied
normally to the domain walls (DWSs), which are

KARAEV, SOKOLOV

observed in the demagnetized state of the sample, some
of the hematite crystals exhibit MM Ss similar to those
obtained earlier in a-Fe,O; : Ga[6]. Figure 2a shows
the DS in one of the crystals that is visualized in the
absence of the external magnetic field at room temper-
ature. It turned out that the domain images become
more contrasting if the C; axisisdightly deflected from
the direction of light propagation; in other words, the
Faraday effect is largely responsible for DS visuaiza
tion inthiscase. Thisispossibleif the domains are 90°
or 180° domains. Since the insertion of a quarter-wave-
length phase plate into the optical path of the micro-
scope did not alow usto reliably observe the DS under
normal incidence of light, we can infer that the domains
are 180°. It is noteworthy that the wall to the right of
Fig. 2aisdiffuse; that is, it isinclined to the basal plane.
Moreover, the orientation of the DWs coincides with
none of the preferential directions in the basal plane
(for most of the crystals studied, they were aligned with
one of the C, axes, which are easy axes of in-planecrys-
tallographic (hexagonal) anisotropy in hematite at
room temperature [5]). One reason for the appearance
of inclined DWs and the misalignment between the
easy magnetic axis and C, axisin a-Fe,O3 is growth-
induced internal stresses[5].

When the magnetic field in the basal planeisapplied
normally to the DWs in the demagnetized state, the
sample first becomes single-domain. Then, at H = 6—
15 Oe, the MMS in the form of diffuse-boundary
fringes with different magnetooptic contrast appearsin
acertain areaof the surface (Figs. 2b, 2¢). With the vec-
tor H being deflected from this direction by an angle of
less than 10°, the fringes shift, their width changes, but
the direction and contrast of theimage remain the same.
As the angle of deflection increases, the MMS disap-
pears.

Asfor the case of a-Fe,O; : Ga, the spatial period A
of the MM S depends on thefield: asH grows, thefringe
spacing decreases (Figs. 2b, 2¢). The period A varies
with thefield stepwise: the number of fringes per length
under observation changes. When the direction of H
reverses, along with the pinning effect, the hysteresis of
A takes place: asthefield declines (the backward run of
magnetization), the mean period of the MM S is shorter
than when the field rises.

It should be noted that the fringesin Figs. 2b and 2¢
are distinctly seen under normal incidence of light on
the sample. In this case, the contrast of the MM Simage
can be inverted by appropriately selecting the azimuth
of the polarizer. The contrast inversion was observed
when the polarizer was rotated by an angle of =50° rel-
ativeto the position in which the fringesin Figs. 2b and
2c appeared. This apparently means that the azimuths
of the vector m at the centers of adjacent fringes differ
approximately by 50°. The diffuse boundaries of the
fringeslead usto concludethat m isnot merely an alter-
nating-sign vector, as in an ordinary DS, but has a
smoothly varying direction. The MMS discovered can
No. 5
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be roughly represented by the one-dimensional oscilla-
tory dependence of the azimuth angle 3 of the vector m
on the spatia coordinate: 3 = 25°coskx, where k = 217A
isthe wavevector of the MM S and x isthe running coor-
dinate (H || X).

A decrease in the temperature does not cause any
noticeabl e changeinthe MM S period or contrast. How-
ever, at T= 260K, boththe DSand MMSin the crystal
studied disappear amost stepwise. This could be
expected, since, at the Morin temperature T, = 260 K,
o-Fe,0O; experiences a transition from the weak-ferro-
magnetic easy-plane state (T > T,,) to the easy-axis
antiferromagnetic one (T < T,,). Comparing the field
dependencies of the magnetooptic signal 1(H) that were
taken from the area where the MM S was observed with
those taken from areas where the MMS was absent
shows that these areas differ by neither the coercive
force nor the saturation field; however, the Morin tem-
perature (determined from the disappearance of thesig-
nal 1) turned out to be lower by approximately 3 K in
the former case.

