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Abstract—The preliminary stage of the formation of carbon nanotubes by the vapor—iquid—drop mechanism
is considered as applied to the condensation of drops from carbon and metal vapors. The problem of the con-
densation of molten dropsis solved for a wide concentration range for both vapors at a condensation tempera-
ture. It is shown that, at very high concentrations of the metal vapor (10'8-10'° cm=) and high temperatures
(about 0.3 eV), peculiar heterogeneous condensation of the drops can occur at huge supersaturation of the car-
bon vapor and the saturated metal vapor. This problem of the condensation of the binary vapor is of methodical
interest. This condensation is shown to be unrealizable in real experiment at the parameters of the carbon and
metal vapors; it virtually merges with the homogeneous condensation of the metal vapor. The maximum con-
centration of the carbon vapor below which carbon condenses into drops and above which carbon condenses
into amorphous soot particlesis calculated. The calculation makesit possible to propose a new approach to the
controlled growth of carbon nanotubes. © 2004 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

Thiswork is a continuation of the study [1] dealing
with the condensation of carbon molten dropsin a cat-
alytic metal. This problem is associated with the search
for an optimum method for producing fine metalic
drops that can serve as nucleation centers for carbon
nanotubes (NTs) during further supersaturation of the
drops with carbon.

A binary gas mixture of metal—carbon vapors is
assumed to cool during its expansion from the source of
the vapors (arc discharge or a laser target) in a buffer-
gas flow. It is also assumed that the concentration of
metal vapor N is significantly higher than the carbon
concentration Ne so that the carbon—-metal clusters
being formed acquire the properties of metallic drops.
The opposite case (N¢ > Ng), which is usually occurs
upon the arc production of NTs, isnot considered, since
this method cannot provide controlled growth of high-
quality NTs.

We assume that, in an arc or laser method for syn-
thesizing NTs, theinitial stage of condensation of vapor
drops is explosive [2, 3]. For the case of condensation
of dropsof apure substance, thisterm hasthefollowing
meaning. Upon cooling, the vapor goes through the
point S= 1, where supersaturation (S> 1) or undersat-
uration (S< 1) is defined as the ratio of the concentra-
tion of atomic vapor N, to the concentration of satu-

rated vapor N'¥. The number of clusters (nucleation
centers) issmall because of the very strong dependence

of the steady-state nucleation rate J (or the flux of drops
in the space of the number of atomsin adrop or in the
spaceof sizes)on S

_INI . 4. 200 BnO
J = _SNLArotg* T[meXpD_In2§! (1)

where B = 16T¥/3n? T3; the parameters 6, m, and A
and the critical drop size gjwere determined in [1].

When Sreaches a certain threshold value, the flux J
increases by many orders of magnitude as compared to
the before-threshold value and the drops that are
formed begin to rapidly absorb vapor. This condensa-
tion stage is called explosive condensation. Vapor
absorption causes a decrease in J and, simultaneously,
supersaturation; however, the former factor is more
pronounced than the latter. After the termination of the
explosive stage and the “disappearance” of the source
of drops, the supersaturation decreases due to the
growth of the formed drops. This stage is called rapid
growth [4].

In the case of the condensation of carbon molten
dropsin ametal, the process of explosive condensation
has certain peculiar features.

When ametal isintroduced into the vaporized el ec-
trode in the form of a sintered carbon—metal powder,
the electrode temperature under the conditions of arc-
ing is between the temperatures of purely metallic and
purely graphite vaporized electrodes. According to the
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reasons given in [1], it is more reasonable to start con-
sideration from the case of an “amost metallic” elec-
trode with a small addition of carbon. In this case, the
initial concentration of carbon vapor over the electrode
issubstantially higher than the concentration of the sat-
urated vapor at the vaporization temperature and the
metal-vapor concentration is close in order of magni-
tude to the concentration of the saturated vapor at an
electrode temperature of 1500-1800 K.

The carbon vapor has a higher evaporation hest
than the metal vapor (qx), and, when moving from the
arc, it reaches saturation much earlier than the metal
vapor. However, at a high concentration of the metal
vapor, carbon cannot condense according to the
“fullerene path,” since metal—carbon molten drops may
begin to condense when the metal vapor reachesits sat-
uration. By this time, the carbon vapor is strongly
supersaturated. This condensation should have charac-
teristics other than those of the condensation of apurely
metal vapor and is, hereafter, called heterogeneous con-
densation, although it is not heterogeneous in the clas-
sical sense[1].

Heterogeneous condensation can occur if the size
and concentration of the drops formed in the explosive
stage are sufficiently large. Then, the drops can effec-
tively absorb the metal vapor and stop the growth of its
supersaturation. Otherwise, the heterogeneous conden-
sation isfollowed by secondary condensation, whichis
similar to homogeneous condensation of apurely metal
vapor. The criterion of the fact that heterogeneous con-
densation can stop an increase in the supersaturation of
the metal vapor S¢ and form a spectrum of drop sizes
has the form

ds

it >0, ()]

where S = N/ N$ and N and N arethe actual con-
centration and the concentration of the saturated metal
vapor, respectively. The derivative is calculated for the
end of the explosive condensation stage.

Apart from criterion (2), we also impose the condi-
tion that, at the end of the expl osive condensation stage,
the number of carbon atomsin adrop g = g is substan-
tially higher than the initial drop size grj 949> 1;

eg.,
94/9x = 10. ©)

CALCULATION OF THE EXPLOSIVE STAGE
OF HOMOGENEOUS CONDENSATION

(1) Formulation of the Problem

When considering the explosive condensation, we
specify the following parameters: the temperature T, at
the instant of saturation of the carbon vapor (saturation
temperature); the spatial velocity V of the gas flow; the
spatial scale L of the decrease in the carbon—vapor tem-
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perature for the linear dependence T = Ty(1 — y/L) of
temperature T on the space coordinatey (V = dy/dt); and

the undersaturation of the metal vapor SO at T,.

In calculation, we determine the condensation tem-
perature T,, the effective time of explosive condensa-
tion &, the initial supersaturation of the metal vapor

S at which condensation can occur, the supersatura-
tion S‘Cl) of the carbon vapor at this time instant (or at
this space point), and the maximum supersaturation of

the carbon vapor S during explosive condensation.

In addition, we determine the following parameters of
the drops being formed: the drop concentration N; and
the total (gq and gp) and the partial (cy, ky, c and kp)

numbers of carbon and catalyst atoms in a drop at the
end and beginning of explosive condensation, respec-
tively.

Our calculation shows that, as Sf) decreases, the

valuesof S2) and S™ increase (Fig. 1); however, the
maximum supersaturation of explosive condensation
ST (Fig. 1, curves 1, 2) increases faster than S
does (Fig. 1, curves 1, 2'). At acertain critical level of
undersaturation, the initia supersaturation S

becomes greater than Su™™ . This means that, at the

beginning of condensation, the supersaturation of the
carbon vapor is already at its maximum and is known.

Therefore, the calculations of condensation at S >
S (“delayed condensation”) and at & < S

S -
108F\
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Fig. 1. Effect of the initial undersaturation of the metal
vapor on (dotted curves) the maximum supersaturation of
the carbon vapor in the stage of explosive condensation

S(Cmax) and (solid curve) the initial supersaturation Sél ) at

which the explosive condensation begins. The saturation
temperature of the carbon vapor is (1, 1) 0.32 and (2, 2)
0.3eV.
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(“overdelayed condensation”) are compl etely different.
We first describe the procedure of calculation at S(cl) <

S which is used to understand whether this ine-
guality isvalid in reality.

(2) Calculation of the Explosive Condensation:
The Case of Delayed Condensation

The optimum composition of acritical drop is deter-
mined by the fact that, at & > &, the mole fraction of
carbon X iscloseto X = yXy, wherey = 0.7 [1].

Unlike a pure substance, the transition of a drop
through the critical size does not cause the subsequent
rapid growth of the drop in any direction in the (c, k)
plane, where k and ¢ = kX/(1 — X) are the numbers of
metal and carbon atomsin the drop (g = ¢ + k), respec-
tively. Apart from an increase in the total number of
atoms, the Gibbs free energy must decrease along the
trajectory of the drop in the (c, k) plane. The boundary
trajectories at which the Gibbs energy of a subcritical
drop is equal to this energy at the critical size of the
drop are shown in Fig. 2 for carbon-depleted (curve 3)
and carbon-saturated (curve 4) drops. Curves 3 and 4
are seen to be rather close to each other; that is, the
mole fraction of carbon in a supercritical drop, asin a
subgcritical one, can vary over rather narrow limits. In
the nearest supercritical region, none of the drop com-
ponents can be evaporated so that the drop is simulta-
neously saturated with the other component.

400
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Fig. 2. Possible tragjectories for a subcritical drop in the
(c, k) space of the number of atoms in the drop: (1) trajec-
tory of the drop saturated with carbon (X = Xgy); (2) trajec-
tory of the drop saturated with the optimum ratio of the
components (X = yXgg); and (3, 4) trgjectories of the drop
with acarbon content such that G(X, g(X)) = Gy, where G,
isthe potential condensation barrier. C isacritical point.
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At Nk > N, the optimal mole fraction of carbon is
retained during the explosive condensation due to the
fact that the metal vapor component balances at the sat-
uration level and that the carbon vapor can be strongly
supersaturated. Therefore, the carbon and metal fluxes
to the drop turn out to be of the same order of magni-
tude. If the concentrations of the vapors are compara-
ble, the rates of increase in the number of carbon and
metal atomsin the drop,

?:I_It( = 4ATr’V,97° N (1 - ad/Sy), (4)
and
%f = 410 {V107 Ne(1-ac/S) = 4T (Vg™ Ne, (5)

should be connected during the explosive condensation
by the relation

dc _ X dk
dt ~ 1-Xdt ©)

The activities a: and ay relate the equilibrium con-
centrations of the vapor components over the melt to
the concentrations of the saturated vapors of the pure

substances: Neoy = acNE and Ny = &N . As

follows from [1], at the optimal carbon content in the
drop, the activities are equal to the corresponding mole
fractions, ac = Xand ax = 1 - X, just asin an ideal solu-
tion. Then, it follows from Egs. (4) and (5) that, at the

beginning of condensation, the supersaturation S‘kl) is

y _ NgX(1-X)
' = NKXK—NC(l—X)'

The saturation temperature T, and the undersatura-

tion §<°) determine the concentrations N. and Ny,
which are taken to be constant in the following calcula-
tion. This means that the actually specified quantities
are the concentrations of the vapors at the instant of
condensation. Explosion conditions (7) along with the
temperature dependence of saturation [1]

Xa = &Xp(=n/T-y) (8)

(for iron, n = 0.112 and Y = 0.8635) and the condition
X = yX4 alow us to determine the temperature of
explosive condensation T; < T, and the quantity X using
an iteration procedure. The initia saturation of the car-
bon vapor is

(7)

1)
Ins? = g—iln%@. ©)

For the following calculation, we use the technique
that was proposed by Raizer to solve the problem of
vapor expanding into vacuum [2] and then developed in
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[3] as applied to the condensation of aslag in the chan-
nel of an MHD generator.

We assume that, during the explosive condensation,
drops grow so fast that the size distribution of the drops
inthe near-critical region isinsignificant. Then, the bal-
ance equation for the number of carbon atoms in the
dropsand gas [2],

t

NO - Ng(t) = J'dt'J(t')c(t, t') (10)

can approximately be integrated by expanding the
exponent in J(t") into aseriesin powers of the difference
(= (Where { =InSand {5 = INS,,5) inthevicinity
of thelogarithm of the maximum saturation ¢, which
isreached at acertain timeinstant t,,, and then, the dif-
ference ({ — {4 1NtO a power series

t—tma : =k = —aﬂx(t'—tmax) ,
(11)

Asfollowsfrom theresultsobtainedin[1], when the
size effects are ignored, the flux J has the form

2= xeo 3

N el (1 Xy

20
0s 00 s 0 Jmig 2

|:Acx + AK(l - )()|33/2
I’OtD AéAi_x |:|

and the role of the logarithm of the effective supersatu-
ration is played by the quantity

7= X+ (L= X)Lk = XINX = (1= X)In(1 = X). (13)

Since the supersaturation of the metal vapor
increases much more slowly than that of the carbon
vapor, the procedure for the subsequent solution is
identical to that for the case of a pure substance. We
doubly differentiate Eqg. (10) and reject the integrated
terms on the right-hand side in both cases; then, we
have

X:

B=A

dN dc(t t)
— dtc IdtJ(t) ,

, (14)
d°N¢ _ d’ c(t t)
- dt'J

e It (t)—5—

Anincreasein the number of carbon atomsinadrop
isdescribed by Eq. (5). If the molefraction of carbonin
the drop only weakly depends on the drop size, we can
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use the identity dx/dt = (L/g)dc/dt — (X/g)dg/dt = O to
obtain the equation for the rate of increase in the tota
number of atoms in the drop:

dg _ _XJig, gdx7’

Tt = 41r’V,g”°N [l SJX +ngD . (19)
At X = congt, the solution to Eq. (15) is

g(t,t) = Qc(t-t) /X, ¢ = Qc(t-t)’, (1)

where

_ 1 X a_ 4 o
Qc = )—(—2—9_3%1_—59’ 0 = éanVTNC'

Taking into account Eq. (14), at the instant t,,,,,, we
can easily find

—— = 3QcXexp — , (@n
dt U204 (Bt ™
dZN O B [ Smax_ Zmax
- =3 ex 18
e QcXexp- 22 D (18)

On the other hand, from the definition of the super-
saturation and the relation between the saturated-vapor
pressure and the temperature through the evaporation
heat, it follows that

_ 9T

N_C TT (19)
_Omax _ N_E_Ef\'d] chDTD
X~ Ne IND (20)

In Egs. (19) and (20), we took into account the fact
that e = X2 — U T AN Ol = XS,

Finally, the set of two equations with two unknowns
(0l e @Nd o) that followsfrom Egs. (17)—(20) hasthe
form

_ANedInT _ 5, o1 8 expd B0 1)
T odt & Bome)” 02,0
D4xch|nT
Oy + %T dt 3/2 /\/ max
(22)
_@INT e 2907 _
Og 070 " T0°

As noted above, we assumed that, after the point of
saturation of the carbon vapor was reached, the temper-
ature T decreased linearly with the spatial scale L. The
value of L and the flow velocity, which specifies the
relation between the derivatives T' = dT/dt and dT/dy,
were varied.
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The set of equations (21) and (22) was solved by an
iteration procedure. The only technical difference in
solution from the problem of the homogeneous conden-
sation of vapor was that we took eXS‘bl) and not easthe
initial approximation to cal cul ate the unknown value of

the maximum supersaturation S&™ .

The values of 0, and {4 alow us to determine
changes in the concentrations of the vapors by the end
of the explosive condensation. By analogy with the
expression

3
_ NI 2030 17 1 hner expl B0
Na SNL i §qz O0p0~P02 O
we can easily obtain

c = XQcafmaXB% exp B

for the case of the condensation of a pure substance
from the solution.

The total concentration of the drops formed during
the explosive condensation, which is

(23)

max

+o00

1N? 20
Ng = jJ(t)dt &N, A A
0 B Ot

X eXp 2 DDO( 0

in the case of a pure substance, is now defined by the
expression

T[Z,?; pD
OmaB g2
All the formulas given above are written for the case

when the size effects are neglected, which is due to the
fact that the condition of the delayed condensation

S > ™) sets a high condensation temperature and
alarge critical drop size.

BD_

max

Ng = X (24)

(3) The Case of Overdelayed Condensation

At 8P > ™) the maximum supersaturation is

reached at the beginning of condensation and is
unknown. Two variants can occur in this case.

(&) The second derivativeis

Z;‘:1ax = E—E(tmax) <0

and, when expanding the supersaturation {(t) into a
power series of the differencet' —t,,, in Egs. (10) and
(11), we have to take into account both the first and sec-
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ond derivatives. Then, Ny is calculated in the same
approximation that for the delayed condensation:

BO..BT

Ng = )(expDZ expD”jj

(25)

xé/ﬁ— dtex (—btz)%
B I P 0

+al2b
where

BZmax 0 b _

max max

-

Numerical estimations show that, as Sf) decreases,

the drop size and the number of atomsin the drops vary
identically to the case of delayed condensation. There
are no qualitatively new resultsin this case.

a:

(b) SY < 1, the supersaturation S is very high,
the derivative ;. > 0, and it is sufficient to take into
account only the term with the first derivative in

exp(—P/Z?). In this case, the condensation parameters
are asfollows: the drop concentration is

=X exp I exp%ﬁzgma"tadt
max 0 max (26)
3
_ 0 B0 G
= XE€Xp "
the reciprocal condensation time is T = 1/&t, ' =

B! anax ; the change in the concentration of the car-
bon vapor after completion of the explosive condensa-
tionis

1/r

SNe = [ dra(t)e(t t)

(27)
Bnlcre
= Qcxex pD_aDF‘EE_%’
and the number of atomsinthedropis
_ 8Ne _ Qe Gma 16
%= XN, X poalte @

In cases (a) and (b), the calculation can give any val-
uesof Nyand g4. A qualitative conclusion about the pos-
sibility of heterogeneous condensation can only be
drawn using criterion (2), which can be rewritten as

Ok rdg
NV =Ny <o, (29)
TECHNICAL PHYSICS Vol. 49 No.8 2004
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where
[Eg] _ 2 2/3 Nggg 1-X
[UIDO = 41r V104 N __N_K__ o |-

CALCULATION RESULTS
AND THEIR DISCUSSION

Figure 3 shows the dependence of the critical drop
size grjon the temperature T,. The relative role of the
Size effects is seen to decrease with increasing T,
(Fig. 3, curves 1, 2); however, these effects become
weak (about 20%) only at T, = 0.3 eV, where the Fren-
kel model can be applied.

Figure 4 shows the analogous dependence for the
drop concentration Ny. The dependence on the initial

undersaturation Sﬁo) is seen to be insignificant. For the

curves given in Fig. 4, we have S(f) = 0.1. The drop
concentration is very high (N4 ~ (10*°-10*?) cm3), and
the characteristic size is small and decreases sharply
with temperature. This circumstance gives the mini-

mum temperature To'" at which the heterogeneous
condensation can become noticeable (Fig. 5). Asacon-

centration criterion, we chose condition (3). When con-

structing the vel ocity dependence of T§"" , we chose the

velocity range from the typical values of the velocity of
a buffer gas under the conditions of a fullerene arc at
temperatures near T, [5].

These calculationsindicate that the delayed conden-
sation occurs only at a high temperature T, and, corre-
spondingly, at a very high concentration of the metal
vapor (Ni ~ (109-10%) cm3). It isvirtually impossible
to provide such aconcentration by the evaporation of an
electrode at any ratios of carbon and metal in the elec-
trode. In anearly graphite electrode, at T ~ 4000 K, the
concentration Ny cannot exceed fractions of the con-

centration of carbon vapor, which is N ~ (10—
10'8) cm3. On the contrary, the concentration over a
fusible metal electrode with a melting temperature of
less than 2000 K cannot exceed 10'°-10'¢ cm3, There-
fore, of practical importance isthe case of overdelayed

condensation (S5 > S"™), i.e, the case of a rela-

tively high carbon concentration and a relatively low
metal concentration.

We calculated the maximum concentration N{™
of a catalyst at which conditions (2) and (3) were met.

Figure 6 shows the N{™ versus T, dependence, and
Fig. 7 showsthe N{™ versus N dependence. Curve A
(with avapor concentration N&A) ) meets condition (2),
and curve D (with aconcentration N ) meetsthe con-
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Fig. 3. Dependence of the critical drop size on Tg. The flow

velocity isV = 10* cm/s. (1) The melt without regard for the
size effects, (2) the melt with allowance for the size effects,
and (3) purely metal vapor.

N, cm™3

10 -

10"
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0.29 0.30 0.31 032 033 034 035 03
To, eV

Fig. 4. Concentration Ny of the drops formed within the
explosive condensation depending on the saturation temper-
ature. The undersaturation of the metal vapor at the point of
saturation of the carbon vapor is Sf<o) =0.1. Theflow veloc-

ity Vis (1) 3 x 10% and (2) 10* cm/s.

dition S’ > 0. Formally, curve D indicates infinite
supersaturation of the metal vapor.

Curve A bounds the metal-vapor concentration from
above, and curve D bounds this concentration from
below. It isseen that, at low condensation temperatures,
the curves are very close to each other (the case of low
Ny). This means that the region of heterogeneous con-
densation virtually disappears. The condensation devel-
ops as the homogeneous condensation of the metal
vapor from the very beginning.

At N; > N | the heterogeneous condensation is
impossible. In this case, the formation of lumps of
amorphous carbon is most probable. However, the con-
centration of free metal, which can condense, is
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Fig. 5. Minimum temperature at which condition (3) of the
heterogeneous condensation is met, depending on the flow
velocity. Thescale L is (1) 8 and (2) 5cm.
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Fig. 7. The same asin Fig. 6 but depending on the carbon-
vapor concentration. The flow velocity V = 3 x 10° cm/s.

strongly decreased. Therefore, the metal vapor can con-
dense only at a very low temperature, and the drops
formed contain much amorphous carbon long before
the stage of nanotube growth.

Based on the considerations given above, we can
conclude that the pulse evaporation of a metallic elec-
trode or an el ectrode with alow carbon content can pro-
vide the required concentration of metallic drops on a
substrate. For a proper pulse duration, metal vapor
exists in the discharge for the time it takes for the cre-
ation of nucleation centers for the nanotube growth.