DISCUSSION

The MMS discovered in hematite crystals with
internal stresses resembles the well-known magnetiza-
tion ripple effect, which is common to polycrystalline
Permalloy films[11]. Magnetization ripple arisesin the
films with in-plane magnetization and is associated
with the transition of Permalloy to the magnetic phase
where the local magnetization azimuth oscillates about
the direction of the field H. In this case, the spatial
period of modulation also decreases with increasing
field (asfor the MMS period in a-Fe,05). It was shown
[12] that the equilibrium magnetic structure, like mag-
netization ripple, arises owing to the combined effect of
random anisotropy (crystallographic anisotropy in
crystals arbitrarily oriented relative to each other),
uniaxial anisotropy induced by the film texture, and an
external magnetic field.

If the reason for the MMS is the same, one must
assume that crystal areas where the MMS occurs pos-
sess uniaxial magnetic centers with randomly directed
easy axes. These may be complexesformed by impurity
ions (an uncontrollable amount of which is aways
present in real crystals) and surrounding ions of the Fe
matrix. The difference in the ionic radii and/or charge
states of the impurity and matrix ions inevitably causes
lattice distortions. As a consequence, the orientation of
the magnetic moments of the complexes will differ
from the directions specified by the hexagonal anisot-
ropy of the crystal. Such anisotropic magnetic centers
are usualy deemed to be the reason for additional
uniaxial anisotropy in the basal plane of hematite
[13, 14]. The occurrence of induced anisotropy is
explained by impurity ion ordering, which takes place
by ion diffusion. Growth-induced internal stresses
specify the direction of this ordering and, thereby, the
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Fig. 2. a-Fe,O5 surface visualized in polarized light (sam-
ple thickness is 210 pym, T =290 K). H = (a) 0, (b) 6, and
(c) 14 Ce.

direction of theinduced anisotropy axis. A lower Morin
temperature in crystal areas with the MM S may be an
indirect indication of the presence of impurities (it is
well known [13] that impurities lower the Morin tem-
perature T\, of hematite considerably: e.g., even if 1%
of the Fe ions are substituted for by Snions, Ty, tends
toward subhelium temperatures [14]).

If the above assumptions are valid, then, based on
the magnetization ripple theory and assuming (accord-
ing to the theoretical model [12]) that K, > K > K N2
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(where K, is the anisotropy constant, which defines the
direction of the easy axis of a magnetic center; K isthe
constant of induced uniaxial anisotropy; and N is the
number of uniaxial centers per unit volume), we can
express the MMS period as

A = 2m(I/K)A(HM/2K — 1) ™2, )

Here, Jisthe exchange constant and M isthe spontane-
ous magnetization. Note that neither the impurity con-
centration nor the constant of in-plane hexagonal
anisotropy (both parameters define the maximal angle
of deflection of the local vector m from the magnetiza-
tion direction) enter into (2) according to the model
adopted.

From (2) it follows that the MM S appears if
H>H, = 2K/M. 3

Thiscondition allows oneto estimate the constant of
induced uniaxial anisotropy. With H, = 6 Oe (the field
of MMS occurrence) and M (T = 290 K) = 2G [13], we
find from (3) that K = 6 erg/cm? (cf. a constant of hex-
agonal anisotropy in hematite of 1-3 erg/cm?® at room
temperature [5]).

Unfortunately, the pinning and hysteresis effects,
which are observed as the applied field varies, make it
impossible to directly compare (2) with the experimen-
tal dependence A(H). However, the form of (2) implies
that initially (H = Hp) the curve A(H) decreases sharply,
but at higher H (H = 2H,), one can set A to be constant.
Then, substituting J = 2 x 10 erg/lcm [1], K =
6 erg/cm®, and H = 12 Oe into (3), we find that A =
35 um, which agrees well with the experimental data
(Fig. 2¢). Thisindicates that our model adequately fits
the experiment. It is essential that (2) and (3) coincide
with the relevant expressions [6] obtained by consider-
ing the thermodynamic potential of aweak rhombohe-
dral ferromagnet if one puts J =2y, K=—a, and M =
ul?, wherey, a, and p are the coefficients of expansion
of the thermodynamic potential in powers of the mag-
netic order and | is the magnitude of the antiferromag-
netic vector.

Asfar aswe know, an MM S like the one discovered
in this work has not been observed before in hematite.
A possible reason is the limitations of conventional
experimental techniques applied to visualize hematite.
For example, the method of powder patterns[1] or that

KARAEV, SOKOLOV

based on the polar Kerr effect [3] require the magneti-
zation to be out of plane, which isimpossible when the
basal plane of hematiteis studied. X-ray topography [2]
has a poor spatia resolution. Finally, [4], in which the
DSwas examined by amethod similar to ours, seemsto
investigate perfect samples, as can be judged from the
results reported.

REFERENCES

1. J A. Eaton and A. H. Morrish, Can. J. Phys. 49, 2768
(1971).

2. V. G.Labushkin, V. N. Seleznev, N. N. Faleev, et al., Fiz.
Tverd. Tela (Leningrad) 20, 1544 (1978) [Sov. Phys.
Solid State 20, 891 (1978)].

3. A. A. Bogdanov and A. Ya. Vlasov, Fiz. Tverd. Tela
(Leningrad) 12, 164 (1970) [Sov. Phys. Solid State 12,
130 (1970)].

4. V. L. Preobrazhenskii, A. A. Shishkov, and N. A. Ekono-
mov, Fiz. Tverd. Tela (Leningrad) 29, 3549 (1987) [Sov.
Phys. Solid State 29, 2034 (1987)].

5. M. M. Farzdinov and M. A. Shamsutdinov, Fiz. Tverd.
Tela(Leningrad) 19, 1422 (1977) [Sov. Phys. Solid State
19, 1417 (1977)].

6. Z.T.Azamatov, A. T. Karaev, B. Yu. Sokolov, et al., Zh.
Tekh. Fiz. 71 (3), 84 (2001) [Tech. Phys. 46, 354
(2001)].

7. R.A.Voskanyanand |. S. Zheludev, Kristallografiya 12,
539 (1967) [Sov. Phys. Crystallogr. 12, 473 (1967)].

8. V. S. Merkulov, E. G. Rudashevskii, A. Le Gdll’, et al.,
Zh. Eksp. Teor. Fiz. 80, 141 (1981) [Sov. Phys. JETP 53,
81 (1981)].

9. Yu. l. Shcherbakov, Fiz. Tverd. Tela(Leningrad) 26, 866
(1984) [Sov. Phys. Solid State 26, 524 (1984)].

10. Yu. M. Fedorov, A. A. Leksikov, and A. E. Aksenov, Fiz.
Tverd. Tela(Leningrad) 26, 220 (1984) [Sov. Phys. Solid
State 26, 128 (1984)].

11. A. Baltz and W. D. Doyie, J. Appl. Phys. 35, 1814
(1964).

12. A. Hoffmann, J. Appl. Phys. 35, 1790 (1964).

13. G. A. Petrakovskii, A. I. Pankrats, V. M. Sosnin, et al.,
Zh. Eksp. Teor. Fiz. 85, 691 (1983) [Sov. Phys. JETP 58,
403 (1983)].

14. B. Ya Kostyuzhanskii, M. Maryshko, and L. A. Prozo-
rov, Zh. Eksp. Teor. Fiz. 77, 764 (1979) [ Sov. Phys. JETP
50, 386 (1979)].

Trandated by V. saakyan

TECHNICAL PHYSICS Vol. 48 No.5 2003



Technical Physics, Vol. 48, No. 5, 2003, pp. 655-660. Translated from Zhurnal Tekhnicheskor Fiziki, Vol. 73, No. 5, 2003, pp. 134-138.

Original Russian Text Copyright © 2003 by Gorbachev.

BRIEF

COMMUNICATIONS

On Nonlinear Effectsin Condensation Models
with Continuous and Discrete Descriptions
of Nucleation

Yu. E. Gorbachev
Institute of High-Performance Computing and Information Systems, S. Petersburg, 191187 Russia

e-mail: gorbachev@hm.csa.ru
Received October 28, 2002

Abstract—A set of nonlinear equations for the evolution of the condensate fraction is suggested. The diffusion
approximation to the Zel’dovich equation is shown to be fundamentally inapplicable for describing nonlinear
effects. A diffusion equation with the applicability domain free of limitations due to supersaturation smallness