Thetime of evaporation of an electrode, T, should be
chosen so that the number of drops that diffuse toward
the substrate in the time 1 does not exceed one mono-

ALEKSEEV

NK, Cm73
18 L
10 A
1016 + D
1014 1 1 1
0.26 0.27 0.28 0.29
To, eV

Fig. 6. Maximum catalyst concentration Nr}?ax at which
condition (2) of the heterogeneous condensation ismet. V=

3 x 10° cm/s. Curve A corresponds to condition (2), and
curve D is the minimum metal concentration at which the
heterogeneous condensation is possible.

Nd’ Cm73
10101
108
106 1 1 1 1
0.16 0.18 0.20 0.22 0.24
Ty, eV

Fig. 8. Concentration of the metallic drops formed during
the homogeneous condensation of the metal vapor. V = 3 x

103 s,

layer; that is, the surface per drop of radius R, should be
about T(2R,)?. Correspondingly, the pulse duration can
be determined from the relation

T ODANRON,, (30)

where D is the coefficient of diffusion of drops toward
the surface and [Ny is the radial gradient of the drop
concentration from the flux axis toward the substrate.

The diffusion of heavy particlesin alight buffer gas
with aconcentration Ng is determined by the relation [6]

D = 0.68 Vr

T LN

TECHNICAL PHYSICS Vol. 49 No. 8 2004



ON THE MECHANISM OF CARBON NANOTUBE FORMATION. II.

wherethethermal velocity of aparticle of the buffer gas
with amass mg is V= (2T/mg)Y2.

Then, the pulse duration is estimated as T =
(R/3V1)(Ng/Ny), where R is the chamber radius, which
coincides with the characteristic distance to the sub-
strate.

The concentration N4 of the metal dropsformed dur-

ing homogeneous condensation is plotted as afunction
of the saturation temperature Ty in Fig. 8.

The value of T ison the order of milliseconds; how-
ever, generally speaking, it can vary over wide limits
and should be determined experimentally.

CONCLUSIONS

An arc with alow concentration of metallic-catalyst
vapor as compared to carbon vapor cannot provide the
controlled growth of high-quality NTs; therefore, we
have considered the kinetics of condensation of car-
bon—metal molten drops at arbitrary ratios of the con-
centrations of the vapors. The result is asfollows.

If the concentration of the metal vapor is signifi-
cantly higher than the carbon concentration, peculiar
heterogeneous condensation of the drops can occur in
theory. It begins under the conditions where the carbon
vapor is strongly supersaturated and the metal vapor
hasjust reached saturation. However, this condensation
cannot be realized in practice because of alarge differ-
ence in the concentrations of the saturated vapors. This
is due to the fact that the possibility of heterogeneous
condensation puts upper and lower limits on the car-
bon-vapor concentration. The upper limit is determined
by the flux of carbon atomsto adrop, at which the drop
composition is optimal for condensation. Under an
intense carbon flux, condensation is impossible and a
cluster can develop only as an amorphous soot particle.

The lower limit isrelated to the fact that the amount
of vapor condensed in the explosive stage of the heter-
ogeneous condensation is determined by the concentra-
tion of the carbon rather than the metal vapor. If this
amount is negligible, the heterogeneous condensation
isimpossible.
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The actual condensation temperature of the metal
vapor is limited by the temperature of an electrode and
cannot be high. Under these conditions, the upper and
lower limits virtually merge. Therefore, at any relation
between carbon and metal, the metal vapor condenses
homogeneously.

The calculation shows that, at arelative carbon con-
centration below the upper limit, the most portion of
carbon should enter into molten drops rather than soot
particles. Therefore, when drops are used as nucleation
centersfor NTs, which are preliminarily deposited onto
asubstrate, the material of the evaporated el ectrode can
contain a small amount of carbon (e.g., conventional
stainless stedl).

Thus, the process of production of NTs can contain,
as the first stage, the formation of metallic drops on a
substrate as aresult of the evaporation of ametallic tar-
get with alaser beam or of ametallic electrode with an
arc discharge.

The calculation of the concentration of the drops
that are formed during the homogeneous condensation
of the metal vapor allows us to determine the time of
arcing in the pulse mode.
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Abstract—A new technology for forming the structuresin semiconductor crystals using plastic deformationin
an electric field is suggested. A setup making it possible to implement the suggested method and study the idea
of self-organization of dislocation-related dissipative structuresis described. © 2004 MAIK “ Nauka/| nterperi-

odica” .

INTRODUCTION

Practical use of the high strength of atomic semicon-
ductorsisrestricted owing to brittleness of these mate-
rialsat low temperatures[1]. Germanium belongsto the
class of materials with the largest values of theoretical
breaking and shear strength, which is caused by a high
degree of directivity of covalent bonds that link atoms
and gives rise to a high resistance of the lattice to the
didocation glide [2]. Because of this consideration and
other reasons, a search for various methods for increas-
ing the plasticity at the lowest possible temperatures
and a study of interrelation between the structure and
properties of semiconductor crystals is a task that is
extremely important from both theoretical and applica
tion-oriented standpoints [3].

It iswell known that a single crystal is an example
of structural organization, i.e., aprocessthat carries no
information on the evolution of the crystal structure as
awhole. Thecriterion for atransition from organization
to self-organization amounts to the requirements that
conditions under which the process occurs are far from
equilibrium and that there are indications of instability
and openness [4].

In this study, we use a synergistic method for affect-
ing a crystal; this method ensures the nonequilibrium
conditions by providing the natural gradients of pres-
sure, temperature, and concentration. These conditions
are satisfied in a plastically deformed solid in which a
constant current flows (in an electric field) and elec-
trodiffusion of atoms occurs simultaneously with
deformation. The energy spectrum of electronsin semi-
conductor crystals can be easily affected by applying a
constant or variable eectric field to the crystal with
ensured simultaneous interaction of the lattice and
impurity atoms with generated dislocations. Moving
dislocations interact with the atomic and electronic

subsystems in single crystals and, as a result, change
the dynamics of their glide and affect the characteristics
of plastic strain in the crystal. The combined multipa-
rameter effect onthecrystal inthe presence of acatalyst
reveal s unique characteristics of this phenomenon [5].

EXPERIMENTAL

Germanium crystals were deformed using three
methods. These included (i) thermoplastic deformation
(TPD) that occurred under conditions of external heat-
ing of the sample in a resistance furnace; (ii) electro-
plastic deformation (EPD) that was accomplished
under conditions of a high-density current flowing
through the sample; and (iii) the el ectrotransport—plas-
tic deformation (ETPD) conducted in the situation
where the sample was deformed with simultaneous
electrotransport of the lattice and impurity atomsin the
anode—cathode regions of the sample[6].

The samples were deformed in a pressure chamber,
which made it possible to attain all kinds of strainsin
the dynamic and static conditions and record the results
using a plotter. The forces were recorded using atenso-
dynamometer as the sensor, and displacements were
recorded using an inductive transducer. The setup aso
made it possible to deform the crystals in awide range
of temperatures, forces, and loading rates both in the
dynamic and static conditions. The main objective of
experiments wasto determine the dependence of plastic
properties of germanium single crystals on the methods
of deformation and clarify the trends in variation of
these properties under various strain rates. The new
methods of plastic deformation of the material made it
possible to reveal important differences in the results
obtained using different methods and conditions of
deformation. The new EPD and ETPD methods have a
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number of advantages compared to the well-known
TPD method. First, the possibility of contaminating the
sample with impurities released by structural compo-
nents and the furnace material is reduced appreciably.
Second, it iswell known that electrons acquiring direc-
tional motion in a constant electric field can affect the
motion of dislocations and their interaction with impu-
rities. A new complex consideration of an impurity—
electron—dislocation system can give rise to the effects
of practical interest. Another important advantage of
the new method is the possibility of studying and com-
bining several (previoudy developed) methods using
the same setup and the same sample. There are indica-
tions that other advantages of the new approach to
structure formation in crystalline solids will be found,
including a controlled coherent rearrangement of parti-
cles at the microlevel, which would offer very high
energy gains.

We studied Ge single crystals that were compen-
sated with Au to the concentration of 1 x 10 cmr3;

were oriented along the [110], [001], and [110] crys-
tallographic axes; and had dimensions of 5 x 10 x
15 mm.

The density of current flowing through the sample
was varied in the range of 2.0 x 106-2.5 x 10° A/cm?,
depending on the deformation temperature. The voltage
drop across the sample was 1.0-0.6 V. The power
released in the sample was as high as 100 W.

RESULTS

In this paper, we report the results of studying the
dependences of the strengthening coefficient, the strain,
the strain rate, and the elastic-strain region on the load-
ing rate of the crystal under deformation in dynamic
and static conditions of loading. In Figs. 1 and 2
(curves 1-3), we show the stress—strain o(€) and strain—
time g(t) dependences for three samples of single-crys-
tal p-Si for three different loading rates. As can be seen
from Figs. 1 and 2 (curves 1-3), not only the duration
of overcoming the elasticity region but also the yield
stress itself decrease as the loading rate increases. The
deformation-process parameters calculated from
curves 1-3 (Figs. 1, 2) arelisted in the table. Analyzing
the run of the curves in the dynamic loading region
(Fig. 1), we can find the dependence of the strengthen-
ing coefficient on the loading rate. At low loading rates,
the strengthening coefficient is largest in the first por-
tion of its steplike behavior and is smallest in the sec-
ond portion of softening. It is worth noting that there
are no strengthening—softening portions in curve 3
(Fig. 1) obtained at the highest loading rate. The
strengthening in this case is characterized by the coef-
ficient that is intermediate between those correspond-
ing to two portionsin curves 1 and 2.

It isnoteworthy that the absence of steplike behavior
in curve 3 (Fig. 1) can be also related to two factors
other than those mentioned above. First, the dynamic-
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Fig. 1. Dependences of the shear stress on the strain o(g) at
Tp = 650°C and the loading rates equal to (1) 71, (2) 150,
and (3) 590 g/s.
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Fig. 2. Dependences of the strain on time g(t) in the
dynamic and static conditions of deformation at the shear
stresses 0 = (1) 2.8, (2) 2.1, and (3) 1.7 kg/mm?.

loading time (t = 150 s) was short, and, second, the
force (o = 1.7 kg/mm?) was small. We note a high pli-
ability of the sample among other specia features of
such samples deformed with ahigh rate. As can be seen
from Fig. 1 (curve 3), the strain € = 1% at aforce 0 =
1.5 kg/mm?, whereas € = 0.5% for curves 1 and 2.

In Fig. 2, we show the dependences g(t) recorded
using a plotter and encompassing all three deformation
regions in the sequence: elastic, dynamic, and static.
The dynamic region is characterized by the force that
variesin time, whereas the force in the static region of
deformation is time-independent. It can be seen from
Fig. 2 (curves 1-3) that, despite small values of force,
incompleteness of the deformation process is observed
inall cases. It also followsfrom Fig. 2 (curves 1-3) that
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Fig. 3. Dependences of the shear stresson the strain o(g) for
several methods and conditions of deformation of p-Gesin-
gle crystals at T = 750°C: (1) thermoplastic deformation,
(2) thermoplastic deformation with simultaneous In diffu-
sion, (3) electroplastic deformation, (4) electroplastic defor-
mation with simultaneous In diffusion, and (5) plastic
deformation with electrotransport.

the strain is affected greatly by external factors. In the
dynamic region, the strain rate € = 0e/dt is equa
approximately to € = 1.5 pm/s in absolute units and to

€ =1.3x10*stinrelative units at both low and high
loading rates. True, the loading rates in the dynamic
region do not differ to the same extent asin the elastic
region (see table). A variation in the inclination with
respect to the time axis characterizes the steplike char-
acter (discontinuity) of the process and confirms the
fact that strengthening is replaced with softening. Even
in the static region, for which small forces and long

ALIEV et al.

deformation times are characteristic, two stepswith dif-
ferent strain rates are observed (see table and Fig. 2,
curve 1).

In Fig. 3, we show the characteristic curves o(g) for
germanium single crystals deformed using different
methods: the TPD method (curves 1, 2), the EPD
method (curves 3, 4), and the ETPD method (curve 5).
As can be seen from Fig. 3 (curve 2), the elasticity
region is characteristic of the TPD method, although
the deformation temperature in this case is higher than
that in the EPD method since the crystal is not practi-
cally deformed in the case of TPD at lower tempera-
tures. Curves 2, 4, and 5 obtained in the case of simul-
taneous diffusion of nickel represent a clear illustration
of differences in the methods and conditions of defor-
mation. As can be seen from Fig. 3 (curve 5), the ETPD
method is found to be the best for deformation; in this
method, the deformation and el ectrodiffusion processes
occur simultaneously. In the conditions of steady-state
creep, the strain rate at the TPD method differs from
that at the ETPD method by several orders of magni-
tude.

Summing up the above-listed special features of the
behavior of mechanical properties of germanium single
crystals, we note that the structure formation in these
crystals is affected by any external factor, especialy if
thisfactor ismultiparameter (synergistic). In our exper-
iments, a high-density electric current flowing through
the sample, electrodiffusion of the lattice and impurity
atoms, and variousloading rates were additional factors
that perturbed the dislocation system.

DISCUSSION

The application of unconventional new technol ogi-
cal method to the plasticity problem in the studies of
interrelation between the structure, composition, and

Table
Loadingrateinthe| Shear stressinthe |Thedeformationtime| Strainin the ) Strain ratein the
regions (Vy, g/s) | regions (o, gmm?) | intheregions(t, s) |regions (g, %) | Strengthening | regions (&, m/s)
sam- 3 ) o o CoeffIC(;ent o
el e 1§ e B le |2 |Ble 8 le| R | B e
2 c | B | |8 | B |s | B | < |=® < i
T 5 T 5 0 T 5 0] 5 W 5 W
1 71 180 087 | 2.8 28 | 360 | 360 | 540 | 1.9 11 Curvel: |[Curvel:|Curvel:
248 1 155
Curve2: |[Curve2:| Curve2:
0.66 0.42 0.12
2 150 162 074 | 21 21 | 195 | 340 | 480 | 1.12 | 04 Curvel: [Curvel:|Curvel:
243 0.42 0.1
Curve 2:
0.92
3 590 220 0.5 1.7 17 60 | 150 | 510 | 14 0.3 Curvel: |[Curvel:|Curvel:
0.804 2 0.093
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properties of diamond-like semiconductors made it
possibleto obtain results that differed appreciably from
those obtained by the thermoplastic method of defor-
mation. In particular, the EPD and ETPD methods
made it possible to significantly decrease the deforma:
tion temperature, starting stresses, and the upper yield
point and also led to an increase in the total magnitude
of plasticity at much smaller values of external factors.
We observed the appearance of steplike behavior in the
deformation process and also the appearance of new
regions of strengthening and softening. The diversity of
the structures formed in nonequilibrium conditions is
greater than that of the structuresformed in equilibrium
conditions, especialy in the case of a multiparameter
(synergistic) approach to the deformation processes. In
discussing the results obtained, we must give specia
attention to an appreciabl e difference between the com-
pression curves shown in Figs. 1-3. Naturally, this dif-
ferenceisrelated to special features of the loading con-
ditions and, possibly, to resulting special features of the
defect structurein the crystals subjected to loading. The
results obtained are qualitative and do not allow for
direct quantitative comparison of theoretical results
with experimental data. In our experiments, we
observed the combined effect of two competing mech-
anisms that affected the origination of internal stresses
in the crystal. The first mechanism is temperature-
related and tends to decrease the internal stresses,
whereas the second mechanism tends to increase these
stresses as aresult of anincreasein the strainrate. Asa
result, the velocity of a group of dislocations exceeds
that of an individual dislocation, which can giveriseto
collective kinetic effects. In our experiments, an ather-
mal method of overcoming the obstacles to the motion
of dislocations was predominant. It should be empha-
sized that the static mode of loading was implemented
simultaneously with the dynamic mode. The electron—
phonon and electron—dislocation interactions are
present in the course of thermoplastic deformation of
semiconductor crystals asindependent factors, whereas
all structure carriers rearrange into dynamic fluxes and
forces with certain directions. If crystals are deformed
in an electric field, an additional force (along with
stresses) affects charged dislocation; thisforce is equal
to F = e*E, where e* isthe effective charge of disloca-
tion and E isthe electric-field strength [7]. If the afore-
mentioned experimental conditions are realized, the
following situation apparently takes place: dislocations
are charged and acquire a preferential direction of
motion with a mobility higher than that of neutral dis-
locations [8]. If there is a diffusive electrotransport, a
redistribution of impurity ions can occur in the vicinity
of didocations and can affect the dynamics of disloca-
tions owing to preferential location of the above ions
near the anode [9]. At high densities of current flowing
through the samples subjected to deformation (j > 1.5 x
108 A/m?) that stimulate the motion of charged defects,
2004
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the strain rate can easily increase, which is observed
experimentally. Finaly, at certain intensities of the
energy and material fluxes (in the case of a dopant
impurity), the processes that support the active modes
of self-consistent autocatalytic or coherent collective
motion can occur in the crystals deformed by the ETPD
method [10].

CONCLUSIONS

It is established as aresult of studies performed that
it isimpossible to attain a significant plasticity magni-
tudein the TPD processin the same conditions|oad and
temperature asin the EPD and ETPD modes. We found
that it was possible experimentally to reduce the start-
ing shear stress appreciably by decreasing the extent of
the elaticity region in relation to the size-related fac-
tors and the degree of compensation. We showed that
indications of softening appeared in compensated ger-
manium crystals in the situation where a high-density
electric current flowed through these crystals at con-
stant values of the shear stress and temperature. We
studied experimentally trends in the effect of various
conditions of deformation (dynamic or static) on elastic
properties of germanium in relation to the loading and
strain rates. The simplicity of control and small value of
energy expenditure make highly nonequilibrium sys-
tems very promising for future technologies.
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Abstract—A nonlinear interaction of moving space-charge and photoconductivity gratings is experimentally
investigated. In the presence of adc electric field, a crystal isirradiated with an oscillating interference pattern
with aspatial frequency K and an oscillation frequency w. An ac electric field with afrequency Q isalso applied
to the sample. At certain frequencies w and Q, the crystal exhibits two types of interacting oscillations. the
space-charge grating moving with velocity |w— Q|/K and the photoconductivity grating moving with velocity
—w/K. The effect is studied using the method of the nonstationary photoel ectromotive force in a photorefractive
Bi1,SiO, crystal. © 2004 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

The dynamics of photoel ectric processes determines
the working principles and technical characteristics of
the magjority of optoelectronic devices (photoresistors,
photodiodes, adaptive interferometric sensors, and pat-
tern recognition and holographic memory devices
based on photorefractive materials). In this connection,
the study of relaxation processes in semiconductors
remains one of the most important problems of solid-
state physics.

In semiconductors, the evolution of photoinduced
charges consists of two stages: the buildup of the pho-
toconductivity distribution and the formation of the
space charge[1, 2]. In the presence of an external elec-
tric field, the photoconductivity and space-charge dis-
tributions can exhibit oscillating relaxation. The exist-
ence of two types of oscillations in semiconductors
(moving photoconductivity gratings and the waves of
the space recharging of traps) was predicted in [3]. For
the first time, the oscillations of an optically induced
space charge representing moving holograms were
experimentally observed in Bi;,SIO,, photorefractive
crystals [4, 5]. Later, the time-of-flight method was
used in [6] to study the moving photoconductivity grat-
ingsin the same crystal. Similar methods were used to
study the waves of space charge and photoconductivity
in[7-13]. One of these isthe method of the nonstation-
ary photoelectromotive force (PEMF) [14, 15].

The nonstationary PEMF (or the nonstationary
holographic photocurrent) manifestsitself asan ac cur-
rent emerging in a semiconductor illuminated by an
oscillating interference pattern. The photocurrent is
induced by relative periodic displacements of the pho-
toconductivity and electric field distributions. This
mechanism for signal excitation makes it possible to
use this method to study both photoconductivity and

space charge. Specifically, the frequency response
function of the signal emerging in crystalsin the pres-
ence of an electric field exhibits two resonance max-
ima, one of which is related to the excitation of space
charge waves and another is determined by the excita-
tion of moving photoconductivity gratings[15].

In spite of alarge number of works devoted to the
aforesaid problem, it is still unclear if it is possible to
simultaneously excite two types of the above natura
oscillations and to observe their interaction. In the
existing methods (including the nonstationary PEMF
technique), the interference pattern with the spatial fre-
quency K and the oscillation frequency winduces either
a space charge wave or a moving photoconductivity
grating. The reason for this is the fact that the natural
oscillation frequency of the space charge grating in
high-resistance crystals (e.g., Bi;,S1Oy) iSw/211= 10—
100 Hz, whereas the oscillation frequency of the photo-
conductivity grating with the same spatial period is as
high as wy,/21= 0.01-1 MHz. The phenomenon issim-
ilar to the light scattering by acoustic waves involving
the particles with comparable momenta (wave vectors)
and substantially different energies (frequencies). To
simultaneously excite the space-charge grating (W, K)
moving along the dc electric field with the velocity
ws/K and the electron photoconductivity grating (G,
—K) moving in the opposite direction with the velocity
—,/K, and to effect their interaction, we need the third
oscillation (Q, 0) ensuring the conditions similar to the
energy and momentum conservation laws: Wy, + Wy =
Q and K — K = 0. As the third oscillation, we use an
external electric field with frequency Q. In our experi-
ment, the space charge wave is excited owing to the
nonlinear interaction of the moving photoconductivity
grating and an ac electric field. To observe the effect,
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we employ the modified nonstationary PEMF tech-
nique.