is derived. © 2003 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

A great number of works (see, e.g., [1-3]) have been
devoted to the derivation of equations for flowswith in
condensation. Although this procedure implies the
reduction of the dimensionality of the problem [4, 5],
this point has escaped researchers’ attention. The basic
reason is that slow and fast variables describing nucle-
ation and condensation are difficult to separate. Thisis
because condensation involves a set of characteristic
times. It has been shown [6] that the evolution of the
cluster size distribution toward its quasi-stationary
value is defined by a set of times: kinetic time of relax-
ation 1 [7, 8] and an infinite series of partial delay
times 14(g), which depend on the cluster (g-mer) size.
Such a situation makes the relaxation and condensation
processes very specific. The times 14(g) were shown to
be monatonically increasing functions [6]. For subcrit-
ical clusters (g < gp), the delay time is less than the
relaxation time; hence, the time it takes for the cluster
size distribution to reach its quasi-stationary form
depends only on the kinetic time. For supercritical clus-
ters, the relationship between the relaxation and delay
timesisreverse and, starting with a certain size g,,,, the
value of 14(g) becomes comparable to the characteristic
gasdynamic time Ty In other words, sufficiently large
clusters evolve only on atime scale on the order of Ty,
It followsfrom the af oresaid that the term “critical size”
separates clusters that have relaxed to their quasi-sta-
tionary size distribution by the time instant T, (subcrit-
ical clusters) from those that only begin to relax at the
time instant T, [6] (supercritical clusters). Such a divi-
sion is consistent with the definition of T, as the time
within which a cluster of critical sizeforms|[7, 8].

By a condensate, we mean clusters of supercritical
size (g > g), considering them to be stable. Another

argument in favor of this choiceisthe feature of cluster

relaxation mentioned above. This feature allows oneto
assume that the flux of critical-size clusters during con-
densation is close to the quasi-stationary cluster flux
[6]. An equation describing the behavior of a conden-
sate can be obtained from kinetic equationsfor the clus-
ter size distribution function.

Starting from[9], the condensation process was ana-
lyzed in terms of equations of the quasi-chemical con-
densation model. In this model, it is assumed that clus-
ters grow via association reactions (a monomer is
attached to a g-mer) and decay when a g-mer dissoci-
ates into amonomer and a (g — 1)-mer:

Ag_l+A1<j Ag; g = 2,3,.... (1)
The rate constants for association and decay reac-
tions (1) will be designated as K;_, and K, respec-

tively. Then, the evolution of the cluster size distribu-
tion function ny is defined by the set of equations

an -

-5t-1+D[(Uﬂ1) = —|2—ZZ|1, (2
]:

on

S OHuny) = lg=lg.y, -

lg = —Kgng+ Kg_yning_y; g = 2, ..., .

The quantity | istherate of formation of g-mers per
unit volume as aresult of the above reactions or a clus-
ter flux in the dimensionality space. The validity of
Eq. (2), as well as of al its modifications and conse-
quencesfollowing fromit, is based on theresult [6] that

the flux in the dimensionality space is absent if g >

1063-7842/03/4805-0655%$24.00 © 2003 MAIK “Nauka/Interperiodica’
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0r(1). Thismeansthat gj,,= 0 for g —» oo and also that
the sum on the right of (2) convergesin the limit.

The rate constants K, and K are related to each
other as

Ky = KgKg, Kg = ng_,/ng, (4)

where Kg isthe equilibrium constant;

0 ®@n e _ (5)

ng = nleXpD_——k—-I:_Dl nl - nlv

isthe equilibrium distribution function, which turnsthe
cluster flux in the dimensionality space to zero
(14 ng) =0), d(g) isthe minimal energy needed to form
ag-mer, and T is the temperature of the monomer gas.
Relationship (4) follows from the law of mass action.
Along with the equilibrium distribution, we will

deal with the stationary distribution nz . Itisdefined by
thereationship I(nZ) =congt = I°. Here, forg=2,ny =0
but n, #0.