EXPERIMENTAL SETUP

Figure 1 demonstrates the scheme of the experimen-
tal setup. A helium—cadmium laser (A = 442 nm and
Pt = 3 mW) serves as a coherent light source. The
laser beam is split into two beams, one of which is
phase-modulated using an ML-102A electrooptical
modulator. A sine voltage with frequency w is applied
to the modulator. The phase modulation depth is A =
0.8. The laser beams are expanded and directed to the
surface of the crystal. The resulting interference pattern
exhibits the mean intensity 1, = 84 W/m?, contrast m =
0.92, and spatial frequency K = 25 mm=. A combina-
tion of dc and ac voltages is applied to the crystal:
Ug: = Uy + UcosQt. The dc voltage Uy is heeded for
the excitation of moving gratings. The ac voltage with
an amplitude U, and frequency Q makesit possible to
effect the interaction between the moving charge and
photoconductivity gratings. A nonstationary holo-
graphic photocurrent emerging in the sample causes a
corresponding voltage drop at load resistance R, =
18 kQ. Then, the signal is amplified, filtered out, and
measured using a Unipan-232B lock-in nanovoltmeter.
To measure the harmonic of the nonstationary photo-
current at the difference frequency |w— Q|, we form a
reference voltage with the samefrequency. To do so, we
multiply the voltages applied to the el ectrooptic modu-
lator and the crystal in a balanced mixer based on a
K174PS1 chip. The harmonics of the reference voltage
at frequencies w, Q, and w + Q are suppressed using a
low-passfilter.

For the conventional excitation of the nonstationary
PEMF in the crystal, we use only the dc voltage U, and
detect the signal at the phase modulation frequency w
[15]. For the measurements, we employ an SK4-56
spectrum analyzer and a Unipan-232B lock-in nano-
voltmeter.

Experiments employ a photorefractive Bi;,SiO,,
crystal. The sample represents a single crystal with the
sizes 10 x 3 x 1 mm. The front and back surfaces (10 x
1 mm) are polished to optical quality. Using a silver
paste, we deposit electrodes (3 x 3 mm) on the side sur-
faces. The interelectrode distance isL = 1 mm. The
crystal is mounted between two Styrofoam layers that
serve as mechanical vibration dampers (mechanical
vibrations are induced owing to the piezoelectric
effect).

EXPERIMENTAL RESULTS

Prior to analyzing the nonlinear interaction of the
space-charge and photoconductivity gratings, we
briefly outline the results on the nonstationary holo-
graphic photocurrent measured using the conventional
method for the signal excitation. Figure 2 showsthefre-
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Fig. 1. Experimental setup for the study of the nonstationary
holographic photocurrent excited at the difference (hetero-
dyne) frequency: EOM electrooptic modulator, BM bal-
anced mixer, LPF low-pass filter, and A&RF preamplifier
with arejector filter.
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Fig. 2. Frequency response functions of the nonstationary
holographic photocurrent excited in Bi;,SiO,q with the
conventional method: Eg = (1) 6, (2) 10, (3) 14 kV/cm
(EA = 0)

guency response functions of the nonstationary PEMF
signal measured in Bi;,SIO,, crystal at three values of
thedc field E; = Uy/L. Theincrease in thefield leads to
the growth of the signal amplitude. At the lowest field
strength, the frequency response function exhibits a
maximum at low frequencies (w21t ~ 100 HZz). When
thefield increasesto E, = 6 kV/cm, we observe ashoul -
der at the frequency w/2m~ 3 kHz. The further increase
inthefield givesriseto the second maximum. It follows
from the frequency dependencesthat theincreasein the
external field results in the shift of the first (second)
maximum towards lower (higher) frequencies. Specifi-
caly, at adc field strength of E, = 10 (14) kV/cm, the
resonance frequencies are wy/21m = 25 (20) Hz and
Wy/ 21 = 5.6 (9.1) kHz. It is demonstrated in [15] that
this evolution of the signal is related to the resonant
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Fig. 3. Frequency response functions of the nonstationary
holographic photocurrent excited in Bi;,SiO,g at the differ-
ence (heterodyne) frequency: (1) Eg = 10 kV/cm and
Q/2n=5.9kHz and (2) Eg= 14 kV/cmand Q/21rt= 8.8 kHz
(Ea =3.5kV/cm).

excitation of moving space charge and electron photo-
conductivity gratings. The corresponding dispersion
relations are written as

Wg = (TyKLe) ™ 1)
W = KHE, ()

where 1y, is the Maxwell relaxation time, Ly = UTE is
the drift length, W is the mobility, and T is the electron
lifetime.

Apparently, the significant broadening of the first
maximum is related to the nonlinearity of the holo-
graphic recording observed at a high contrast of the
interference pattern [16]. The broadening of the reso-
nance maximum can a so be caused by the illumination
nonuniformity: at high absorption coefficients (a ~
30 cm™ [2]), the space-charge grating relaxation time
in the surface layer is significantly shorter than the
relaxation time in deep layers.

It is known that the nonstationary PEMF technique
isaunique method enabling oneto directly measure the
drift mobility of carriers. Indeed, knowing the fre-
guency of the second resonance maximum at the given
K and E,, we can easily estimate the mobility: p =
0.015 cm?/Vs. Thisvalueisin agreement with the value
1 =0.016 cm?/V smeasured at awavelength of 458 nm
in[15].

Consider the results on the nonlinear interaction of
the moving space-charge and photoconductivity grat-
ings obtained with the modified nonstationary PEMF
method. In experiments, the frequency of the external
ac field must be approximately equal to the second res-
onance frequency: Q/2mt = 5.9 (8.8) kHz for E, =
10 (14) kV/cm. The frequency Q of the externa field
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can dlightly (by approximately 300 Hz) differ from the
resonance frequency w,, since the width of the second
resonance peak is 5-10 kHz (Fig. 2). The amplitude
E, = U,/L = 3.5 kV/cm of the external ac field is sub-
stantialy less than the dc field. Therefore, the possible
shifts of the resonance frequencies must be insignifi-
cant.

Figure 3 demonstrates the frequency response func-
tion of the nonstationary holographic photocurrent
excited at the difference (heterodyne) frequency w—Q.
For E; =10 (14) kV/cm, we observe maximaat the neg-
ative and positive frequency differences. (w— Q)/21 =
—100 (-80) Hz and (w— Q)/211= 50 (30) Hz. When the
external dc field increases, the signal amplitude
increases and the maxima shift towards lower frequen-
cies. Thisistypical of space-chargewaves[2]. Theres-
onance peaks are relatively broad. Note that the
strongly broadened and distorted maximum at w—Q <0
is characterized by a higher resonance frequency. Asin
the case of the conventional measurements, possible
reasons for this are the nonlinear limitations on the
amplitude of the space-charge grating observed at high
contrasts of the interference pattern and the nonunifor-
mity of illumination with respect to the depth in the
crystal.

In addition, note that the amplitude of the maximum
at w—Q < 0isgreater than the amplitude of the maxi-
mum at w—Q > 0. Thisis a consequence of the funda-
mental difference between the mechanismsfor the pho-
tocurrent excitation at the frequencies under consider-
ation. At anegative frequency difference (w—Q <0), a
space-charge wave emerges owing to the interaction of
the externa field and the photoconductivity grating that
moves in the direction opposite to the external electric
field. When the motion of the interference pattern is
matched with the motion of electronsin the conduction
band, we observe aresonant enhancement of the photo-
conductivity wave. Thus, we observe the simultaneous
excitation and interaction of two types of oscillations
(the moving space-charge and photoconductivity grat-
ings). At the positive frequency difference (w—Q > 0),
the space-chargewaveisrelated to theinteraction of the
external field and the photoconductivity grating that
moves along the externa field. In this case, the photo-
conductivity grating does not represent natural oscilla-
tions of the semiconductor. This grating nonresonantly
reproduces the motion of the oscillating interference
pattern along the external field. For clarity, consider the
diagram illustrating the interaction of the space charge
wave, the photoconductivity wave, and the external
field (Fig. 4). It isseen that in the first case, the ac elec-
tric field isinvolved in the coupling of two types of nat-
ural oscillationsin the semiconductor and the following
relationships are satisfied: wy, + 0, = Q and K-K =0.
In the second case, only one type of the natural oscilla-
tions (the space-charge wave) is excited. Evidently, the
signa amplitude is higher when the conditions of the
resonant excitation are satisfied for both the space-
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Fig. 4. Diagram of the interaction of the moving space-
charge and photoconductivity gratings and the external ac
electricfield. Arrows show the space charge grating (o, K)
moving at the velocity we/K aong the dc electric field, the
photoconductivity grating (., —K) moving at the velocity
—wg /K in the direction opposite to the dc electric field, the
photoconductivity grating (w, K) moving at the velocity w/K
aong the dc electric field, and the ac electric field (Q, 0)
with the frequency Q. Halftone lines show the dispersion
relations of the space-charge waves wy(K) and photocon-

ductivity wyc(—K).
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Fig. 5. Plots of the amplitude of the nonstationary holo-

graphic photocurrent |[J°~ Q| vs. the externa field ampli-
tude: (1) (w—Q)/2m=-20Hz and (2) (w—Q)/21t=+20 Hz
(Eg =14 kV/cm and Q/2mt= 8.8 kHz).

charge grating and the photoconductivity grating.
Apparently, the difference between the amplitudes of
the resonance peaks must be determined by the factor
KL, characterizing the Q factor of the space-charge and
photoconductivity oscillations. In our experiment, this
difference is relatively small owing to the aforemen-
tioned nonlinear limitations on the grating of the space-
charge field appearing at high contrasts of the interfer-
ence pattern.

Figure 5 shows the dependences of the resonance
amplitudes on the amplitude of the external acfield. For
the range of external field amplitudes under study, these
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dependences are virtually linear. The limitations on the
signal amplitude can be observed at an ac field strength
E, corresponding to KL, ~ 1 (L = UTE, isthe electron
drift length). For pt ~ 10 n?/V [17] and K = 25 mm?,
this limitation must be observed at E, ~ 4 kV/cm.

CONCLUSIONS

We report the first study of the simultaneous excita-
tion and interaction of the moving space-charge and
photoconductivity gratings, which represent two types
of natural oscillations in a semiconductor. A new
method for the excitation of the nonstationary PEMF at
the difference (heterodyne) frequency makesit possible
to detect a space-charge wave related to the nonlinear
interaction of the moving photoconductivity grating
and the ac electric field. A distinctive feature of the
method proposed is the difference between the spatial
and temporal characteristics of the space-charge wave
and the corresponding characteristics of the externa
action on the crystal (illumination and electric field). In
this sense, the effect under study is similar to another
interesting effect consisting in the excitation of the spa
tial harmonics of the space charge field in photorefrac-
tive crystals[10, 11].

The nonlinear interaction of the moving space-
charge and photoconductivity gratings and the modi-
fied nonstationary PEMF method based on this effect
can be used to study fast processes in high-resistance
semiconductors. One of the problems involving the
detection of high-frequency signalsis the measurement
of the true drift mobility of carriers in wide-band-gap
semiconductors with a complex structure of impurity
levels. For Bi,SiO,, crystals, the resonance frequency
of the photoconductivity grating used to estimate the
true electron mobility can be as high as 100 MHz [18].
At such frequencies, it is extremely difficult to match a
high-resistance crystal with the input circuits of mea-
suring devices. Since the nonstationary holographic
photocurrent at the difference frequency w—Q depends
on the amplitude of the moving photoconductivity grat-
ing excited at the high frequency w, we can assume that
the frequency response function J*~?(w) measured
using the modified method will be similar to the fre-
guency response function J®(w) measured using the
conventiona method. Therefore, we will be able to
determine the same materia parameters. In the method
under consideration, the high-frequency signal istrans-
formed into alow-frequency signal in the crystal rather
than in the measuring device.

Apparently, the nonlinear interaction of the moving
space charge and photoconductivity gratings cannot be
comprehensively characterized using the results pre-
sented. We need to theoretically analyze the effect in
details, to perform additional experimental investiga-
tion using similar methods, and to analyze the pros-
pects for practical applications.
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Abstract—We consider radiation of moving oscillating electric and magnetic dipoles, whose moments are ori-
ented along their velocity. We have derived general expressions for field components and radiation power,
which are valid for isotropic homogeneous nonabsorbing media. Special cases of a nondispersive medium and
a cold plasma are considered. In these cases, the dependences of energy spectral distributions and radiation
powers are analyzed as a function of the velocity of the sources and the parameters of media. © 2004 MAIK

“ Nauka/Interperiodica” .

INTRODUCTION

Radiation of sources moving in homogenous
steady-state media has been actively investigated for
many decades. The main attention has been paid to
analysisof radiation of charged particlesand their flows
as well as of sources having any multipole moments.
The results have been widely published (see, for exam-
ple, [1-10] and references therein). However, it should
be noted that in the problems considered earlier a
source was usually assumed to be static in the intrinsic
reference system (i.e., it had no eigenfrequency). If
nonuniformity of the source movement can be
neglected, the radiation at a preset frequency occurs
only in the case when the velocity of the source is
higher than the phase velocity of electromagnetic
waves of this frequency (Cherenkov radiation).

In the case of amoving source oscillating in its qui-
escence system, the situation changes radically. Natu-
rally, such a source emits at any velocity but radiation
characteristics essentially depend on the velocity. Sim-
ilar problems are of interest to theory as well asto var-
ious experiments. An emitting moving atom is an
example of sources of this kind. Another example is
antennas of space vehicles, which can be influenced by
the flow of the ambient plasma.

Problems with moving oscillators were seldom con-
sidered (see, for example, [1, 2, 11-15]). For example,
the Doppler effect wasstudied in[1, 11, 12]; the case of
amoving oscillating electric dipole was partly consid-
ered in [11, 13]; and radiation of moving sources in
chiral mediawas studied in [15]. In some works, simi-
lar problems were considered in a different formula-
tion: a harmonic source was assumed to be fixed, while
the medium was moving [16-19]. However, in such a
formulation, which is undoubtedly of independent
interest, the spectral characteristics of radiation are
automatically not considered: in aquiescence system of

aharmonic source, thefield isa so a harmonic function
of time. Meanwhile, when considering the problem in
the quiescence system of the medium, the spectral dis-
tribution of radiation power isone of the key factors. In
addition, the solution of the problem of the total radia-
tion power of a source of one kind or another also
essentially depends on the choice of areference system;
this was mentioned in [16].

This paper is devoted to analysis of energy charac-
teristics in problems with oscillating dipoles, which
move in some isotropic homogenous media. As was
mentioned above, a number aspects of the theory of
radiation of moving oscillatorswas studied in the scien-
tific literature; however, someimportant questionswere
not considered or considered only fragmentarily.
Among them are questions concerning the behavior of
spectral energy distributionsin mediawith various dis-
persion properties, the dependence of radiation power
on the dipole kind and dipole velocity in different
media, and others.

Section 1 of the paper presents some general expres-
sions valid for a medium with any frequency depen-
dence of therefractive index. We note that these expres-
sions were obtained for an electric dipole in [13], but
there are no similar results for amagnetic dipole in the
availableliterature. Hence, it seems reasonable to write
out the corresponding formulas for both sources with
minimum comments only. The special cases of nondis-
persive medium and cold plasma are studied in Sec-
tions2 and 3.

1. GENERAL EXPRESSIONS FOR FIELDS
AND RADIATION POWERS IN AN ISOTROPIC
HOMOGENOUS MEDIUM

Let a source having an electric or magnetic dipole
moment in the intrinsic reference system move with

1063-7842/04/4908-1021$26.00 © 2004 MAIK “Nauka/ Interperiodica’
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velocity v = ve, relative some isotropic medium with
permittivity € and permeability p. We do not define
concretely the properties of the medium so far. The
medium is just assumed to be homogenous, stationary,
and without spatial dispersion and absorption. Let us
suppose that a dipole moment of one kind or another is
oriented along the velocity vector of the source. In the
source quiescence system, we write the densities of the
electric and magnetic dipole moments, respectively, in
the form

P' = poe,exp(-iwpt)d(x)8(y)d(2),
M = mpe;exp(—iwpt)d(x)8(y)d(2),

where &(¢) is the delta function. Here and below, the
values and operators related to the intrinsic reference
system of a source are designated with prime. The vol-
ume current densities are expressed by

j'" = oPyot, ™ = ccurl'™m’, @)

where the superscript indicates the source type (every-
where below, the val ues marked with superscripts p and
m are related to the electric and magnetic dipoles,
respectively).

The charge density p' is determined by the charge
conservation law (for a magnetic dipole, p"™ = 0).

We substitute each of Egs. (1) into the correspond-
ing formulafrom (2) and pass on to a “laboratory” ref-
erence system (quiescence system of the medium). To
do that, one should apply the Lorentz transformations
for derivatives, aswell asfor current and charge density
[20, 21]. Asaresult, we obtain for nonzero current den-
sity components

ool 1— B2 82— V)5 ()5 (y),

iy = —cmp/1—pPe 3(z— vt)(X)3(Y),

)

where 3 = v/c and wy = WA/l — BZ is the frequency of
the source in the laboratory system (cylindrical coordi-
nate systemr, ¢, zis used here).

An expression for the electrical dipole charge den-
sity can easily be obtained using the equation of conti-
nuity. We stress that, in the case considered (dipole
moments are parallel to their velocity vector), a source
having only an electric (or only magnetic) dipole
moment in its quiescence system is characterized also
by the moment of the same kind in the laboratory sys-
tem (values of the moments are linked through the rela-

tions Py = pya/L— P, My = mya/1—PB).

A further course of solution is standard for the prob-
lems with moving sources (see, for example, [1-5, 7, 8,
13]). Inthiscase, one can use either Hertz vectors (elec-
tric or magnetic) or vector A and scalar @ potentials
introduced in the standard way. The solution is sought
in the form of Fourier integrals. When the expressions

TYUKHTIN

for potentials are found, the formulas for field compo-
nents can easily be obtained. Omitting al the interme-
diate transformations, we give straightaway the expres-
sions for nonzero components of electric and magnetic
fieldsin the cylindrical coordinate system:

(i) in the case of an electric dipole, we have

EP = Ia w[l—%z} eVdow,

0a’w- w-— W glv
dw, 4
Iar = ()
16a i .
HY = —I 5 edw;

(i) in the case of a magnetic dipole, we have

[

i .
e | wa"e'¥dw,

Hr = _VJ.TG d()), (5)

Here, the following notation is introduced,

() = = 2z-ar,
Lo = BB g g
o) = L BUD 2 0
where,
() = 'J” @-Fort. @

nw = glwp(w),

and theradical in theformulafor s(w) is positivefor the
positive radicand; if, however, it is negative, we have
s=1i|g]. Such afixation of the root branch is caused by
the fact that, at along distance form the z axis, the Fou-
rier component of thefield hasto be either awave prop-
agating away from the z axis or anonhomogenous wave
exponentially decreasing with increasing r.
L et us now obtain general expressionsfor the power
of sources averaged over aradiation period. To do that,
TECHNICAL PHYSICS  Vol. 49
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we cal culate the averaged energy flux Z through an infi-
nitely large cylindrical surface, which surrounds the
source trajectory. The surface radius R can be arbitrary
(including infinitely large values) since there is no
absorption in the medium. This method leads to evalu-
ation of the integral

2m

_ CR p * *
> = m_T[IdZId¢(er’[E’H 1 +[E*,H]). (8)
0

We note that other ways can also be used [1, 4]. A
widespread method among them involves the calcula-
tion of the work done by field over a source.

The calculation technique of integrals like Eg. (8)
was devel oped in investigating the Cherenkov radiation
(CR) [1-5, 7, 8]. Omitting intermediate steps, we give
the final expressions for the power of sources

5P ” >P/d
. n@ - s G
> EﬂZ ™ dod

(@nB)”> (- op)?

where
d=” _ Po(1=P%) | of. -t
T = Wl [1_DwnBD}’ (10)
12 2
dz" _ Mo (1-B) 2 s, (0= W
do - 4y ep|w [1 DwnBD] (11

Asisseen, integration is performed over part of the
real axis, where

(wnB)*> (00— )’ (12)

and, hence, the value of s(w) isreal. We emphasi ze that
the corresponding expression for an electric dipole was
obtained in [13], whereintegration was carried out only
over the positive part of the frequency axis. It iseasy to
show that the expression for =P is equivalent to that
given in [13]; for this purpose, it is sufficient to replace
wwith—wintheintegral along a negative semiaxisand
to take into account the evenness of the functions £(w)
and p(w) (the latter is valid due to the absence of
absorption in the medium).

Theresults obtained turn into theformulasfor CR of
nonoscillating (i.e., static in the intrinsic reference sys-
tem) dipoles[1-4] if we set wy, = 0 and replace the aver-

aged value of dipole moment p,/./2 by the static

moment py (My/+/2 by my, respectively). We stress
that, asin the case of nonoscillating dipoles, Eq. (10) is
not transformed into Eq. (11) when changing p, —
my, € = W (extramultiplier p2 appearsin Eq. (11)).
As is known from the theory of CR of nonoscillating
dipoles[1], thisasymmetry is caused by the asymmetry
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of the sources. the electric dipole is a model of the
Hertz dipole, while the magnetic dipole is associated
with a small current loop. Symmetric expressions for
fields and energy characteristics could be obtained if
the so-caled “true” magnetic dipole designed using
hypothetical magnetic charges by analogy with the
Hertz dipole were taken instead of the current loop.

2. RADIATION OF OSCILLATORS
IN A NONDISPERSIVE MEDIUM

Let usapply the results obtained to the case of anon-
dispersive medium. In this case, inequality Eq. (12) has
the following solutions: (i) if NB < 1, we have w, < w<
wy; (i) if nB > 1, we have w < w, and w > wy, where

W 2= Wyn/l— B?(1 + np)L. Obviously, a correct
expression for radiation power can be obtained in case
(i) only (“sublumina” regime of source movement),
sincetheradiation spectrumin case (i) becomesunlim-
ited and integrals (9) diverge (it should be recalled that
this paradox also takes place for moving nonoscillating
sources, which do not emit electromagnetic waves at
nB < 1, whileat nf > 1, the radiation power isinfinitely
large). For this very reason, we consider only the case
of “subluminal” velocity of the dipoles.

For convenience of further analysis, it is reasonable
to introduce the dimensionless frequencies normalized
to the source eignefrequency,

Q = w/oo('),

Qi , = Wy Jwy = J1-B/(1£nB).

Taking into account this notation, we express
Egs. (9)<11) as

(13)

sP = Po o SPosm - My Wq sm.
3¢ 3
Q, Q, (14)
P = J'op(Q)dQ, 5" = Iom(Q)dQ;
_ 3(1-pAHp —~1-B
o'(@ = 2o D} (15)

a™(Q) = n“a”(Q).

The dimensionless values =", =" were introduced
in such away that they becomelate=p=1and3 =0
(however, aswill be shown below, these values equal 1
even at € = 4 = 1 regardless of the source velocity).

Let us emphasize the main features of the obtained
expressions. First of al, we stress that the dependence
of radiation power on the velocity of the medium
becomes apparent only when the values quadratic in 3
aretaken into account; i.e., itisarelativistic effect. The



1024 TYUKHTIN

1.6

o?

0.8

25

(b)
1
2.0F

1.5

o?

0 . 5 'l |~ :.' \: ., 5
l. \

\ ©

oP
N
T

Fig. 1. Frequency distributions of the radiation power inthe
case of (a) anondispersive mediumwithn=0.7; 3=0.3(1),
0.5 (2), 0.7 (3), 0.8 (4); (b) vacuum: B = 0.3 (1); 0.5 (2),
0.7 (3), 0.8 (4); 0.9 (5); (c) anondispersivemediumwithn =
1.3;=0.1(1),0.3(2),05(3), 0.6 (4), 0.65 (5).

dependence of the spectral density of the radiation
power oP on the frequency Q is shown in Figs. la-1c
(for o™, the corresponding dependences are of the same
form since these quantities differ only by the constant
multiplier n?). It is taken throughout that p = 1:
(a) belongsto acaseof n=0.7, (b), to acase of vacuum
(n=1),and(c), ton=1.3. Thecurvesfor several values
of the velocity are shown in Figs. la-1c.

As is seen, the width of the radiation spectrum is
defined as

Q,-Q, = 2nBJ1-PA(1-n?p) . (16)

For n > 1 the width increases monotonically as the
velocity increasesfromzeroat B =0toinfinity at  —»
1/n. However, if n < 1, thisregularity is violated: it is
easy to show that the spectrum widthis maximal at 3 =
(2-m?andequal tozeroat B —= Oand B — 1.

For n = 0.7, the maximum vaue of the spectral
power density decreases with increasing velocity for
both considered sources (Fig. 1a). We note that the
position of the maximum depends on the velocity only
dlightly if the latter is not too closeto 1. For n =1, with
increasing velocity, the maximum vaue oP aso
decreases and its position is appreciably shifted
towards higher frequencies. For n > 1, the behavior of
oP is more complicated (Fig. 1c). For asmall velocity,
the maximum of the frequency distribution of power
decreases with increasing 3 but, starting with some
value of the velocity, the decrease is changed by the
increase and the value of the maximum approaches
infinity at B — 1/n.

Thetotal radiation powers of the considered sources
can easily be determined calculating integrals (14):

sp_ =BT gm o ese
_unDl—nZBE’ > =nz. a7

We note that for an electric dipole in nonmagnetic
medium, the corresponding result was first obtained
in[11].

The dependence of the radiation power on the vel oc-
ity of the source is shown in Fig. 2. As before, we

assumethat = 1; thevalues of n= ./ aregiveninthe
figure caption. For n < 1, the radiation power isamono-
tonically decreasing function of the source velocity,
while for n > 1, it is a monotonically increasing func-
tion and at B — 1/n it becomes infinitely large. We
emphasize that in vacuum the radiation powers of both

sources do not depend on their velocities =” = 5" =1
(although, as has been shown above, even in vacuum
the radiation spectrum substantially changes with
velocity).

TECHNICAL PHYSICS Vol. 49 No. 8 2004



ENERGY CHARACTERISTICS OF RADIATION

3. RADIATION OF OSCILLATORS
IN A COLD PLASMA

Let us pass to analysis of radiation of longitudinal
moving oscillating dipoles in the cold plasma charac-
terized by permittivity € = 1 — )}, /a? and permesbility
K = 1. In such a situation, the solution of inequality (12),

determining the range of frequencies of the emitted
waves, hasthe form

wl<w<(‘021

o = DT B (1 -B) _ 0% Byl — 0,
1,2~ -
1-p? J1-p?
Radiation occurs only when w;, , are rea-valued,

i.e., the source eigenfrequency wy, is higher than the
plasma frequency w, (it should be stressed that the
source frequency in the laboratory system, w, =

wp/1— B, may be lower that the plasma frequency).
Itis easy to see that the width of the radiation spectrum
increases with the source velocity and decreases with
increasing plasma frequency.

(18)

As before, we introduce dimensionless frequencies
normalized to the source eigenfrequency,

Q = Wy, Q= w)luwy,
Q1. = Wy lwy = (LFBJL-Q2)/ /1P
Taking into account these designations, theintegrals

for the total powers can be expressed in the form (14),
and the spectral distributions of power are written as

(19)

3(1 B)Q(Q Q,)(Q,-Q)
B’ 0*-0?

6’(Q) =
. (20)
o"(Q) = S%Q(Q—Ql)(QZ—Q).

Thus, the spectral distribution of power for an elec-
tric dipole isthe ratio of fifth- and second-degree poly-
nomials, while for amagnetic dipole thisdistributionis
athird-degree polynomial. The frequency dependences
of normalized spectral densities are shown in Figs. 3a
and 3b for different values 3 and Q,: (a) for Q, = 0.7
and (b) for Q, = 0.95. The curves with identical num-
bers relate to the same velocity given in the caption to
Fig. 3a. Comparing Figs. 3a and 1b, we see that for
small plasma frequencies the spectral distributions are
similar to that in vacuum. An important difference is
that values o and o™ are somewhat less than that in
vacuum. If Q, = 1 (Fig. 3b), the frequency distributions
of power acquire aninteresting feature: for arather high
velocity, the radiation spectrum of any source is within
2004
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Fig. 2. Velocity dependences of the power of an electric
dipoleat p=1:n=0.7 (1), 0.97 (2), 1.03(3), 1.1 (4), 1.3 (5).

the range Q > 1, i.e., an observer will record only fre-
quencies higher than the oscillator eigenfrequency.

Let us pass to analysis of total radiation powers of
the oscillators moving in a plasma. Calculating analyt-
ically integrals (14) with integrands (20), we obtain

~ 2
b _ A%EQB /1—Q$[Q§+%(2—5Q§)}

Lo1-g)[(@,+ 1-Fn g;:gp 2
+(@p 1B Ingt =2 |5
0

"= (1-:2?,)3’2 22)

It isinteresting to note that the total radiation power
of amagnetic oscillator does not depend on its velocity
regardless of the substantial dependence of spectral
composition of radiation. On the other hand, it can be
shown that the radiation power of an electric oscillator
isamonotonically decreasing function of the oscillator
velocity as well as of the plasma frequency. For small
velocities, this power coincides with the radiation
power of afixed source with an accuracy on the order
of 32,

<P 2 12
2 =(1-Q)) (23)

In the ultrarelativistic regime, when 1 — 32 < 1, one
can obtain

5= (1-0%)% (24)
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Fig. 4. Velocity dependence of the power of an electric
dipole: Q, = 0.4 (1), 0.6 (2), 0.8 (3), 0.95 (4).

Fig. 5. Power of an electric dipole as a function of the
plasma frequency: B =0 (1), 0.6 (2), 0.8 (3), B — 1 (4).

Curve 4 aso relatesto amagnetic dipolefor any itsvelocity.
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ENERGY CHARACTERISTICS OF RADIATION

Asvelocity B increases from 0 to 1, the value of 5P
decreases monotonically from the value given by
Eqg. (23) to a value following from Eqg. (24), while the

value of " remains constant. Thus, for equal dipole
moments and eigenfrequencies, an electric dipole is
found to be a more effective oscillator than a magnetic

dipole (equality =" = 5" is reached only in the limit
B—1).

The velocity dependences of the radiation power of
an electric dipole are shown in Fig. 4 for several values
of a plasma frequency, while the dependences of the
radiation power of both sources on the plasma fre-
guency are shown in Fig. 5 for various values of veloc-
ity. Asis seen, even for the electric dipole, the velocity
dependence of radiation power is weak if the plasma
frequency , is not too close to the source eigenfre-

quency w, . We emphasizethat, in spite of thisfact, the

radiation spectra of both sources change substantially
with the velocity, as has been mentioned.

CONCLUSIONS

This paper considers radiation of moving oscillating
dipoles of the electric and magnetic kinds in certain
media. It was assumed that the corresponding dipole
moments are oriented along the velocity of the source.
The main results are as follows.

(1) We analyzed the energy characteristics of the
radiation fields of dipoles moving in amedium without
dispersion with a velocity smaller than the velocity of
light in the medium. In particular, it is shown that for
n> 1, an increase in the source velocity results in the
following effects: the width of the radiation spectrum
increases monotonically and unlimitedly; the peak in
the radiation spectrum first decreases, reaching the
minimum value, and then increases; and the radiation
power monotonically increases. For n < 1, the behavior
of the corresponding regularities changes: the width of
the radiation spectrum reaches maximum at a certain
velocity, while for B — 1 this width equals zero; and
the maximum in the radiation spectrum and total radia-
tion power are monotonically decreasing functions of
B. All the mentioned regularities are valid for both elec-
tric and magnetic dipoles.

(2) We analyzed the energy characteristics of the
radiation fields of dipoles moving in a cold plasma. In
particular, we showed that the radiation is emitted only

in the case when the oscillator eigenfrequency wy is

higher than the plasmafrequency (but the oscillator fre-
guency in thelaboratory system, w,, may belower than
the plasmafrequency). Theradiation spectraare similar
to those in vacuum if the plasma frequency is not too
close to the oscillator eigenfrequency. If, however,
these frequencies are close, for a high velocity the radi-
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ation spectrum is within the range higher than wy . The

radiation power of an electric dipole isamonotonically
decreasing function of its velocity, while the radiation
power of amagnetic dipoleisindependent of the veloc-
ity (although, the radiation spectrum changes substan-
tialy with the velocity). In a cold plasma, an electric
dipole is a more effective oscillator than a magnetic
dipole if their dipole moments, eigenfrequencies and
velocities are equal in value.
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Abstract—Transition radiation produced when a charged particle successively crosses two anisotropically
conducting planesis considered. Thefirst plane has the form of atwo-dimensional array (grating) made of thin
metal wires parallel to the x and y axes. The second plane is a one-dimensional array whose wires are parallel
tothey axis. The planes are parallel to each other and perpendicular to the particle trgjectory. Transition radia-
tion is shown to be elliptically polarized, the degree of elipticity and rotation direction being dependent on the
direction of radiation, the distance between the arrays, and the particle velocity. © 2004 MAIK “ Nauka/ I nter-

periodica” .

INTRODUCTION

Transition radiation in isotropic media is known to
be linearly polarized [1]. At the normal incidence of a
particle onto theinterface, the polarization vector liesin
the plane that passes through the particle trajectory and
the wave vector of the emitted wave. Transition radia-
tion on an anisotropically conducting plane is also lin-
early polarized [2]. The anisotropically conducting
plane was modeled in [2] by a system of thin parallel
wires perpendicular to the particle trgjectory. It isclear
that, if the distance between the wires is much smaller
than the radiation wavelength, this system of wires can
be regarded as a plane whose conductanceis high along
the wires and low in the orthogonal direction. It was
assumed in [2] that the conductance of the planeisinfi-
nitely high along the wires and is egqual to zero in the
orthogonal direction; an exact solution to the problem
under these conditions was obtained. In this case, the
electric vector of the transition radiation lies in the
planethat passesthrough the wave vector and the wires.

Itis of practical interest to obtain elliptically or cir-
cularly polarized radiation. Transition radiation pro-
duced when arelativistic charged particle successively
crosses two parallel one-dimensional arrays was con-
sidered in [3]. The arrays were assumed to consist of
parallel metal wires. The array planes were parallel to
each other and perpendicular to the charged particletra-
jectory. The wires of one array were perpendicular to
the wires of the other array. It was shown that transition
radiation produced in this case is elliptically polarized,
the ellipticity and rotation direction being dependent on
the direction of the radiation, the distance between the
arrays, and the particle velocity.

In this paper, we also consider the radiation pro-
duced by a relativistic charged particle successively
crossing two anisotropically conducting planes (Fig. 1).
However, in contrast to the case considered in [3], the

first plane has the form of a two-dimensional array
(grating) made of thin metal wires and its conductance
isinfinitely high in two mutually orthogonal directions
(inthex and y directions), and not in one direction. The
second planeisaone-dimensional array whose conduc-
tanceisinfiniteinthey direction asin [3]. The charged
particle moves perpendicular to the array (along the z
axis) and crosses the first array, producing transition
radiation. This radiation can be regarded as the radia-
tion of currentsinduced in the array by the charged par-
ticleflying through it. Because each wire of the array is
paralel to the x or y axis, the induced currents are also
paralel to these axes. Consequently, the vector poten-
tial that describes radiation of the induced currents also
has components parallel to thex and y axes. Let usplace
the second diffraction grating at a distance d from the
first one. Planes of the two gratings are parallel and the
wires of the second grating are parallé to the y axis.
Incident on the second grating are the field of the
charged particle and the field produced by the currents
induced in thefirst grating. The currentsinduced on the

O \O

Fig. 1. Geometry of the problem.
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A POSSIBILITY TO PRODUCE ELLIPTICALLY POLARIZED TRANSITION RADIATION

second grating by these fields are parallel to the y axis
and the radiation produced by these currents is
described by the vector potential, which is polarized
parallel to the y axis. Thus, after the charge passes
through the two gratings, two waves are emitted whose
phase difference depends on distance between the grat-
ings and the transit time. Below, we will determine the
parameters of these waves. We will show that radiation
produced when a charged particle successively crosses
the planes is elliptically polarized. The polarization
characteristics depend on the particle energy and the
distance between the planes.

RADIATION PRODUCED BY A CHARGE
WHEN IT CROSSES THE FIRST PLANE

Asisknown, thefield produced by amoving particle
is determined by the vector A and scalar ¢ potentials,
which can be found from the equations [4]

19° 411
~S—A = —, 1
ol ol «y

10°
%s—(—:—zgt—g¢ = —4mp. 2

Let us calculate the field produced after the charge
crosses the first array, which lies in the xy plane. The
conductance of the z= 0 plane in the x and y directions
will be assumed to be infinitely high. The conductance
in the z direction will be assumed to be zero. Let the
charge g move alonethe zaxiswith avelocity v. Asfol-
lows from Eq. (1), the direction of the vector potential
coincides with the direction of the particle motion.
Therefore, the vector potential of a particle that moves
along the zaxis has only one component A,. The current
corresponding to the moving charge is described by

J2 = qvd(z—vt)d(y)d(x). ©)

Using the Fourier integral expansion of the d func-
tion,

3() = 5[ ©Xpi(&n)ck, *

we rewrite Eq. (1) as

1OD

cat2D ‘
_ qv

217

whereKk,, k,, and k, are the projections of the wave vec-
tor onto the coordinate axes.

- _4—CT[qv6(Z— vt)3(y)3(x)

S
expi[kex + Ky + k,(z— vt)] dk,dk,dK,,
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The solution to Eq. (5) is
| pilkx* Y+ 2= VOl g i ik,
2rt K+ K2+ K2(1-B7) ©6)

where 3 = v/c is the reduced particle velocity.

For auniformly moving charge, the projection of the
wave vector onto the direction of motion is k, = w/v,
where w is the radiation frequency. Therefore, expres-
sion (6) can be written as

__q
A 2T[20I

[ expi[kx +kyy + (w/v)Z]

2ol @ Ky + (@Iv)*(1-B?)

x exp(—iwt)dw.

expi[kx + Ky + (w/v)(z—vt)]
K+ K+ (/v)*(1-B?)

dk,dk,dw

dkxdky} 0

Thetermin the bracketsin the integrand isthe spec-
tral density A,, (Fourier expansion) of the vector poten-
tial A, Expansions of A,, and ¢ in plane waves
expi(kx + kyy + k,z) have the form

_ expi[kx + kyy + (w/v)Z]
A =
“ 2n2<>[ I+ KX+ (@/v) (1 -B7)

dk,dk,, (8)

_ expilkx+ky + @)F
b= e e @)

Thefield defined by formulas (8) and (9) isincident
on the array and induces currents on the wires. Since
the wires of the first array are parallel to the x and y
axes, the currents are induced by the E, and E, compo-
nents of the electric field of the uniformly moving
charge. Let us write the E,, and E,,, components. The
spectral density components A,, and A, of the vector
potential are equal to zero. Therefore, the electric field
components can be obtained by taking derivatives of
the scalar potential ¢, with respect to the correspond-
ing coordinates:

dk,. (9)

09
1 - YYo
Exw - aX
) il oy + @) (10)
2T[2vI KC+IC+@v)ia-py
E(l) — aq)m
yw ay
(11)
k,expi[K,x+ Ky + (w/v)Z]

dk,dk,.

_2n2vf I+ K2+ (@/v)X(1-B?)

The superscript indicates that these formulasrefer to
the first array. The fields induce currents in the wires.

We denote the densities of these currents as j(xl) x,y)
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and j\" (x, y). Let us also represent the currents in the
form of the Fourier expansion,

(1) 1
(xy) = o
(12)
IJ(”(kx, Ky) expi (kX + k,y) dk,dk,,
(1)
(xy) =
(2 ﬂ)
(13)

J-j(l) o Ky) expi (kx + k,y) dk,dk,,

where j{ (k. k) and j{o (k. k,) are to be determined
from boundary conditions on the array surface.

Let us calculate vector potentials A( ) and A(l) of

the radiation field produced by currents |’ and j”.

Equationsfor the vector potentials A ) and A( " have
the following form:

%3_165 (1) =ﬂTj(1) _ 2
Cc 6tZD * c c (14)
J’expl(k X+ kyy + k,z—00t) ok, k,)dk,dk,dk,dw,

A _ 2

%_16_5 "W _
c’ c

oY T (15)
J’expl(k X+ Ky + k,z—00t) |5k, k) dk,dk,dk,de.

Solutions to these equations can be represented as

A = 2
c

expi(kx +kyy+k,z—wt). (1)(k
kx+ky+kz—((o/ )

(16)
o k) dk, dk, dk,d,

(@ _ 2
A7 = c
expi(kx +kyy+k,z—wt). (1)(k
kx+ky+kz—( wl/v)?

Denominators of integrands in Egs. (16) and (17)
can be written in the form

K+ K+ K= (ol v)?

= (k= (@IV)? =K =K (K, + (0 V)2 = KE = K5),

which showsthat theintegrands have poles at the points

k.= +./(w/v)*~ K. —K;. Let usintegrate with respect

(17)
o k) dk, dk, dk,dco.

BOLOTOVSKII, SEROV

to k,, passing around the poles of the integrandsin com-
pliance with the radiation condition (i.e., the solutions
must consist of waves that travel away from the array).
Then, we obtain

(1) 2Tt .
A, = |?J’exp|(kxx+ K,y

+ J(wlc)’ —K; —K;|Z —oot)

(1)(kx, ky) d kxd kyd(A) ,

2 2 2
(w/c)” —ki =k

(18)

Ay(i) = |—Iexp|(k X+Kyy

+ A/(w/c) —kx— kylzl —t)

dk,dk,dow
% [yo (ke k)=
J(w/c)” =k =k

and Ay(w), we can determine the

(19)

Knowing AL

E'X(&l)) and E;,(i) components of the electric field pro-

duced by thefirst array:

EY = _2nJ’exp|(k X+ K,y + WM)

x{[(0/€)” ~ K Jia (ke k) —keky (ke K} (20)
dk,dk,

Eyo = _2nJ’exp|(k X+ K,y + WM)

x{[(/€)” ~ k] Jya (ke k) —kek (ke K} (1)
dk,dk,

X .
2 2 2
wy(we)?— k2K

The x and y electric field components must turn to
zero on the array surface:

Ex, +E =0, Ey +Ey=0 z=0.

(1)

If we take expressions (10) and (11) for E;; and

E(yt), and expressions (20) and (21) for EX((},) and E.

yw 1

the following system of two equationswill be obtained:

|q kx
21V IC + kg + (w/v)*(1-PB°)
" . (22)
— [(O)/C) _kx]J kxkyjym
w/(wc) =k K
TECHNICAL PHYSICS Vol.49 No.8 2004
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iq ky
218V + K + (w/v)*(1-B?)

_ [(w/e) kil jyo — Kekyjxo

w,/(wc)® —k;—k

from these equations, we can determine the Fourier

components jfjj and jg,?) of currents induced in the
array. By solving this system, we obtain

(23)

o= iq
X Aty
ook (24)
X X ,
[KZ+ K2+ (w/v) (1= BA)] J(@/c)* — K —K;
o = iq
ye Aty
ok, (25)
X .
[KS + K+ (0 v)*(1-B%)] J(wlc)’ — ks —K;
By substituting the expressions for i9 and j{3 into

expressions (18) and (19), we obtain the vector poten-
tias

Aw = _Zl'gzv
k,wexpi(k,x + Ky + J(wi/c)®— |z|) (26)
I[k + I+ (@) (1 - B° )]((oo/c) —k —ky)
W _ _q
Ao = Srey
(27)

k, wexpi (K X + kyy+ J(wic)? K —K| |)

J’[k +k + (0 v)*(1—p° )]((oo/c) —k —ky)

Formulas (26) and (27) determine the radiation pro-
duced by a charge passing through the array located in
the plane z= 0. Thetotal field in the space between the
first and second arrays (i.e., in the space between the
planes z = 0 and z = d) is a superposition of radiation

A% and A and the fields AL and AlY) produced

by the uniformly moving charge. Thistotal field isinci-
dent on the second array and excites currents on it.