The set of equations (3) isthe discrete description of
nucleation. In [10, 11], its continuous analogue in the
form of a diffusion equation in the dimensionality
space was suggested. In terms of the law of mass action
(see(4)), the expression for the nucleation flux I, can be
written (in view of (5)) as

n + e 6 n
(6)

on, alnnd] ong . _
= ~Dyfgg Mg 0 9Dag kTag P(g)= o

where Dy = K,_, n isthe diffusion coefficient.
Substituting the derivative for the finite difference
ontheright of (3), wearrive at adiffusion-like equation

for the function ny:

on, _ Ojg
E+DE(ung) = Ta3g" @)

This equation with the flux j, which is given by (6),
must be supplemented by the boundary conditions at
g=1and g = o. It is natura to take Eq. (2) as the
former; the latter is usualy written in the form

ng/ng —= 0 with g —= co. To make the description

close, one should also take an equation for n;. In view
of (2), it can be represented as

on,/ot+ 0 Quny) = j,+ ngzfjgdg (8
g=2
(asto divergence of the integral, see the comments fol-
lowing (3)).

GORBACHEV

Both functions ny and n; are defined by a set of

thermodynamic parameters that describe the macro-
scopic state of the system. These are usualy referred to
as slow (gasdynamic) variables. If the rate of change of
one of them, say, the monomer concentration,
increases, the distribution function will deviate from its
stationary value. It was found [6] that the associated
quasi-stationary distribution is the time derivative of

the stationary distribution, i.e., . In this respect, we
go beyond the scope of the classical approach. The need
for such an extension and the dependence of the con-
densation process not only on gasdynamic parameters
but also on the rate of their change were discussed in
[12, 13].

The deviation of the nucleation flux from its station-
ary value results in its dependence on the cluster size.
However, aswill be shown in further analysis, it is suf-
ficient to know the nucleation flux value only for the
critical size of a nucleus in order to characterize the
behavior of the condensate fraction. It was noted above
that the nucleus critical size can be set equa to its
guasi-stationary value.

In this work, the evolution of the condensate frac-
tion is described in two ways having a different accu-
racy. The accuracy of the continuous description is esti-
mated by comparing with that of the discrete approach.
It is demonstrated that the continuous approach yields
incorrect values of the condensate fraction under ahigh
supersaturation.

CONDENSATE FRACTION

The condensation process is usually described in
terms of the condensate mass [1, 2], which is taken to
be equal to the mass of supercritical nuclei:

0 N "
= Of m,gn,dg/ps, = (m,gn,dg, 9
Gflgggapz Pz {1ggg 9)

G«

where m, is the mass of a monomer.

To derive an equation for the evolution of the con-
densate mass, we will take advantage of the same set of
Egs. (7) and (8) for the cluster size distribution function
Ny(g, t) as that used for solving the problem of nucle-
ation (without invoking new kinetic equations involv-
ing a source term proportional to the delta function

(g —-9p) [2])-

In view of definition (9) and Eq. (7) for the time
derivative of the distribution function, differentiation
TECHNICAL PHYSICS Vol. 48
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and integration by parts yield

d
——D[Jdg+g* -ng. 2,
(10)
d_0
at - THH

Since the condensation process is a fortiori consid-
ered on atime scale much larger than the kinetic time
T, Eq. (10), according to [6], can be simplified if ny

and jgare replaced by their quasi-stationary values n,,

and j;°. Let us use expression (6) for the current and
the expression
) - 4(g-1)—b(g—
. - ag-1)7"-b(g-1), .
= Aﬂﬂﬂ% b =Ins o
kT U4rd ’

for the energy needed for the formation of adrop. Here,
o is the surface tension coefficient, v, is the volume
occupied by the monomer in the liquid phase, sis the
supersaturation, and

= Dy (9/g:)**

is the diffusion coefficient. Then, integrating (10) by
partsyields

D, = Kjn, = Kin, g™ (12)

fidg = ng ke

Ox

O 23, [Ro-vs 2_ 13, 23 [
=D, +0%x [n,= —zag + Ins=dgl.
He. + 9 I g9 —339 9 5 ga

O«

Designating the moments of the distribution func-
tionsas

00

J-gv/3n dg

Ox

(13)

and bearing in mind that 2a/3 = g;° Ins, we obtain

da _ T_l s 13 g O
ot ngj 81 +9:%(Q, - g4 Ql)InS+3Q—]E|
(14)
o asdg,
+g*%* ng dt DD
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According to [6], the quasi-stationary cluster flux
j» hastheform