Let us consider the field at along distance from the
array. The electric field isrelated to the vector potential
as[4]

c
o = SIKIKA].

After some transformations, we obtain the follow-
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ing formulas for the electric field components:
ESD = { [(/c)® =K AL +kkASY,  (28)
Efy = %{—[(wlc)z—kf,] AL+ ASY, (29)
EW = W KL KA + kALY . (30)

Let uscalculatetheintegralsin expressions (26) and
(27) by the stationary phase method. This method for
evaluating integrals of rapidly oscillating functions
yields the formula[5]

[

IF(E,n)expif(E,n)dEdn

| (31)
- LF(E@ No) expif (&o, No),

oo — o
where &, nyistheroot of equation df(¢, n) =0and a, =

feo 0= fgy, andog= frl]lz a&=%,andn=n,.

After calculating the vector potentials and substitut-
ing them into expressions (28)—30), we obtain the fol-
lowing formulas for the electric field components

oW
eX —_
(1) _ gBsinBcosBcosd pEcD

Bw =3 A7)
C 1-pZcos’e R
)
eX —_
g’ _ gBsinBcosbsing pEcD 23
yo T ¢ 22 R , (33
1-B°cos6
)
.2 eXpB—DR
ED =9 Bsin"6 C 3

C1-p?cos® R

here, Risthe distance from the origin to the observation
point, X = RsinBcosd, y = RsinBcosd, z = Rcosh,
0 is the angle between the wave vector and the z axis,
and ¢ isthe azimuth angle.

A comparison of expressions (32)—(34), which
describe the angular spectrum distributions of the elec-
tric field of transition radiation, with the results
obtained earlier [6], shows that the field produced by a
particle that crosses the two-dimensional array (grat-
ing) isthe same asthefield excited by aparticle emitted
from aconducting plane. Further calculations are there-
fore also valid for the case when the first plane is a
metal foil whose conductance is independent of direc-
tion.
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RADIATION PRODUCED BY CURRENTS
ON THE SECOND PLANE

Because the conductance of the second array is non-
zero only in the y direction, the induced currents have
the 2 component alone. Inturn, currents |\ produce
thefield, which can be described by the vector potential

'(2)
AT

A = i%ﬂ
x [oxpi (kx + kyy + 3 (/0)" k= IGlz—d])  (3s)
dk,dk,

x |3 (ky k)

Jolcy —i2-K

Thisformulais completely similar to formulas (18)
and (19) for the field excited by the first array with the
only difference that, in the first case, the field is pro-
duced by the currents that flow in the first array in the
x and y directions and the vector potential has the com-
ponents A( ) and Ay(w) , While in the second case, the
field is produced only by the current that flowsin they
direction and, hence, the vector potential has the com-
ponent A'y(wz) aone. Recall that the second array liesin
the plane z=d.

On the surface of the second array, the y component

of thetotal electric field must turn to zero; i.e., the fol-
lowing equality must be valid:

Ef +EM+EY =0, z=d.

This condition makes it possible to determine the
currents induced on the array. Indeed, if the currents
induced in the second array have only one Fourier com-

ponent jio ' theelectricfield E,2 excited by these
currents can be written as

(2 _
Eyo = —2T

XJ'expi(kXx +k,y + J(wlc)’ — K —Kjlz—d))
2 2
[(w/c)’ — K] dk,dk,

w(we) —k—K

Let us also write the y component of the electric
field excited by the field of the uniformly moving
charge and by the field of thefirst array. The superposi-

(36)

x |2 (ky k)

BOLOTOVSKII, SEROV

tion of these fields can be written as

E'(l) + E(l) - q J- kyexpi(kxx + kyy)dkxdky
T v [+ I+ (wlv) (1B
[expl —(w/c) k+ K: + K 37)

x expi J(w/c)’ — ki—k§|z|]

Here, the first term in the brackets refers to the field of
the uniformly moving charge, and the second term, to
the field of the first array. Clearly, a sum of expres-
sions (36) and (37) must turn to zero at z=d. Thiscon-
dition yields the currents induced in the second array:

g ky/ (w/c)” — K —K;
4TCV K + K + (V) (1 - B2 (w/0)* - KY) -

Jyw

x [expi%)d — expiJ(wlc)’ - ki-kﬁd}.

By substituting expression (38) into (35), we find
the vector potential of the radiation field produced by
the second array:

@ _ g
Ao = 21CV

k,wexpi(Kx + kyy+ J(wic) - |z d)

I [+ Ky + (w/v)*(1- B)]((w/ )

(39)

x [expi %)d — expi A/ (w/c)* =K — kf,d}dkxdky.

The field in the space behind the second array con-
sistsof three components: the field produced by the uni-
formly moving charge; the field produced by charges
on the second array, which is described by the vector

potentias A;(( and Aym ; and the field excited by cur-
rents flowing in the second array, which is described by

the vector potential Al .

Let us consider the field at long distances (z > d)
from the array. We consider the distances at which the
field of the uniformly moving charge does not interfere
with the fields radiated by the arrays. We calculate the
potentials by the stationary phase method and use
expressions (28)—30) for the electric field components
to obtain

'(1+2) _ gqBsinBcosBcos
Exco - 2 > >
C 1-B°cos®
w (40)
.20 2 eXpEEFg
E;H sin"Bsin"¢ (%
1-sin’@sin’¢ R
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'(1+2) _ gPsinBcosBsing
Bo =3 22
C 1-B°cos’@

© (41)
o et
X explvd(l—Bcose)————I—Q————,
(1+2) _ Bsin29
B =T 2o
C1-B°cos @
© (42
2, . 2 eXpEEF%
y E;H cos Bsin” ¢ .
1-sin’0sin’¢ R

Expressions (40)—(42) describe a spherical wave.
The components of this wave are seen to be inversely
proportional to (1 — B?cos?0); i.e., when the charge
moves at a relativistic velocity, radiation is concen-
trated in a narrow range of angles 8, approximately 1/y

wide, wherey=1/4/1— [32 . The second array exerts no
influence on the amplitude of the angular spectrum dis-
tribution of the E, field component, but shifts its phase
by a = (w/v)d(1 — BcosB). As the distance d between
the arrays decreases, the effect of the second array on
the field distribution becomes wesaker. In the limiting
case of d =0, the field described by expressions (40)—
(42) isthe same as the transition radiation field excited
by the particle when it crosses the first array.

In the relativistic case, when y > 1 and radiation is
considered at angles 0 < 1/y, the terms proportional to
sin?0 in the expressions for the field can be neglected.
In this case, expressions (40)—(42) are transformed to

W
eX —_
(1+2) _ gBsinBcosBcosd pac% @)
Xw C 1-p?cos’® R 7
(1+2) _ qBsinBcosBsind
Erl = dRElamna st
C 1-B°cos’®
(44)

i

These expressions show in particular that, at the azi-
muth angle of ¢ = +(174) and +(3174), fields E, and E,
are equal in magnitude and shifted in phase relative to
each other by a = (w/v)d(1 — BcosB). Radiation is cir-
cularly polarized when the field E, is shifted in phase
with respect to thefield E, by a = (172) + m (wheren =
0,1, 2, ...)and islinearly polarized when a = 1T+ ™.
At other phase shifts, radiation is polarized elliptically.

At ¢ =0or 1, theeectricfield of radiation liesin the
xz plane; at ¢ = =102, thisfield lies in the yz plane. At
these azimuth angles, the radiation field is linearly
polarized at any distance between the arrays.

x expi%)d(l—ﬁcosﬁ)
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Fig. 2. Electricfield intensities E, and E,, of the wave versus
azimuth angle ¢ at the angle 6 = 1/y ='(a) 6°, (b) 45°, and
(c) 60°. The reduced particle energy isy = 10.

Because the phase shift between thefields E, and E,
depends on angle 6, at given electron energy y =

VJl-— BZ, distance d between the arrays, and wave-
length A, circularly polarized transition radiation will
be observed at the angles

¢ = x(1/4), £(314),
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_ y At

0 arccosL/z_ >dth + rﬁ}
y -1

Asfollows from expressions (40) and (42), at large
observation angles 8 > 1/y, asignificant contribution to
the eectric field intensities E, and E, comes from the
second terms. Figure 2 plots E, versus azimuth angle ¢
calculated from formula (40) for various angles 0 at a
reduced particle energy of y = 10. For the sake of com-
parison, the figure also plots the sine curves E (). Fig-
ures 2a—2c refer to 8 = 1/y = 6°, 45°, and 60°, respec-
tively. As the angle increases, the difference between
the E(¢) curve and the cosine function is seen to
become more and more pronounced.

CONCLUSIONS

Expressions that describe the field produced by a
relativistic particle when it crosses two anisotropically
conducting planes are obtained. The field of radiation
emitted when the particle crosses the plane with a
higher conductance in two mutually perpendicular
directions is found. At certain wavelengths, this field

BOLOTOVSKII, SEROV

coincides with the field of transition field emitted by a
charged particle that exits from ametal foil, which has
an isotropic conductance. In the case when the second
plane has an anisotropic conductance, transition radia-
tion is polarized ellipticaly.
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Abstract—Solid-phase destruction of the silicon surface under the action of submicrosecond laser pulsesinthe
atmosphere of various active (oxygen, nitrogen, carbon dioxide) and inert gases (helium, argon, krypton) is
studied. It isfound that the surface destruction threshold (the threshold of formation of inhomogeneitiesin the
surface relief) islowest in helium atmosphere and highest in krypton atmosphere. A mechanism for inhomoge-
neity growth and relaxation is proposed. © 2004 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

It iswell known that the action of high-power laser
radiation on semiconductors leads to a substantial
increase in the diffusion coefficients of atoms[1]. Two
aspects (thermal and athermal) can be singled out in the
effect of laser radiation on diffusion. The thermal effect
is associated with the possibility of creating huge tem-
perature gradients and thermal stresses; according to a
number of authors [2-7]), this is the reason for
enhanced diffusion. The athermal effect of laser radia-
tion is associated with the excitation of electronic states
such asexcitons and el ectron—hol e plasmas|localization
of excitations of these states at an impurity may sub-
stantiadly increase the impurity diffusion rate [8-12].
Some authors associate high diffusion ratesduring laser
annealing with local melting of the surface [13].

In spite of the fact that laser-stimulated diffusion
was studied by many authors, the nature of anomalous
enhancement of diffusion is not quite clear. The effect
of laser-induced nonequilibrium structural defects on
the diffusion rate of impurities has been studied insuffi-
ciently. The high concentration of laser-induced vacan-
cies and interstices (~10°-10%2 cm™3) attained at the
instant of action of alaser pulse may noticeably change
the diffusion of impurity atoms, which is governed by
the vacancion or interstitial mechanism. It is also
known [14, 15] that dislocations (grain and phase
boundaries) are the routes for enhanced diffusion for
intrinsic defects and impurity atoms. The coefficients
Dy of diffusion over dislocations may exceed the bulk
diffusion coefficients by several orders of magnitude.

Solid-phase destruction of the silicon surface under
the action of submicrosecond laser pulses in air was
studied in [16]. It was found that alaser pulse initiates
a jump in the intensity of scattered radiation from a

probe laser. The duration (at half-amplitude) of the
anomalous scattering signal was ~0.5 s, which is six
orders of magnitude higher than the duration of the act-
ing laser pulse. However, it was shown in [17] that the
action of solitary pulses on a sample in vacuum does
not lead to visible (according to the results of diagnostic
methods used) structural changes of the surface. Sur-
face destruction is observed only in the case of action
of many pulses, is of accumulation type, and is associ-
ated with the generation and growth of dislocations.

The results of these experiments unambiguously
indicate that the presence of the surrounding gas atmo-
sphere stimulates the formation of scattering inhomo-
geneitiesin the silicon surface layer under the action of
laser pulses.

In this study, we analyze the effect of the ambient
atmosphere and the type of the gas on the threshold of
intense defect formation and destruction of the silicon
surface under the action of laser pulses. The anomalies
observed in the scattering of probe radiation are associ-
ated with the formation of local inhomogeneities (scat-
tering centers) in the silicon surface layer, which repre-
sent the system dislocation + cloud of impurity atoms.

EXPERIMENTAL RESULTS AND DISCUSSION

The experiments were carried out on the setup
shown in Fig. 1. A sample of monocrystalline disloca-
tion-free silicon with amirror-polished surface oriented
along the (100) crystallographic axis was placed into a
vacuum chamber in which the pressure could be varied
from 107 Torr to 1 atm. The experiments were made in
vacuum and in the atmosphere of various gases, both
active (oxygen, nitrogen, or carbon dioxide) and inert
(helium, argon, and krypton), and the gas pressure was

1063-7842/04/4908-1035$26.00 © 2004 MAIK “Nauka/ Interperiodica’
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Fig. 1. Block diagram of experimental setup: (1) Nd : YAG
laser, (2) He—Ne probe laser; (3) sample, (4) photodetector,
(5) monochromator, (6) vacuum chamber, (7) oscilloscope,
and (8) compuiter.

I, arb. units
4

]
2
fs

Fig. 2. Variation of scattering of a probe beam emitted by a
He-Nelaser at the silicon surface, caused b¥ the action of a
Nd : YAG laser pulse (I = 2.25 x 10°W cm™, P = 1 atm): in
helium atmosphere (1) and in krypton atmosphere (2).

P, = 1 atm. The sample surface was exposed to pulses
from aNd : YAG laser with a pulse energy of E = 0.5
1.0mJand apulseduration of T=3x 10~ s. Laser radi-
ation was focused as a spot d = 0.3-1.0 mm in diameter
at the sample surface. Irradiation was carried out by
pulses with a power density below the surface-melting
threshold. Probing of the exposed area was carried out
by aHe-Ne probe laser beam. Scattered radiation from
the probe laser was detected at an angle a = 45° sample
surface.

By way of example, Fig. 2 shows oscillograms
describing the variation of the radiation intensity of the
He-Ne probe laser scattered by the silicon surface
exposed to the Nd : YAG laser pulsesin atmospheres of
helium and krypton. It can be seen from the figure that,
the action of alaser pulseresultsin ajumpwiseincrease
in scattering intensity |, the duration of the scattering
signal amounts to t = 0.2-0.5 s, which is aimost six

BANISHEYV et al.

orders of magnitude larger than the duration of a
Nd : YAG laser pulse acting on the surface. The peak of
the scattering signal is attained t* = 0.1-0.2 s after the
termination of the Nd:YAG laser pulse. The pulse
decay timeist = 0.2-0.3 s after the termination of the
Nd: YAG laser pulse. According to [16], each next
exposure of the same area of the surface leadsto arapid
decrease in the amplitude of the scattered radiation sig-
nal. With decreasing pressurein the chamber, the inten-
sity of scattered radiation al so decreases rapidly and the
signa disappears amost completely at P = 10~ Torr
[16].

The enhancement of scattering indicates the emer-
gence of inhomogeneities in the surface relief (which
was initialy flat and mirror finished) as a result of
action of theNd : YAG laser pulse. The main reason for
the change in the surface relief in the solid phase can be
associated with thermal deformation and deformation
due to generation of a considerable concentration of
structural defects in the surface layer. Thermal defor-
mation is due to heating of the surface layer; since the
temperature of the surface rapidly decreases (the cool-
ingtimet, ~a2x1=10""s, whichismuch smaller than
the duration of the scattering signal) after the termina-
tion of alaser pulse, thethermal deformations must also
rapidly decrease after the termination of the laser pulse.
Consequently, the existence of such a long scattering
signal isdifficult to explain by thermal deformations of
the surface. The changesin the surface relief associated
with the generation of defects and their subsequent
slow recombination in all probability cannot be a rea-
son for the observed effect since no scattering jump is
observed in vacuum, while heating and generation of
defects take place. It was noted in [17] that an increase
in the intensity of radiation scattered from the silicon
surface in vacuum is observed only in the case of mul-
tiple action of laser pulses and is associated with the
generation and growth of dislocations. Consequently,
the jump in the scattering intensity under the action of
a solitary pulse in air is probably associated with the
diffusion of gas atomsto the surface layer. For thisrea-
son, it isinteresting to study the effect of various gases
(such as oxygen, nitrogen, and carbon dioxide) con-
tained in air and capable of forming chemical com-
poundswith silicon at high temperaturesaswell asinert
gases (such as helium, argon, and krypton), which do
not form any compounds.

Figure 3 shows the variation of the scattered radia-
tion amplitude as a result of irradiation of the silicon
surface with submicrosecond laser pulses in the atmo-
sphere of different gases. According to the data from
the literature, all the gases chosen here (except nitro-
gen) occupy interstitial positionsin silicon and diffuse
in accordance with the direct interstitial mechanism. It
isknown that interstitial atomsin silicon are character-
ized by a high mobility.

It can be seen that, the irradiation conditions being
the same, the scattering amplitude in the helium atmo-
TECHNICAL PHYSICS  Vol. 49
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sphere is 3—4 times higher than in the remaining gases.
For other gases, atendency of the scattering amplitude
to decrease is observed in the following sequence: O,,
N,, CO,, Ar, and Kr. Figure 4 showsthethresholds .
for the emergence of scattering signals in increasing
order. It can be seen from the figure that the value of
lin1as IN the helium atmosphere is much lower (by 25—
35%) than in the remaining gases. It should be recalled
that the chosen gases differ from one another in atomic
size (by afactor of several units), chemical activity, sol-
ubility (by several orders of magnitude), and diffusion
coefficient (by several orders of magnitude).

The above results show that the threshold for the
formation of inhomogeneities in the surface relief and
the “scattering” properties of these inhomogeneities
depend on the type of surrounding gas. The most prob-
able reason for the growth of inhomogeneities may be
diffusion of the surrounding gas to the surface layer
enriched in defects. We can propose the following
model to explain the observed phenomenon. The action
of alaser pulseleadsto heating of the surface layer. Gas
diffusion to the surface layer and intense generation of
structural defects (vacancies and interstices) are acti-
vated simultaneously. At the same time, generation and
growth of dislocations and gas diffusion along disloca-
tion tubes to the bulk of the crystal take place. Thus, as
aresult of action of laser radiation, an elevated concen-
tration of defects (impurities, vacancies, and inter-
stices) isformed in the surface layer of thickness Az as
well as the corresponding gradients of temperature and
concentration directed to the bulk of the crystal.

The heating and high concentration of point defects
lead to a deformation (bulging) of the surface. In addi-
tion, the formation and growth of macrodefects (pores,
dislocations, and microcracks) are aso possible. Con-
sequently, the scattering of probe radiation in this case
can be caused by both the bulging of the surface as a
result of joint action of heating and accumulation of
point defects and the growth of local inhomogeneities
in the surface layer, viz., macrodefects of diameter d ~
A, where A = 0.63 um is the wavelength of the probe
laser. However, in our detection geometry (a = 45°),
scattered radiation from the bulged surface is not
detected since the scattering angles ¢, ~ ah(t)AT/r,
(a represents the thermal expansion coefficient, AT is
the temperature of the surface, and h and r, are the
thickness and the radius of the heated area, h < r) are
much smaller than the detection angle; i.e., s < ¢ =
45°, It is important to note that, irrespective of the object
scattering the probe beam, ajump in scattering is observed
only in the presence of an ambient atmosphere, indicating
the decisive role of diffusion of gas atoms to the surface
layer. In our opinion, the elevated concentration of intrin-
scdefectsin the surface layer isafactor of fundamental
importance, which facilitates an increase in the flux of
diffusing gas (impurities) to the surface layer.

After the termination of the laser pulse, the temper-
ature of the surface rapidly decreases; as a result, the
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Fig. 3. Variation of the amplitude of scattered radiation in
the atmosphere of various gases at a constant power density
of aNd : YAG laser pulse.
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Fig. 4. Variation of the threshold for the emergence of radi-
ation of a probe He-Ne laser beam scattered from the sili-
con surface in the atmosphere of various gases.

surface layer is supersaturated with impurity (gas)
atoms and structural defects. The relaxation of density
of defects begins due to their mutual annihilation and
well as their flow to dislocations and to the surface. It
can be seen from Fig. 2. That the scattering signal con-
tinuesto increasefor acertain time period following the
laser pulse and then decreases. Such anincreasein scat-
tering supports the opinion that local inhomogeneities
grow and serve as scattering centers for radiation. Dis-
locations may serve as centers for nucleation of inho-
mogeneities, while the growth of inhomogeneities can
be caused by the flow of impurity atom and defects to
them. It is well known that a dislocation possesses
long-range forces and interacts with impurity atoms
and defectslocated in its neighborhood. For thisreason,
the concentration of impurity and, hence, local defor-
mations are higher in the vicinity of the dislocation,
especialy in the part of the dislocation that is closer to
the surface (or emerges at the surface). An increase in
the concentration of impurity atoms|leadsto anincrease
in elastic stresses that may either relax via the forma:
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tion of new dislocations or stimulate the growth of the
initial dislocation. We can assume that it is the system
“dislocation + impurity atmosphere” that determines
local inhomogeneity (local deformation) in the surface
layer, where scattering of probe laser radiation takes
place. Conditionally, we can assume that local inhomo-
geneity is a result of deformation of the medium
induced by the dislocation and impurity atoms; i.e., € =
€4t Em-

If we assume that scattering occurs at the local inho-
mogeneities described above, the decrease in the scat-
tering intensity indicates the relaxation of these inho-
mogeneities. It should be noted that the above-men-
tioned relaxation processes occur in the surface layer
cooled practically to room temperature, in which the
diffusion coefficients for impurities, vacancies, and
interstices are negligibly small; for this reason, the
observed changes in the scattering intensity can hardly
be explained by relaxation of the defect density due to
conventional diffusion. This gives grounds to assume
that low-threshold diffusion channels exist in the
defect-saturated silicon layer in question. It was noted
above that such channels might be dislocations. It was
found [14] that the energy of migration E,,4 of impurity
atoms over dislocations in semiconductors amounts to
Enq = (0.4-0.6)E,, where E, is the vacancy migration
energy and the diffusion coefficient is 3-5 orders of
magnitude higher than in the bulk of the crystal. Then
the size of inhomogeneities decreases as aresult of dif-
fusion of impurity atoms over dislocations, which in
turn must be manifested in a decrease in the amplitude
of scattered radiation. The experimentally observed
changes in the intensity of scattered radiation com-
pletely agree with the model of formation, growth, and
relaxation of scattering inhomogeneities proposed
above. Since the surface initially contains alarge num-
ber of various defects and experiences the highest
stresses under the action of alaser pulse, the generation
of dislocations beginsin all probability at the surface.
Subsequently, their growth in the direction to the bulk
of the crystal takes place; in thisway, the low-threshold
accelerated diffusion of impurity atoms occurs via dis-
locations. At the instant when a laser pulse is acting,
diffusion of impurity atoms proceeds to the bulk of the
crystal via dislocation tubes. The fraction of impurity
having diffused in this way may be as high as 10-15%
of the total mass of diffused impurity [14, 15].

After the termination of a laser pulse, the reverse
flow of impurities along a dislocation tube to the sur-
face takes place; simultaneously, impurities flow
towards dislocations. At the initial instant after the ter-

mination of the laser pulse, the inflow J; of impurity

atoms to a dislocation exceeds the outflow Js to the

surface via dislocation cores; as aresult, impurities are
accumulated in the upper part of a dislocation core and
the local inhomogeneity increases. With increasing
impurity concentration in the area surrounding an inho-
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mogeneity, the outflow of impurities begins to prevall

over theinflow; i.e., J; > Js, and the size of the inho-
mogeneity decreases.

The decrease in the amplitude of scattered radiation
under multiple irradiation can then be explained by the
fact that new dislocations are generated in the surface
layer after each pulse; as aresult of flow of impurities
to these didocations according to the mechanism
described above, they also become scattering centers.
In addition, a part of impurity atoms is accumulated
after each pulse in the surface layer. Thus, after several
irradiation pulses, a high density of dislocations is
formed in the surface layer, leading to averaging of the
amplitude of local inhomogeneities, i.e., “homogeniza-
tion” of the surface layer and, hence, to a suppression
of diffuse scattering. As a result, the action of a laser
pulse leads to uniform bulging of the surface. Scatter-
ing from this surface occurs at small angles and cannot
be detected in the experimental geometry of scattered
radiation detection.

According to experimental results, anincreaseinthe
intensity of diffuse scattering of a probe laser beam is
observed during the time interval t* = 0.1-0.2 s after
termination of the action of the main (pump) laser
pulse, while adecreaseis observed during timet-= 0.2—
0.3 s. The characteristic relaxation time for dislocations
estimated in [17] at T, = 1.2 s was obtained as afitting
parameter from a comparison of the experimental
results with the estimates of the growth of dislocation
loop as aresult of laser action. It can be seen that t <
T,; 1.e., the time of decrease in anomalous scattering is
shorter than the dislocation relaxation time. This means
that the relaxation of scattering inhomogeneitiesin this
case is determined in all probability by the emergence
of impurity atoms at the surface via dislocation cores
rather than by the decrease in the dislocation size.

CONCLUSIONS

() It isfound that the action of a submicrosecond
laser pulse on silicon in the atmosphere of an ambient
gas initiates the emergence of an anomalously pro-
tracted spike in the scattering of the probe beam by the
surface. The duration of the anomalous scattering is
~0.5 s, which is amost six orders of magnitude longer
than the acting laser pulse.

(2) It is shown that the threshold (in I) of the emer-
gence of the anomalous peak of scattering by silicon
depends on the type of the ambient gas: the lowest
threshold is observed in the atmosphere of helium and
the highest threshold takes place in the krypton atmo-
sphere. The observed anomalies in the scattering of
probe radiation are associated with laser-induced accel -
erated diffusion of atoms of the ambient gas (impurity
atoms) to the surface layer and the formation of unsta-
ble local inhomogeneities (scattering centers) in the
surface layer, which form the system “dislocation +
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cloud of impurity atoms,” which slowly relaxes after
the termination of the laser pulse due to the emergence
of impurity atoms to the surface via dislocation cores
(low-threshold diffusion).
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Abstract—Field evaporation of a carbonized molybdenum crystal is studied using an atomic probe. In the flow
of ionsbeing evaporated, variousradical ions containing Mo and C, aswell aspure Mo ions, are observed. Anal-
ysis of mass spectra of field evaporation and corresponding accumulation curves leads to the conclusion about the
composition and complex ordering of the surface layers of the crystd. © 2004 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

Molybdenum is a chemical analogue of tungsten,
actively interacting with hydrocarbons (as well as with
atomic carbon) and forming various crystallographic
forms of carbon-containing chemical compounds com-
pletely analogous to W. When Mo points are heated in
avacuum containing hydrocarbons (methane, benzene,
etc.) in residua gas, sharp faceting of a previously
rounded crystal without a change in their symmetry is
observed. These “ribbed” crystals differ only dightly
from similar crystalsin the case of carbonized molyb-
denum. Field evaporation of carbidized tungsten was
thoroughly studied in at least three publications [1-3].
As regards molybdenum, which is chemically more
active than tungsten, no such studies have been carried
out, although such experiments (as well as any experi-
ments on field evaporation of non-one-component sur-
faces) are of considerable interest. Ribbed tungsten
crystals did not correspond to a stable chemical com-
pound and were distinguished by a varying composi-
tion, which was measured in the direction from the sur-
face to the bulk [2, 3]. The same behavior could be
expected for carbonized Mo points. As usual, the fol-
lowing two aspects of the experiment were of special
interest: the composition of the flow of evaporating ions
and the composition of the surface being evaporated as
well asitsphysical and chemical processes. The goal of
thisfirst publication devoted to the field evaporation of
carbonized molybdenum is to study the phenomenon,
bearing in mind these two aspects.

EXPERIMENTAL TECHNIQUE

A method adequate to the posed problem was the
time-of-flight atomic probing technique [4]. We used a
probe with a low mass-spectrometric resolution [5, 6]
but with a high luminosity. A resolution of about 30
made it possible to determine the elemental (but not
isotopic) composition of ions, while the high luminos-
ity provided for alarge number of detailed mass spectra
from the same point prior toitsrounding. A distinguish-

ing feature of our atomic probe was the fixation of its
point to a bracket heated by electric current. This
enabled us to carry out the thermal and temperature-
field treatment of the object, to analyze field emission
images in the cold and hot states, and also to obtain
mass spectra at el evated temperaturesin the caseswhen
the useful signal was considerably stronger than the
noise mainly generated by evaporation under a constant
base voltage V,,. The base voltage could be varied from
0to 20 kV, while the pulsed evaporating voltage V, var-
ied from 3t0 6.2 kV.

The system of experimental data processing enabled
us not only to obtain the fiel d-evaporation mass spectra,
but also to plot the curves of successive accumulation
of ions from their entire aggregate (integral accumula-
tion curves) as well asions belonging to selected mass
peaks (differentia curves). These curves provided
important information on the evaporation rate, the
sequence of ion evaporation, etc.

The object was a carbonized Mo crystal prepared
according to the following technology. A Mo point
etched in a dilute solution of NaOH and thoroughly
washed was fixed in the probe chamber in a vacuum of
10-"-5 x 1078 Torr and was heated to atemperature T of
22002500 K for a few seconds. To prevent the sharp
point from blunting, heating was carried out under a
positive potential of 1.5 kV applied to the point. The
residual gases in the chamber contained methane and
other hydrocarbons formed during the operation of
pumps: an electric discharge NORD pump and an oil-
vapor pump TsVL-100. As a result of such a standard
treatment, a ribbed crystal was formed at the tip of the
point. The typical field emission patterns of the point
are shown in Fig. 1. The diaphragm of an atomic probe
3 mm in diameter (circular aperture in a microchannel
plate, a screen, and a mirror at a distance of 100 mm
from the point) was directed at one of the bright ribs
between the {001} and {110} faces (Fig. 1b). In the
course of obtaining the spectrum, the crystal rib
became blunted. On the electron pattern, the rib
appeared blurred and a higher voltage (1.3-1.8 times
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the previous value) was required to observe the emis-
sion pattern of the previous brightness. After severa
cycles of crystal growth and obtaining of the spectrum,
the point was blunted (in spite of the application of a
“backward” voltage of 1.5 kV) and the base voltage V,,
had to be increased for obtai ning subsequent spectra(in
our work, this increase was from 4 to 15 kV at V, =
6.2 kV). At the sametime, as aresult of intense heating
cycles required for the formation of the crystal, the
amount of carbon on its surface and in the surface
region decreased down to complete purification, when
the spectrum of virtually pure Mo was obtained for V,, +
V, = (15 + 6.2) kV with a clearly manifested Mo3+
peak. This spectrum was used for the additional calibra-
tion of the probe parameters. All spectrawere obtained
for the point at room temperature.

EXPERIMENTAL RESULTS
AND DISCUSSION

In al, we obtained eight satisfactory spectra. The
conditionsfor obtaining some of these spectrawere the
same as in the previous measurement (the spectrawere
obtained twice for V, + V,, = (7 + 6.2) KV and thrice for
Vp +V,=(10+6.2) kV), demonstrating good reproduc-
ibility. Theinitial situations (naturally prior to complete
purification from carbon) corresponded to the crystals
whose emission images are shown in Fig. 1. Asin the
case of carbonated W [3], the spectra exhibited notice-
able peaks of Mo—C and purely Mo ions with charges
+4, +3, and (less frequently) +2. The approximate list
of these ions in the decreasing order of frequencies at
which the ions appear in the spectrum is Mo*, MoC*,

MoC;", MoCS', MoC5', Mo,C?*, Mo*, Mo?*, and

Mo,C?*. These ions were accumulated during evapora-
tion from the same area (crystal rib; see Fig. 1b). After
purification from carbon, Mo** ions mainly evaporated
from the central face {110}. As small impurities,

Mo,C?, (M 0C3)§+ , €fc., ions were also encountered in
the latter case.

Let us consider one of the most interesting field
evaporation mass spectra shown in Fig. 2. The crysta
was grown by heating to 2500 K for 30 sunder a poten-
tial of +1.5 kV at the point. In such a regime, a rather
sharp rib to which the diaphragm was directed was
formed. At a voltage of (10 + 6.2) kV, only 234 ions
accumulated as a result of 10000 evaporating pulses.
Figure 2 reflects the main part of the spectrum for val-
ues of the m/q ratio (of the ion mass to the ion charge)
to 150, athough ions were detected up to nvqg = 2000.
However, alarge number of peaks of single and double
frequency were detected for high values of thisratio; a
part of these peaks should be attributed to noise (in gen-
eral, we identified peaks with a height starting from
three, although many peaks with a height of two ions
corresponded to a quite probable composition). The
spectrum depicted in Fig. 2 contains an intense peak at
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Fig. 1. Autoemission images of a carbonized molybdenum,
obtained after heating at T=2400K for 10 sunder apositive
potential of 1.2 kV at the point: (a) room temperature, V =
—1.9kV; (b) room temperature, V = 1.7 kV. The aperture of
the diaphragm is directed to the central part of the lower
“bracket.”

161 M04+
14+
12+
10k MoC*
8 MoC4%*
6 MOC%+
4 MoC3*
’ i | “IIIIIu |I|| 1
0 20 40 60 80 100 120 140
mfq

Fig. 2. Mass spectrum obtained for aribbed Mo crystal for
Vp + Vp = (10 + 6.2) kV. The number n of detected ions and
the ratio m/q of the mass of the ion to its charge are laid
along the ordinate and abscissa axes, respectively.

m/q = 24, which corresponds to the Mo* ion. A sharp
individual peak corresponding to m/q of about 27 is

identified with MoC**; the peaks representing MoC‘31+ ,

MoC3", and MoC5" can also be clearly seen. All the

clearly pronounced peaks in Fig. 2 were successfully
reproduced in the next two spectrafor the same value of
Vp +V, = (10 + 6.2) kV, the only difference being that
the point was blunted and the number of ions
decreased. For the peaks corresponding to Mo*,

MoC*, MoC3', and MoC3', the differential accumu-

lation curves were plotted. Such curvesfor the first two
ions are shown in Fig. 3a. The “antiphase’ nature of
data collection isobvious, especialy for thefirst half of
collection (to be more precise, up to 6000 pulses): when
Mo*" ions appear, there are no MoC* ions, and vice
versa. After the 6000th pulse, the same tendency per-
sists, but is pronounced less clearly. This may be for
two reasons. The process of evaporation decays and
proceeds at a lower rate since the area of the sharp rib
is rapidly blunted. In addition, the amount of carbon
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Fig. 3. Differential curve of ion accumulation (the number
n of detected ions as afunction of the number N of supplied
pulses) (a) for Mo** peaks (solid curve) and MoC** peaks
(dashed curve); (b) for two branches of the Mo** peak:
m/q = 24 (solid curve) and 24.5-25.5 (dashed curve).

decreases as a result of “digging.” In our case (in con-
trast to many cases described for W [2, 3]), the car-
bidized crust is very thin. For this reason, we did not
observe a negative image [1, 2] of “brackets’ after an
evaporation cycle. The indisputable obviousness of the
emergence of ions can be explained by evaporation of
Mo with accumulation of carbon to a certain critical
state, after which it is removed in the form of MoC or
by layer-by-layer evaporation, when the layers of Mo
and C atoms dlternate in the structure of the crystal
itself. In the former case, the “antiphase” nature of the
process should not be manifested so clearly (for con-
stant V,, and V,). Along with Mo ions, MoC ions could
also evaporate since these ions evaporate in the same
field. The pattern would be such as if the numbers of
ions of both species increase synchronously (e.g., as
shown in Fig. 3b). The peak of Mo* is split and we
decided to analyze separately the increase in the num-
ber of ions on both branches of this peak. It was found
(see Fig. 3b) that the ions from both branches accumu-
late synchronously (with a statistical spread), which
confirms the same physical nature of ions correspond-
ing to the peak at m/q = 24. The spread and separation
of ions into two thin subpeaks are explained primarily

LOGINOV, SHREDNIK

by the ionization not only at the top of a bell-shaped
pulse, but also on its slopes. To alesser extent (dueto a
low mass resolution), this can also be associated with a
wide set of stable isotopes of Mo (from 92 (15.1%) to
100 (9.7%) with a maximum at 98 (24%) [7]). By the
way, athin (one-channel) peak like that corresponding
to MoC* with 10ionsin achannel of the analyzer indi-
catesionization precisely at thetop of the pulse (i.e., for
the maximal possible field).

Thus, we must assume that Mo ions lie at the top of
arib of theribbed crystal prepared in the standard way;
itistheseionsthat are the first to evaporate. A layer of
C atoms is located in an orderly way under the Mo
layer. As soon as this layer outcrops, carbon atoms
escape, each C atom entraining a Mo atom. Such evap-
oration is obviously more advantageous from the
energy standpoint. It iswell known that evaporation of
carbon from carbon (e.g., in graphite) requires
extremely high fields[8]. Thenext layer isagain alayer
of Mo atoms, and it isonly under this layer that alayer
of C atoms (insufficiently thick in our case) may lie. We
also plotted the accumulation curves for not very high,
but dtill noticeable peaks of (triply and quadruply
charged) MoC;; these curves indicated the instants of
time (measured in the number of pulses supplied to the
point) when such ions appear (these times are not
shown in Fig. 18). According to their emergence, these
ions were found to be statistically distributed over the
regions of increase in the number of Mo* and MoC*
ions. In thefirst region, six MoC; ions appeared (4 qua:
druply charged and 2 triply charged ions). In the second
region (i.e., for increasing number of MoC*), seven
MoC; ions were produced (3 quadruply charged and 4
triply charged). No regularity can be observed in this
case. The emergence of MoC; ions is apparently asso-
ciated with the nonideal character of the layered struc-
ture of carbon atoms, whose number is dightly greater
and which may also be located in alayer of Mo atoms.
Apparently, the evaporation of a Mo atom with three
carbon atoms is aso advantageous from the energy
point of view. These ions reflect fluctuations in the
composition of the carbidized surfaceregion. If wetake
into account only the ions corresponding to the first
four peaksin the spectrum (it isthese ions that play the
leading role), it will turn out that the layers enriched by
molybdenum contain 40 Mo atoms and 18 C atoms,
which is close to the composition of Mo,C; the layers
rich in carbon contain 17 Mo atoms and 31 C atoms,
which is close to the composition of MoC,. On the
average, over all four peaks, we can count 57 Mo atoms
and 49 C atoms; taking into account a large number of
small peaks containing more C atoms than the number
of Mo atoms, we can assume that the average composi-
tion of the surface region is close to MoC.
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CONCLUSIONS

(1) The surface region of a carbonized ribbed Mo
crystal is close in composition to monocarbide MoC.

(2) However, a detailed analysis of the peaks in the
mass spectra and the differential accumulation curves
reveals a tendency to an atomic ordering in the crystal
(grown in the standard way), so that aMo layer isat the
surface, followed by acarbon layer under which at least
two Mo layers are located (this is observed to within
certain fluctuations in the arrangement of C atoms).

(3) Taking into account the af orementioned fluctua-
tions, the layered structure is preserved, but we must
ascribe a composition of Mo,C and MoC, to the alter-
nating layers.

(4) Theion flow contains both pure Mo ions (Mo*",
Mo, and sometimes Mo?*) and various radical ions
containing Mo and C atoms (first of al, MoC*,

MoC3", MoCS", MoC3', etc.).
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Abstract—Simultaneous action of strong electric fields and high temperatures on point field emitters made of
the Mo—15%Hf alloy is studied by field emission methods. Such alloys enriched with an emission-active com-
ponent and containing the Mo,Hf intermetallide exhibit basically the same stages of temperature- and field-
induced changesin their form asfor pure metals, although anumber of peculiarities associated with the surface
segregation of Hf also exist. Thermal-field processing of emitters was accompanied with high-temperaturefield
evaporation and emission of predominantly Hf (both atomic and cluster-type) ions. Thermal-field processing
also enhances emission localization, but to a smaller extent as compared to that in alloys with alow Hf concen-

tration. © 2004 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

The thermal-field effect, i.e, the simultaneous
action of strong electric fields F from tenths of /A to
several V/A and high temperatures T sufficient for an
intense surface diffusion of the emitter atoms is an
effective tool for a controlled change in the shape of a
point field emitter of electrons and ions. The main
stages of such a change have been comprehensively
studied for pure (mainly refractory) metals [1-3] and
have been reduced to the following. First, at the lowest
values of T and F, the initial point rounded by heating
is transformed into a ribbed polyhedron with a notice-
able expansion of densely packed faces of the pointed
single crystal; this is the rearrangement stage of the
point. Subsequently, for higher values of T and F, the
next stages of the field-induced crystal growth are
observed. At first, small outgrowths (microprotrusions)
appear at the edges and vertices of the rearranged point,
which facilitate the formation (mainly in the densely
packed faces) of large outgrowths (macroprotrusions)
whose vertices and edges are covered with micropro-
trusions. However, in contrast to pure metals, such
experiments have not been carried out at full scale with
aloys and only an insignificant number of alloys
among the huge variety of modern alloys have been
studied.

In this study, we analyzed the Hf—Mo alloy (15 wt%
Hf). This alloys was studied previously only in [4, 5],
where field evaporation was analyzed with the help of
an atomic probe and a considerabl e segregation of Hf at
the surface was demonstrated; however, the morphol-
ogy of the surfacewas not studied at all. In our previous
publication [6], we considered in detail the effect of

temperature and field on the allied Hf—W aloy, which
contained, however, a very small amount of Hf (less
than 3%). For this reason, it would undoubtedly be of
interest to study the change in the form of the present
alloy rich in emission-active adsorbate. The diagram of
states of this aloy is not available to our knowledge;
however, the known diagrams of alied Hf-W and
Zr—-Mo alloys[7, 8] indicate that the solubility of Hf in
the bulk of Mo isnot lessthan 3-5%; at higher concen-
trations of Hf, the intermetalide Mo,Hf isformed. Such
alloys containing components like Zr and Hf are char-
acterized by a much smaller work function of the sur-
face. In addition, the emission of eectronsis localized
in anarrow solid angle, which leads to the formation of
small brightly emitting islands, e.g., on W in the vicin-
ity of the{ 001} facesevenin the case of heatingin zero
field [9, 10]. Such alloys are very promising as regards
the obtaining of point sources of electrons and ions.
Alloysrich in an active adsorbate are of special impor-
tance since these aloys can ensure along working life
of the ion source due to continuous evaporation of the
adsorbate from the emitter surface, as well as electron
sources used in the Schottky cathode regime (i.e., with
cathode heating [10]), and require a large volume con-
centration of the emission-active element.