P = P(1-8(1- [1-E7)) exp—ie To/T,

20, /T

+28(1- L+ R)Lm= R

where

(15)

s

_ ﬁTg* _
& = 1+—=1,, 1 = D,

.o_d oo g dinny
g* dtg*l p’* k dt ]

g*_A
T _ dg' 2,3
- == — — In=
W f @@+ 96.75,)

o€’

O
€ = Algy, E)—ldq)
O

E

Thedrift velocity in the dimensionality space can be

written as
Ef;

Differentiating relationship (13) with respect to time
and using Eq. (7), we arrive at

js alnn

g__nz g

Dgoet]

KT 6 (16)

dQ

d_tV+QvDDJ _D %V/3 1 qs+_QV .
+6.7%(Q, 1 - 6:°Q, ) InsH (17)
+gi/3%is nngdgt*E’ v=12,

dQO - qug*
ot +Q0 = jo— Ng, at (18

Neglecting Q_, in comparison with Q; in the equa-
tionfor Q,, wefindforv=2and 1

d,

+
—r F Q00 =

25 (g1ng + (Q,-92°Q)Ing)
S (19)

+ g* % Ny ngs ddgt*gv
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TR0 = 26 + Q-0 ying) MR TR T R
9 (20) Passing from the discrete form to the continuous, we
o asd0,7 obtain a diffusion equation with a modified (compared
+ 9* % —Ng, TR with Eq. (24), which was derived from the Zel’dovich

We interrupt the series of equationsfor Q, atv =—1
and use the closing relationship

Q.,0, = Q& (21)

Asaresult, we have the closed set of five equations,
(14) and (18)—(21), which describes the behavior of the
condensate fraction. If Q_, isnot rgjected at v = 2 in
(17), one more equation to close the set is necessary.
This can be an equation similar to (21):

Q.,0, = Q. (22)

In this case, the evolution of the condensate fraction
is described by the set of six equations: (14), (17) with
v =1and 2, (18), (21), and (22).

DISCRETE APPROACH

The Zel’dovich equation iswidely used for studying
the nucleation process;, however, its applicability
domainisdifficult to estimate a priori. Frequently, such
an estimate can be made only by comparing a posteri-
ori the associated data with results obtained in terms of
the discrete approach, which is based on the quasi-
chemical model of condensation (see Egs. (2) and (3)).
In this case, analysis is conveniently performed in the
new variables[6]

Ny = ng/n;. (23)
Then, from Eq. (7) it follows that
dhg _.ong 9 _ on, . dinng
Gt DU = 0500+ 50Pagy Mg (24

where the drift velocity ¢ in the dimensionality space
isgiven by (16). From (3), we come to

dn, - O K
_91+ngDEu=nl g[IL —DAn
dt 0 nKindd

0
-, K g 1[1 ——————————DAn
ang 1ng Il
(25
O 1° K, O
—DS—+————DAn
(hg-1 Kg-1

- dInn
Mg dt -’

.0
+angE1L —g‘—’m

equation) diffusion coefficient and drift velocity in the
dimensionality space:

dn, . on, 9 _,0n; . dinng
94 = g
T i A i L il
. O |°
Dg = Dgl:]].—+—s|:], (26)
0 nKy_ing_{J
s .0 n. 0
g'* = I +n1Kg|:1—ng—;JD,
Ng-1 0 ngO

with D, defined by (12). Note that the use of diffusion
equation (26) with variables (23) seemsto be more ade-
guate, sinceratio (23), over awide cluster sizerange, is
asmoother function of g than ny/ ng , Wwhichwasused in
deriving the Zel’dovich equation.

Estimating the expressions for the diffusion coeffi-
cient and drift velocity in (26) at g = gjin view of the
approximate relationship for the stationary current js =
(J”: (Dgng)ldg)™t = D /(AL/T), we find for the
quantities calculated at g = g

% . 10
g* = g*%__ ]
AT
2/3 3/2 (27)
_30: _ 4a

* _ _LI:I —
v

From (27) it follows that the difference between the
expressions obtained by the continuous and discrete
approachesis governed by the half-width A of the equi-
librium cluster size distribution ng near its minimum at
g = gy Hence, at small A, the diffusion approach to

describing the evolution of the distribution function A,
(i.e, EQ. (7)) becomesinvalid.