EXPERIMENTAL TECHNIQUE

Experiments were made using the classical methods
of field emission spectroscopy. We used as the objects
of investigation smal bars made of the bulk
Mo—-15%Hf aloy, from which point emitters with a
radius r equal to a fraction of a micrometer were pre-
pared by electrolytic etching. The values of field F and
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work function ¢ were determined by the conventional
method from the slopes of the Fowler—Nordheim char-
acteristics under the assumption that a change in the
slope correspondsto achange in either F or ¢. Theini-
tial value of ¢ for the Hf—Mo alloy with the given com-
position is unknown and its absolute value cannot be
correctly determined in this particular case; for thisrea
son, we used as the initia value ¢ = 3.70 eV, which is
equal to the value of ¢ for the Mo-15%Zr aloy
obtained by the thermoemission method and isgiven in
[11]. As regards the experimentally determined values
of F, the shape of the emitter changes under the action
of heat and field at a constant applied voltage U; conse-
quently, the field F also changes. We must distinguish
between theinitial field F,, of treatment, which is deter-
mined relative to the initial rounded shape of the point,
and thefinal field F;,, emerging at the surface after vari-
ation in the emitter shape and the attainment of steady
state.

EXPERIMENTAL RESULTS

Figure 1a shows the electron field image of the ini-
tial surface of a point single crystal made of the given
alloy and rounded by prolonged heating in vacuum at
T =2000 K in zero external field (so-called annealing
shape). Extended brightly emitting regions near the
{001} faces of the cube and weakly emitting regions

1~

-

r~

(©)
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near the {111} faces can be clearly seen. Theformation
of such regions around { 001} isnot surprising since Hf
may form a densely packed square lattice in these
regions [12] since the atomic diameter of Hf (3.18 A
[13]) iscloseto the atomic spacing on the{ 001} face of
Mo (3.15 A). The formation of such brightly emitting
regionsisalso typical of the adsorption of Zr and Hf at
W [9, 10]. The thermal and field effect exerted on the
emitter upto T = 1700 K does not lead to any apprecia-
ble change in its shape even for high values of F; =
0.6 V/A; the field factor B slightly increases from the
initial value of 3 = 5800 to 6300 cm™. Figure 1b corre-
sponds to treatment at T=1700K and F,, = 0.6 V/A. It
can be seen that the regions near the cube have been
dlightly rearranged and have become smaller in area;
the regions near the {111} faces have vanished in the
images. Regions near {001} are noticeably rearranged
with the formation of acute angles along the contour of
the emitting narrow ring only when the temperature
increases to T = 1750 K and F,, = 0.43 V/A (Fig. 1c).
The vaue of B increases to 9520 cm™ and the field
increases as a result of treatment to Fq, = 0.76 V/A.
Finally, for the maximal possible treatment field F;, =
0.65V/A (point emitters had afairly large radius of cur-
vature r ~ 0.6-0.7 um and a voltage U required for
attaining high values of F, exceeded 15 kV, which
could cause a breakdown); at the same temperature T =
1750 K (Fig. 1d), the regions with cubes were trans-

o
-

ve
»

Fig. 1. Field electron images of the surface of an emitter made of the Mo—15%Hf aloy under the thermal effect in the field. The
initial stages of change in the emitter shape: (a) after heating the emitted at T = 2000 K in zero field; (b) after heating the emitter at
T=1700K and F;; = 0.60 V/A; (c) after heating the emitter at T = 1750 K and F,, = 0.43 V/A; and (d) after heating the emitter at

T=1750K and F,, = 0.65 V/A.

TECHNICAL PHYSICS Vol. 49 No. 8 2004
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Fig. 2. Field electron images of the surface of the same emitter at the stage of the field-induced crystal growth: (a) after heating the
emitter at T = 1800 Kand Fy, = 0.58 V/A; (b) after heating the emitter at T= 1800 K and F, = 0.65V/A; (c) after heating the emitter
at T=1850K and Fy, = 0.38 V/A; (d) after heating the emitter at T = 1850 K and F,, = 0.58 V/A; (e) after heating the emitter at T=
1850 K and Fy, = 0.65 V/A; () after heating the emitter in state (d) at T = 1600 K in zero external field.

formed into a polyhedron with lobes protruding at
angles of approximately 45°; thefield factor in this case
increased to its maximal value of B = 12740 cm™,
while the value of Fy,, attained a value of 1.27 V/A. It
should be noted that only Hf-enriched regions near
{001} experienced noticeable changes, while the
remaining crystallographic regions of the point do not
exhibit any noticeable rearrangement even upon an
increase in the applied voltage.

If the treatment temperature T is increased to
1800 K at F,, = 0.58 V/A, theinitial stage of the typical
field-induced rearrangement takes place, which is man-
ifested in the formation of a large number of atomic
steps around the poles of {001} ; this can be seen in
Fig. 2a and even better in Fig. 2b at the same tempera-

ture T, but at F,, = 0.65 V/A. The field factor increases
insignificantly: B = 7470 cm™ for the structure shown
in Fig. 2aand 3 = 8147 cm for the structure shown in
Fig. 2d. Such a stage of rearrangement was observed
for thefirst time at high values of F,, and low values of
TinW [14]; in our earlier work [15], this type of rear-
rangement of the point was also observed for Re. A fur-
ther increasein T to 1850 K leadsto F,, = 0.38 V/A and
to the formation of noticeable rings of steps around
{001} (Fig. 2c). At F =0.58V/A, four faces of the type
of {510} and {310} can be seen on therearranged faces
of the cube in the direction of faces {011} ; such faces
have never been observed on arounded point (Fig. 2d),
for which thevalue of Bis8697 cmr . Itisonly for F;, =
0.65 V/A that a large number of microprotrusions is
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Fig. 3. Field electron images of the same emitter after the ion current takeoff: (a) the state of the surface after takeoff of theion
currenti =2 nA at T = 1930 K. F, = 0.65 V/A, and Fy,, = 1.20 V/A; microprotrusions can be seen on the surface; (b) after the
reduction of the value of Fy, to 0.55 /A at the same T = 1930 K; microprotrusions and ion current are absent.

observed on the entire surface of the point at a given
temperature T (Fig. 2€); however, the value of B in this
case decreases to 7434 cm! and the value of Fy,
becomesequal to 1.12V/A. The heating of the structure
shown in Fig. 2e at T = 1600 K in zero externa field
reveals alarge number of macro-outgrowths on various
faces of the point (both densely packed and loose);
microprotrusions grow just at the vertices and edges of
such faces (Fig. 2f).

Such emitters (both initially rounded and modified)
may serve as effective sources of electrons as well as
ions. Electron currentsi on the order of several micro-
amperes can easily be attained for a current density of
j ~10°-10*A/cm?for theinitial annealing shapeand j ~
106107 A/cm? for modified shapes. lon currents are
produced only in the presence of microprotrusions on
the emitter surface. Atoms evaporatein theform of ions
from the vertices of such microprotrusions, while mod-
ified shapes do not produce ion currents (at least at a
level of i ~ 10 A, which can be reliably detected). At
T =1850 K and F, = 0.65 V/A, the values of ion cur-
rents were in the range of i = 0.3-0.5 nA and were as
highasi =1-2nA at T=1930 K and at the same value
of F,. Emission patterns in Fig. 3 illustrate this situa-
tion. Figure 3a shows the state of the emitter surface
after takeoff of ion currenti =2 nA at T =1930 K and
F, = 0.65V/A, F;,, = 1.20 V/A, and surface “freezing”
by an abrupt stoppage of emitter heating. It can be seen
that the surface of the point has a large number of
microprotrusions. If the field is reduced to F, =
0.55V/A after attaining this value of the ion current,
the current ceases and the microprotrusions also disap-
pear after subsequent “freezing” of the surface
(Fig. 3b).

Another property of emitters made of thegiven alloy
is worth noting. The emissive properties of the emitter
surface are weakly sensitive to adsorption of residual
gases as compared to emitters made of pure metals.
Holding of an emitter at room temperature T in a vac-
uum of ~1071° Torr (in the atmosphere of mainly hydro-
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gen and nitrogen) for 1 h virtually does not change the
work function: ¢ = 3.68 + 0.05 eV vs. initia ¢ =
3.70 eV, dthough a monolayer of residual gases is
adsorbed over this time interval at the surface. Even
after holding for 6 days, when adsorbed gases may even
corrode the surface, the work function still changes
insignificantly as compared to, for example, pure W
(6 =4.40+ 0.05eV). Such aweak variation of ¢ under
the action of residual gases can be explained either by a
decrease in the adhesion coefficient of gas molecules,
or by the weak effect of these molecules on the surface
atomsof thisalloy. This phenomenonistypical of emit-
ters with the initial annealing shape as well as emitters
subjected to the effect of temperature and field.

DISCUSSION

First of al, we note that the same stages of temper-
ature- and field-induced form changes (rearrangement
in the field and field-induced crystal growth with the
formation of microprotrusions and macro-outgrowths)
are observed for the given strongly enriched aloy
(which is no longer a solid solution, but an intermetal-
lide) as for pure metals; i.e., such changes in the shape
of crystalline field emitters are universal. On the other
hand, typical differences from the case of pure metals
are determined by noticeable segregation of Hf at the
point surface in crystallographic regions near {001} .
Temperature- and field-induced form changes occur
when the pressure P = F?/8t exerted by ponderomo-
tive forces of electric field exceed the Laplace pressure
P, = 2yIr of surface tension forces (y is the surface ten-
sion). Hafnium segregated at the surface in the vicinity
of {001} reducesthe values of y and P, and creates con-
ditions for preferential form changes precisely in these
regions.

It was noted above that emitters made of the Hf—Mo
alloy of the given composition may produce electron
currents for values of U noticeably lower than in the
case of pure metals due to alower value of ¢ aswell as
ion currents from fractions of a nanoampere to several
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nanoamperes. lon currents are mainly formed by Hf
ions with different charges. It was shown in [5], where
high-temperature field evaporation of precisely this
alloy was studied with the help of an atomic probe, that,
for example, the mass spectrum recorded at T = 1400 K

in fields F = 0.6-0.8 /A revealed only Hf3* and Hfg+

ions; a a higher temperature T = 1850 K, the mass
spectra showed, apart from these ions, small amounts
of cluster ions of intermetallide Mo,Hf3* as well. Con-
sequently, using the method of temperature and field
action on emitters made of alloys and the effect of high-
temperature field evaporation (atomic and cluster) ion
currents of various charge and composition can be
obtained for elements from which point emitters cannot
be made, or can be made but with difficulty.

Another important aspect is also worth noting. The
obtaining of point sources of electrons and ionsis very
important for nanotechnology as well as for other
branches of emission electronics. For this purpose,
emitterslocalizing emission in anarrow solid angle are
required. A conventional point autoemitter emits elec-
tronsinasolid anglea from 1 to 2 sr. Such emitters can
be regarded as point emittersin many fields of applica
tion, but are not effective in nanotechnology in view of
strong beam divergence. It is well known that such
adsorbates as Hf and Zr at W localize emission in a
small solid angle in the vicinity of {001}, forming
small strongly emitting regions even in zero external
field; the values of o in this case amount to 0.01-
0.03 sr. Thermal and field treatment of such emitters
may considerably reduce the values of a; for example,
for aHf-W alloy with alow concentration of Hf (below
3%), extremely small values of a = 0.001-0.002 sr
were obtained by growing solitary microprotrusions
precisely in the regions of small spots of Hf [6]. Exper-
iments with the alloy Mo-15%Hf prove that such a
point localization and growth of individua micropro-
trusions cannot be obtained, although a localization of
emission isundoubtedly observed during heating of the
emitter in afield and even in zero field. Microprotru-
sions appear on the entire surface of the point emitter.
Although each individual microprotrusion exhibits a
pronounced localization with a = 0.003-0.005 sr and
can produce ion currents on the order of 1011 A (which
isquite sufficient for purposes of nanotechnol ogies) the
situation in this case does not differ in principle from
the case of pure metals. Thus, the aloys containing
emission-active components such as Zr and Hf and
strongly enriched with these components are advanta-
geous as regards their long working life, but are appar-
ently less promising for attaining extremely high local-
ization of emission.

CONCLUSIONS

We have studied the temperature and field effect on
the emitters made of the Mo-15%Hf aloy in a wide
range of values of T and F. It is shown that this alloy,

GOLUBEV, SHREDNIK

which is strongly enriched with Hf and contains an
intermetallide, exhibits the same stages of form modifi-
cation as pure metals.

Peculiarities of temperature- and field-induced
changes in the form are associated with surface segre-
gation of Hf, which is enhanced when high tempera-
tures and fields act simultaneously.

Under the thermal and field effect, high-temperature
field evaporation takes place, leading to predominant
evaporation of Hf ions (both atomic and cluster-type)
with different charges. In this case, ion currents from a
solitary microprotrusion may reach values of i ~ 101 A,
while the currents from the entire surface of the emitter
can be on the order of i ~ 10°A.

With the help of thermal actionin thefield, emission
can belocalized in asolid angle of a ~ 0.003-0.005 sr;
however, such Hf-enriched alloys are inferior to alloys
in the form of solid solutions with a small Hf concen-
tration as regards the obtaining of extremely strong
localization, athough the former have much longer
working life.

The emissive properties of such emitters with the
annealing shape and with the shape resulting from the
temperature and field effect are such that they possessa
quite low sensitivity to adsorption of residual gases; the
work function during adsorption changes insignifi-
cantly as compared to that of emitters made of pure
metals.
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Abstract—The charges of adatoms and the work function variation A caused by the deposition of submono-
layer films of alkali metals on the (100) surface of silicon is calculated in the framework of a model that takes
into account the dipole—dipole repulsion of adatoms and metallization of the adsorbate layer. Good agreement
with the experimental data is achieved. Variation of the model parameters in the sequence Li — Csis ana

lyzed. © 2004 MAIK “ Nauka/Interperiodica” .

1. Work function ¢ and desorption energy E, are the
main macroscopic characteristics of the adsorption sys-
tem [1, 2]. The study of the dependences of these char-
acteristics on the surface coverage by adsorbed atoms
© = Ny/Ny (N, is the actual dendity of adatoms, Ny, is
the dengity of adatoms corresponding to the monolayer)
is of the utmost interest, since it enables one to establish
the character of adatoms interaction in the adsorption
layer by using the corresponding theory [3, 4].

Nowadays, submonolayer metallic films on semi-
conductor substrates are extensively studied. The
model system for such investigations is AM/Si(100),
where AM is an alkali metal (which is clear since AM
isthe simplest metal atom containing only one electron
inthe outer shell), whereasthe silicon (100) surface has
been studied most thoroughly [5—7]. Numerous studies
have shown that upon a coverage variation from zero to
a monolayer in the system AM/Si(100), a number of
structural transitions occurs, which are accompanied in
addition by metal-semiconductor transitions (see [8]
and references therein). So, it is clear that the theoreti-
cal description of such a system is an extremely com-
plex problem.

However, the work function variation AQ(©) is a
smooth function of coverage ® and as a rule does not
exhibit noticeable kinks or sudden changes. Moreover,
the behavior of work function variation caused by the
adsorption of metals on semiconductors is similar to
that caused by the adsorption of metals on metals; in
particular, a sharp decrease under small coverage is
retarded as the coverage © increases and sometimes is
even accompanied by an increase in @ under high cov-
eragethat is close to monolayer. Therefore, the theoret-
ica models developed previously to account for the
adsorption of metals on metals can in principle be
applied for metal-semiconductor systems in spite of
the distinction between the electronic structures of the

substrates. We undertook the first attempt of this kind
[9], where the Anderson—Newns model [10] adopted
generally for adsorption on metallic substrates was
reformulated for adsorption on semiconductors. The
adatom film was considered as structureless, and only
the increase of its density with © was taken into
account. Such asimplification of the actual pattern (i.e.,
disregard of structural transitions) is possible because
the main channel of the interaction of adatoms is the
dipole—dipole repulsion [11], which depends primarily
on the distance between nearest neighbors rather than
on the details of the adsorbed layer geometry (see [12]
and references therein). Since in addition to the dipole—
dipole interaction the direct and indirect electronic
exchange takes place between atoms in the film [11],
the broadening of the quasi-level of the adatom I was
taken into account in the model [9],

F(©) = To(1+Yy0), (D)

where I, is the quasi-level halfwidth at zero coverage
and y is the dimensionless coefficient.

It must be emphasized that here I' , accounts for all
processes including Auger transitions as opposed to
adsorption on a metallic substrate, where Iy describes
the probability of electron tunneling from an isolated
adatom to the conduction band of the substrate (or
back). The density of states at the isolated adatom is
equal as before to

1 o
M- Q) +1§
where w is the energy variable and Q is the energy of

the adatom quasi-level relative to the Fermi level of the
substrate.

In this study, we will calculate the variations of
charge and work function in the Li, Na, K, Rb,

Po = )

1063-7842/04/4908-1050$26.00 © 2004 MAIK “Nauka/ Interperiodica’



ADSORPTION OF ALKALI METALS

A

-0.5

-1.0

-1.5

-2.0

25 I I I I I
0 . . .

Fig. 1. Work function variation A$ asafunction of coverage
© of the silicon (100) surface by lithium atoms. Solid
curve—theory, +—experiment [14].

Cg/Si(100) in the framework of the model [9] and dis-
cuss the results of these calculations.

2. Let us present the design equations of the model
[9]. The adatom charge Z = 1 — n (n is the occupation
number of the s orbital) can be determined from the
self-consistent equation

_2 Q-£0%°7(0)
Z2(0) = T[arctan—r(@) ,

§ = 22A°NS2A, Q = @1 +A, )

A = /4N,

Here, | is the ionization potentia; A is the Coulomb
shift dueto theinteraction of the adatom’s electron with
the electronsin the substrate, which we calculate disre-
garding the dielectric correction (g, — 1)/(g + 1), where
€, is the static didectric constant; € is the constant of
the dipole-dipole repulsion of adatoms; 2A isthe shoul-
der of the surface dipole formed by an adsorbed atom
and itsimage in the substrate; A= 10 is the dimension-
less coefficient weakly dependent on the geometry of
the adatom geometry, which has a similar meaning as
the Madelung constant for the bulk crystal. Work func-
tion variation Agis determined as follows:

AQ(G) = —00OZ,
® = 4Te’N,, A.

The scheme of choice of the model parameters was
described in [9] asfollows. In al cases, we assume the
density of adatoms in the monolayer equal to 1 ML =
6.78 x 10 cm (it isthe density of silicon atomson the
nonreconstructed (100) surface) and set the work func-
tion ¢ for the clean surface ¢ = 4.9 €V [13] (for some

(4)
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Fig. 2. Same as Fig. 1, but for sodium adatoms. Solid
curve—theory; experiment: +—{[18], ®@—[19].

strange reason, experimentalists in their papers almost
never present values for the work function of a clean
surface). The A valueis assumed to be equal to half the
sum of theionic r; and atomic r, radii (their values, as
well asthe ionization potential values|, are taken from
[13]), since with increasing ©, depolarization of the
adatom takes place and the radius of the adatom shell
should increase as a result [4]. The charge value Z, =
Z(® — 0) we determine by adjusting the theoretical
value (dg¢/dO), _ ,to the slope A@(©) determined from
the experiment in the limit of zero coverage. Hence it
follows that

o= ot ®

Then we determine the parameter y using the exper-
imental value of Ag,, = AQO = 1), or (see below)
Ay, = AQO =0%). Inrecent years, it has become cus-
tomary among experimentalists to present data on the
work function variation as a function of exposure time
T (time of deposition of adatoms on the substrate sur-
face) even without attempts to assign a specific value of
O to the measured value of Ag. From the point of view
of the theory, this involves certain difficulties, since a
theorist should take some value of T as 1, , which cor-
responds to monolayer coverage.

3. The results of calculations of AQ(®) in compari-
son with experimental data are presented in Figs. 1-5,
and the calculated function Z(®) isshowninFig. 6. The
values of the parameters calculated and obtained from
the fitting to the experimental data are listed in the
table.
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0 0.1 0.2 0.3 0.4 0.5

Fig. 3. Same as Fig. 1, but for potassium adatoms. Solid
curve—theory, +—experiment [19].

Ag, eV
O.

Fig. 5. Same as Fig. 1, but for cesium adatoms. Solid
curve—theory; experiment: +— [19], @—[23], B—[24].

Now we come to the discussion of the results.

Lithium. Thework function of the Li/Si(100) system
in the range of submonolayer coverages was measured
in [14] (see aso [15], where the range of small © was
studied). In our calculations, we assumed Ty, = 10 min.
The agreement with experiment can be admitted as
quite satisfactory. The sudden changesin Agat © = 0.3
and 0.45 are related to the structural transitions (2 x 2)

to (2 x 1) and to (342 x ./2)R45°, respectively.
Clearly, our structureless model cannot account for
these peculiarities of the dependence Ag(©).

DAVYDOV, PAVLYK

A, eV
0 r

Rb *

_4 I I I I I
0 0.2 0.4 0.6 0.8 1.0

Fig. 4. Same as Fig. 1, but for rubidium adatoms. Solid
curve—theory, +—experiment [22].

1 1 1 1 1
0 0.2 04 0.6 0.8 1.0
©

Fig. 6. Variation of the adatom charge Z as a function of
coverage © of the silicon (100) surface by lithium (1),
sodium (2), potassium (3), rubidium (4), and cesium (5)
atoms.

Sodium. The results of A®(®) measurements are
presented in [16—-19] also as a function of T and not of
©. We established the correspondence between the T
and © values using [16], where the characteristic drop
of the work function was assigned to the coverage © =
0.5. The fitting was carried out using the data of [18],
the value of @ = 0.5 was attributed to the exposuretime
Tos = 7 min. The results are presented in Fig. 2. There
is a reasonable agreement between calculated and
experimental data.