—.
3In"s

At the sametime, Eq. (26), which describes the evo-
lution of ﬁg and was obtained directly from equations

of the quasi-chemical model in view of the refined
expressionsfor the flux in the dimensionality space and
diffusion coefficient, adequately covers, within the dif-
fusion approximation, situations with small A. In
essence, this equation is a generalization of the
Zel'dovich equation and its applicability domainisfree
2003

TECHNICAL PHYSICS Vol. 48 No. 5



ON NONLINEAR EFFECTS IN CONDENSATION MODELS

of restrictions due to the smallness of supersaturation
(large B).

Now let uselucidate the differencein the condensate
fractions estimated in terms of the continuous and dis-
crete approaches.

Within the discrete approach, the condensate frac-
tion isdefined as

0 D oo
a = imlgn%/p& Ps = Zmlgng-
1

g

(28)

From Egs. (3), we find an equation for the conden-

sate mass evolution:
dg,|
Mo, dt

F = EDZ lg+ Ge s -

To close this equaIi on, we use representation (6) of
the flux. Rearranging the terms of the sum in (29), we
cometo

ZI = n,Kg +nlzK[11—

g, +1 g, +1 9

(29)

g 1K
Kgm

Assuming that K, = Kj (9/gn?3, Kg_1 /Ky = 1—

2/(3g), and ny_, /ng = exp(H1 - (g{9)*3)Ins), the sum
can be rearranged into

n,Kg +n1K ZDgD

g+1

1oP(((./9)" = D Ins)ng,

“B-H-5

Further, the exponentiaJ in this sum can be linear-
ized a a smal supersaturation. If Ins < 1,

exp(((9{9)¥2 - 1)Ins) ~ 1+ ((9{9)“* - 1)Ins. Then, the
sum takes the form

n,K, +n1K* Z DQD %1 (9+/9)" )Ins+3d] 5
g, +1

The discrete analogues of expressions (13) for the
moments of the distribution function are as follows:

- z g\)/3ng z (g/g* v/3
9=9,

Q, = g*qQ..

For both the condensate fraction and the Q
moments, we arrive at equations that are exactly the
same as those in the continuous approach. This means
that the diffusion approximation describes adequately
the variation of the condensate fraction only at small

e
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supersaturations and that the set of equations for the
distribution function moments basically cannot be
extended beyond the linear description. Linearity is
inherent in al the available approaches considering the
evolution of the condensate fraction except that sug-
gested in [3]. To eliminate this restriction, we approxi-
mately sum the series, assuming a = 1 — exp(-a).
Neglecting quantities on the order of Q,_5/Q, and
using a defined by (28), we arrive at a closed set of
equations for the condensate fraction evolution:

d_a = ﬂ[D*(ngS+§2(1_S(él/f~lz—l)))
d  ps R -
s aqsd0,
+g*5q ng dgtDi|
d§2+QZD b = %(ngs + él(l_s(éo/fh—l)))
. (32
+jis— gi+3g* % g*
d(il Qllj L = &(nSS_'_éo(l_S(é,l/fzo—l)))
. (33)
j% od Ox
+J* _%g* 39* ]D dt
on _ s qs(&
T + Qo0 = o =Ny 5 (34)
é—lél = ég (35)

This set of equations completes the analysis aimed
at deriving eguations that describe the condensate frac-
tion evolution in terms of the continuous and discrete
approaches.

CONCLUSIONS

A set of equationsfor the condensate fraction evolu-
tion is derived, and severa techniques to close the set
are suggested. The consideration of condensation asthe
appearance of supercritical clusters is consistent with
cluster stability analysis and also with the fact that they
originate at larger-than-kinetic times. This is because
the delay time of supercritical cluster formation
exceeds the kinetic time (and not because of the pres-
ence of various relaxation times). The behavior of the
condensate fraction is described in terms of the contin-
uous and discrete approaches, which have different
accuracies. The former involves the diffusion equation
and corresponds to the linear approximation (small
supersaturation). Data obtained with the continuous
approach are compared with those of the discrete oneto
estimate the accuracy of the former. With the discrete
approach, an equation of the diffusion typethat isappli-
cable over awide supersaturation range is derived and
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a closed set of equations for the condensate fraction
evolution is suggested. This set extends beyond the
scope of the linear approximation, which is typical of
the continuous approach.
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