Potassium. Adsorption of potassium on Si(100) was
studied in [19]. Because the data on adsorption of Na
2004

TECHNICAL PHYSICS Vol. 49 No. 8
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(and Cs) are aso presented in this paper, relating again
the sudden change in the work function in the system
Na/Si(100) to the coverage © = 0.5 [16], we find that
the relative coverage 6* = 0.9 adopted in [19] corre-
sponds to the half-monolayer coverage of the surface
by potassium. Figure 3 demonstrates good agreement
between theory and experiment. Note that essentially
the same A@(®) dependenceistypical of the adsorption
on the (111) silicon surface [20, 21].

Rubidium. The results of the A@(®) calculation are
presented in Fig. 4 in comparison with the experimental
data of [22], where Ty, = 10 min. Here, the discrepancy
between the calculated and experimental data is rather
strong under high coverage. Better agreement could be
obtained by changing the scenario of parameter fitting.
However, we did not do this, assuming that additional
experimental data are necessary to make final conclu-
sions.

Cesium. Cesium adsorption on the surface of semi-
conductors is the most thoroughly studied in the con-
text of the negative electron affinity problem. Fitting of
the parameters was performed in [19], assuming again
that 6* = 0.9 correspondsto © = 0.5. The results of cal-
culations are compared to the data of experiments [19,
23, 24] in Fig. 5. Here, we also assume that a good
agreement with the experiment is achieved.

The charge of adatoms Z(©) isshown in Fig. 6. This
isavery important parameter that determines the band
bending of the semiconductor and, hence, the height of
the Schottky barrier formed at the metal-semiconductor
interface [25].

4. Let us now discuss model parameters and con-
sider their variation in the sequence Li — Cs. In
accordance with the increase of the adsorption bond
length A in this sequence, @, i.e., the work function
variation at ©® = Z = 1, increases linearly, whereas the
constant of the dipole—dipole interaction & increases
quadratically as we pass from lithium to cesium. The
position of the adatom quasi-level Q changes insignifi-
cantly (from here on, Nais an exception) in spite of the
fact that the ionization energy in the sequence Li —
Cs decreases from 5.39 eV for lithium to 3.89 eV for
cesium (see Egs. (3)). This is because the Coulomb
shift A of the quasilevel decreases dueto anincreasein
A. Thus, the two trends balance each other. The charge
Z, of an isolated adatom also changes insignificantly
and the quasi-level width I, defined by relation (5)
remains approximately constant as aresult (again with
the exception of Na). And finally, the band-broadening
parameter y decays drastically in going from lithium to
cesium and they valuefor Li seemsto betoo high (note
that in the case of Rb, we had to set y = 0, since our
scheme for determining the parameters gave a value of
y < 0; unfortunately, we have found no experimental
data on rubidium adsorption besides [22]).
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Model parameters
Para- :
meter Li Na K Rb Cs
A 1.125 1.39 1.845 1985 | 224
Q 271 2.30 251 2.53 2.62
Mo 1.25 173 124 0.96 1.10
13 6.44 9.82 17.31 20.03 25.51
) 13.80 17.05 | 2264 | 24.36 27.16
% 3.72 1.26 0.93 0 0.08
Zy 0.72 0.59 0.71 0.62 0.75
Zys 0.32 0.28 0.27 0.26 0.24
ZaL 0.17 - - 0.13 -

Note: AisgiveninA; Qg A, &, &, MpareineV.

As shown in [26, 27], the band broadening of the
guasi-level can be described by the parameter

_ TwloQ

: (6)
(@ +15)’
where Ty, is the effective integral of the electron tran-
sition between the neighboring adatoms in the mono-
layer.
Since Q and Iy change only dlightly in going from
Li to Cs, it can be assumed that Ty, decreasesin going
from lithium to cesium. If the distance between akali
metal adatoms in the monolayer on the silicon (100)
surface were equal to the distances d between the near-
est neighbors in bulk crystals (d = 3.02, 3.66, 4.53,
4.84,5.24 A [28] for Li, Na, K, Rb, Cs, respectively),
assuming that Ty, ~d2[29], we obtain for (d/d-o) the
following values in the sequence Li — Cs
9:42:18:1.4:1 Fromthetablewehavefor (Yyco):
46.5:15.8:11.6: 0:1. These seriesaresimilar with the
exception of the case of Rb adsorption. Here, it should
be stressed that parameter y describes both the direct
tunneling of the electrons between neighboring ada-
toms and their indirect exchange through the substrate,
whereas the integra T,, conforms to the direct
exchange only [30]. Therefore, the presented estimates
for Ty, arerather crude.

Thus, in the framework of the simple model, the
alkali metal adsorption on the silicon (100) surface has
been adequately described using only two fitting
parameters (Z, and Z,, ) determined from experiment.
The fact that our results agree with the experimental
data during intermediate coverage 0 < © < 1 indicates
the feasibility of the proposed model.
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Abstract—Self-organization processes in biological fluids and agueous solutions containing protein and salt
in various ratios have been studied in drops drying on the surface of a solid substrate. Morphological and his-
tochemical data show that the salt solution exhibits the phase transition in an organic jelly matrix formed in the
system. The physical properties of this matrix influence the kinetics of salt crystallization and the morphol ogi-
cal features of the observed salt patterns. Controlled UV-radiation-induced protein damage in protein—salt solu-
tions violates the formation of aregular gel and introduces chaotic features into the salt pattern. A new method
of investigation of the self-organization processes in drying drops is developed based on acoustomechanical
impedance measurements. It is suggested that the dynamic parameters of salt crystallization in drying drops
bear information on the composition of the whole biological fluid. © 2004 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

In recent years, there has been increasing interest in
the investigation of processesin drying drops of liquids
[1-5]. On the one hand, this is related to the develop-
ment of technologies involving such processes (e.g.,
spray application of lacquer and paint coatings on vari-
ous substrates), equipment (e.g., jet printers), and meth-
ods of predicting atmospheric phenomena. On the other
hand, a drying drop is an interesting object for basic
physics: it offersanatural model of self-organizing sys-
temswith arich set of possible scenarios determined by
the liquid composition, substrate properties, and ambi-
ent conditions [6-8]. The character of salt pattern for-
mation in drying drops of biological fluidsis an impor-
tant auxiliary criterion in medical diagnostics [9]. The
knowledge of laws governing the spatiotemporal
dynamics of events in drying drops is important in
selecting their integral evaluation criteria and in devel-
oping methods and techniques for the investigation of
such processes.

This paper reports on the results of investigation of
the sequence of phasetransitionsin drying drops of bio-
logical fluids and model protein—salt solutions. The
obtained data elucidate some causal relations between
the solution composition and the character of salt crys-
tallization.

MATERIALS AND METHODS

The experiments were performed with samples of
biological fluids taken from ten healthy donors (saliva,
urine, and blood serum) and from ten patients suffering
from various liver disorders (saliva and blood serum).

In each experiment, six to eight 5-ul drops of a given
fluid were placed onto a separate glass substrate and
allowed to dry for one day at room temperature. In
some experiments, the drops on glass slides were dried
in amicroscope (MBS-10) equipped with aTV camera
linked to a computer. By means of the Fly Video pro-
gram, the process of structure formation was studied
using digitized images recorded every minute into the
computer’'s memory.

The spots of drops that dried on a substrate were
fixed for 10 min in methanol at 4°C and stained either
with cyanine blue to reveal glycosaminoglycans and
acid mucopolysacchcarides, or with periodic acid
(Schiff’s reagent) to revea glycoproteins (periodic
acid—Schiff reaction) [10]. The stained spotswere stud-
iedinaLUMAM-I3 microscope.

In a separate series of experiments, 5-W drops of
blood serum were sequentially applied onto glass slides
with atime interval of 1 min (atotal of 40 drops). One
minute after application of the last drop, all glasses
were simultaneously blotted with one layer of a sterile
bandage. Asaresult, the remaining liquid was absorbed
and it was possible to trace the development of pro-
cesses at the drop—substrate interface.

We have aso studied the character of NaCl crystal-
lization in drying drops of a model protein solution
(0.5 mg/ml carboanhydraze in physiological solution)
before and after exposure to XeCl excimer laser radia
tion (A =308 nm) [11]. The extent of the UV-radiation-
induced protein damage was evaluated by fast protein
liquid chromatography (FPLC system, Pharmacia Bio-
tech). The effect of protein concentration on the
dynamics of salt crystallization was studied using 7, 8,

1063-7842/04/4908-1055$26.00 © 2004 MAIK “Nauka/ Interperiodica’
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Fig. 1. Phasetransitionsin drying drops of (a—) urine, saliva, and blood serum, respectively, of a healthy donor and (d) blood serum
of apatient with hepatitis: (1) beginning of drying; (2) gel matrix formation; (3) phase trangition in the salt solution (magnification, x5).

and 9 wt % solutions of dry bovine serum abumin
(BSA) in physiological NaCl solution.

Thedynamical characteristicsof phasetransitionsin
drying drops were determined by measuring the acous-
tomechanical impedance (AMI) using a computer-con-
trolled setup described elsawhere [12]. The idea of this
method is essentialy as follows. When a 5-yl liquid
drop isdrying on the surface of a quartz resonator plate
oscillating at a constant frequency (equa to the reso-
nance frequency of the unloaded resonator, 60 kHz),
there arises a shear wave highly sensitive to the forma-
tion and growth of a new phase at the liquid—quartz
interface. The experimental setup measures achangein
the complex electric conductivity of the liquid—quartz
system, calcul ates the parameters of the AMI dynamics
in the drying drop, and displays their variation on a
monitor in the real time scale.

RESULTS AND DISCUSSION

Previoudly [12, 13], we reported that the first stage
of drying in the drops of biological fluids is accompa-
nied by flattening of the initial dome. The mechanism
of thisflattening isrelated to the drop attachment to the
substrate surface along the boundary of three phases
[7,14]. The process of dome flattening gives rise to
centrifugal flows carrying particles of the solid phaseto
the periphery [7, 8]. A common feature for the drops of

all biologica fluids studied was the formation of an
organic jelly matrix in the initial stage of solution con-
densation, which is followed by a phase transition in
the salt solution in this matrix (Fig. 1). Therefore, the
kinetics of salt crystallization may bear information
about peculiarities of the gel structure and, hence, on
the whole fluid structure. In order to check for this
assumption, the first series of experiments was devoted
to investigation of the kinetics of a phase transition in
the salt solution depending on the protein content in
this solution.

Figure 2 shows the AMI curves reflecting the
dynamics of structure formation in the drops of 7, 8,
and 9wt % BSA solutionsin physiological salt solution
(0.9 wt% NaCl). We divide each curve into five regions
corresponding to various stages of the process. Let us
consider these stages as manifested in curve 3 of Fig. 2.
With the onset of drying, a drop adheres to the sub-
strate, which is accompanied by flattening of the dome
and theformation of aprotein ring (region ab). The next
stage (region bc) corresponds to the gel formation.
Region cd reflects the phase transition (crystallization)
in the salt solution. This stage is followed by evapora
tion of the remaining free water (region de). The final
region ef corresponds to the weight of a dry residue
containing weakly bound and immobilized water. Thus,
measurement of the AMI dynamics (Fig. 2) shows var-
ious stagesin the structure formation and reveal s differ-

TECHNICAL PHYSICS  Vol. 49
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Fig. 2. Thedynamicsof AMI signd (Y axis, arb. units) variation with time (X axis, min) in drying dropsof (1) 7, (2) 8, and (3) 9wt % BSA
solutionsin 0.9% NaCl (physiological solution): arrows indicate the boundaries a—f of regions corresponding to different stages of

the process (see the text for explanation).
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Fig. 4. Structure formation in drying drops of 0.5 mg/ml carboanhydraze solution in physiological solution (1) before and (2, 3)
after UV irradiation to a dose of 20 and 200 Jm?, respectively: (a) molecular mass distribution; (b) the pattern of light scattering
during thefirst six minutes of drying; (c) micrographs of the dry spot; (d) micrographs of salt patternsin the central zone indicated
by arrowsin (c) (magnification, x140).

ences between solutions with various protein concen-  salt crystallization stage (region cd), which limits the
trations. The observed distinctions can berelated to dif- ~ rate of crystallization.

ferent densities of the gel: an increase in the protein Analogous results were obtained in a comparative
content leads to dlower rate of water evaporation inthe  study of the dynamics of structure formation in the dry-
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ing drops of plasma and serum prepared from blood of
the same donor. Indeed, the partial removal of protein
from the liquid blood fraction accelerated the phase
transition in the salt solution (Fig. 3)

The next series of experiments was devoted to the
kinetics of structure formation in drying drops of the
model protein—salt solutionswith different extent of the
UV-radiation-induced protein damage.? In the intact
model protein solution (0.5 mg/ml carboanhydraze in
physiological solution), the protein was present in the
form of monomers (Fig. 4a, curve 1). Exposureto XeCl
excimer laser radiation to a dose of 20 Jm? led to the
appearance of dimers and molecular fragments
(curve 2). Upon atenfold increase in the radiation dose,
protein mostly occurred in the form of dimer, trimer,
and polymer fractions with a considerable amount of
fragments (curve 3).

A changein the state of protein in solution wasindi-
cated by the light-scattering ability of drops within the
very first minutes of drying (Fig. 4b). The drops of unir-
radiated solution retained a homogeneous structure up
to the moment of salt crystallization. The relief of dry
spots exhibited a central zone of the sat pattern
(Fig. 4c), representing a regular NaCl crystal, sur-
rounded by concentric scalloped structures (Fig. 4d).

Irradiation of the protein solution to a dose of
20 Jm?? led to asignificant increase in the light scatter-
ing from drying drops as aresult of protein aggregation
and was accompanied by the formation of a coarse pro-
tein matrix with an admixture of protein aggregates
(Fig. 4b, series 2). the central zone of the spot appeared
disordered (Fig. 4c, image 2) and consisted predomi-
nantly of coarse salt crystals with distorted shapes and
rare patterns with broken symmetry (Fig. 4d, image 2).

An increase in the radiation dose to 200 Jm? was
accompanied by very rapid aggregation of the damaged
protein: massive aggregates precipitated on the sub-
strate within one minute and did not take part in subse-
guent events. As a result, the content of protein in the
liquid part of the irradiated drop was much lower than
intheinitial solution. Apparently, the remaining protein
formed a more homogeneous medium than that in the
drop irradiated to alower dose. For this reason, the dry
spot relief again exhibited a clear central zone with salt
patterns. The patterns also represented centrosymmet-
ric figures, but their shapes were different from those
observed in the case of unirradiated solutions: each pat-
tern comprised a sat crystal surrounded by radial
arrowlike structures (Fig. 4d, image 3).

Figure 5 shows the AMI signal dynamics reflecting
the af orementioned peculiaritiesin the process of struc-
ture formation in drying drops of the model protein
solution. Acceleration of the protein aggregation and its
precipitation on the quartz crystal surface upon irradia-

1 Blood serum differs from plasma by the absence of protein fibrin-
ogen (which amounts to 4-5 wt % in the blood plasma).
2 These results were obtained in the j joint investigation [11].
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Fig. 5. Dynamics of the AMI signal variation in the drying
drops of 0.5 mg/ml carboanhydraze solution in physiologi-
cal solution measured (1) before and (2, 3) after UV irradi-
ation to a dose of 20 and 200 Jm? , respectively.

tion are manifested in the radiation-dose-dependent
leftward shift of the ascending part of the curve. The
chaotic structure formation in the drops irradiated to a
dose of 20 ¥m? correspondsto ahigher peak, which can
be explained by a greater amount of water immobilized
in the drying gel. Broadening of the AMI curve and the
appearance of secondary peaks upon irradiation to a
dose of 200 ¥m? is evidence of violated spatiotemporal
synchronicity of the process of salt crystallization.

Thus, the degree of protein damage influences the
kinetic parameters of salt crystallization in protein—salt
solutions. The dynamics of AMI signals measured in
the drying drops reliably reflects physicochemical fea-
tures of the structure formation related to both the con-
centration and qualitative state of the protein.

The events in drying drops of blood plasma and
serum are characterized by more complicated patterns.
To the best of our knowledge, thefirst description of the
dynamics of structure formation in drying drops of pro-
tein solutions was presented by Rapis [15]. According
to [15], various protein solutions (including blood
serum) exhibit the following sequence of events: (i) the
formation of rings at the periphery of drops; (ii) the
appearance of radial arclike cracks; (iii) the formation
of the central zone free of the rings. The dry spots of
various protein solutions exhibited the characteristic
“rosette,” formed as aresult of the radial cracking, and
blocks resembling “ cageswith balls” formed asaresult
of the transverse cracking. In [15], the observed phe-
nomena were attributed for the first time to the process
of self-organization in a protein solution occurring
under nonequilibrium conditions. These investigations
were continued in [9], where a considerable body of
experimental data was collected for the structure for-
mation in the drops of human biological fluidsin appli-
cation to medical diagnostics. In [9], morphological
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30 min

Fig. 6. Sequential stages of structure formation in drying drops of blood serum at the liquid—substrate interface revealed viaremoval
of the liquid part of drops at various moments of time after the beginning of drying: (8) images of the solid phase formed in the

drops (magnification, x5); (b) gel structure (magnification, x140).

description was provided for the drying drops of blood
serum and the morphological features of salt and pro-
tein structures were studied depending on the concen-
trations of these components in biological fluids. Our
observations coincide with the previously reported data
on the sequence of morphological patterns observed in
drying drops of blood serum under amicroscope. How-
ever, some published data and the new results obtained
in our investigations allow the processto be interpreted
from a somewhat different standpoint.

We have traced the sequence of structuresformedin
the drying drops of blood serum by terminating the pro-
cess viaremoval of the liquid part of drops at various
moments of time after the beginning of drying. The
results presented in Fig. 6 illustrate the development of
processes at the liquid—substrate interface. Figure 7
shows the dynamics of structure formation as reflected
by the AMI data for the drying drop of the same blood
serum.

As early as in one minute after placing a drop onto
the glass substrate, a solid ring appeared indicating the
TECHNICAL PHYSICS  Vol. 49

No. 8 2004
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Fig. 7. The AMI signal dynamicsin adrying drop of blood
serum used in the experiment presented in Fig. 6.

line of drop attachment to the substrate. The same phe-
nomenon was observed in suspensions of polystyrene
microspheres in deionized water and related to centrif-
ugal hydrodynamic flows arising in drying drops [7].
For thisreason, we believe that acertain role in the pro-
cess is played by the aggregation of protein, which is
manifested by gradually increasing light scattering. A
part of protein aggregates are transferred to the periph-
ery to form the attachment line, while the other are pre-
cipitated onto the substrate and involved in the gel for-
mation in the course of condensation (Fig. 6).
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Thus, the front of structure formation in the liquid
part of the drop propagates simultaneously with the gel
layer formation at the liquid-substrate interface: the
liquid drop “moves’ over the gel surface leaving con-
centric circles behind (Fig. 8a).

The nature of this front motion in drying drops, as
described in detail by Geguzin [14], isrelated to a peri-
odic jumplike restoration of the most equilibrium drop
shape corresponding to the minimum ratio of the sur-
face area to volume. As the drop boundary moves
toward the center, the ratio of protein to salt changesin
favor of the latter component. Asisknown [16, 17], the
presence of salts significantly influences the process of
gel formation in solution by modifying both the solu-
tion structure and the polymer properties. It was dem-
onstrated [18] that increasing salt concentration in pro-
tein—salt solutions inhibits the gel formation. Probably,
it isthis circumstance that accounts for the typical con-
cave shape of adrying drop of blood serum or plasma.
An increase in the concentration of salts leads to a
decrease in the coefficient of water diffusion through
the gel [19]. For this reason, the front of salt crystalli-
zation propagates from the periphery to the center
(Figs. 8c and 8d). If the gel isloose, it cannot hold the
drop on the surface [20]. The front of structure forma-
tioninthe gel isdifficult to distinguish under an optical
microscope (Fig. 1d). In some cases, it is possible to
observe the formation and separation of arather dense
gel, with residues of theliquid phase of the blood serum
drying on a hydrophobic surface of this gel (Figs. 8e
and 8f).

Fig. 8. Propagation of the structure formation front in drying drops: (a—d) the beginning of salt crystallization in adrop of the blood
serum of a healthy donor (the arrow indicates traces of the front propagation); (e, f) liquid phase on the surface of adense gel in a
drop of the blood serum of a patient suffering from chronic liver disorder.

TECHNICAL PHYSICS Vol. 49 No. 8 2004



Fig. 9. Micrographs of the surface of adrying drop of blood
serum showing the formation of (a) “cords’ (magnification,
x10) and (b—d) amultilevel fiber network revealed in thedry
spot by a procedure of fixation and staining (magnification,
x140): (b) cracked surface; (c) periphera region; (d) central
region.

Thus, the process of gel formation in a drying drop
of blood serum or plasma precedes the phase transition
in the salt solution. Some aspects of this process were
considered in our previous paper [21]. The cooperative
character of processes involved in the structure forma-
tion in drying drops is reflected in the dynamics of the
AMI signal variation.

In the above considerations, the main attention was
devoted to the events at the drop—substrate interface.
However, transformations observed at the drop-air
interface are sometimes no less interesting. These phe-
nomena, originaly described in [9], were repeatedly
observed in our experiments. During the first minutes
of drying, the surface adsorption layer features the for-
mation of quasi-opposite “cords’ capable of moving
within the near-surface layer (Fig. 98) and eventualy
vanishing from the visual field. We believe thisto be a
manifestation of the polymerization of macromolecules
and the onset of framework formation in the drop from
above. This process may involve such macromolecules
as glycoproteins, glycolipids, and glycoaminoglycans.
Indeed, histochemical staining of the dry spots shows
that the protein framework comprises a multilevel net-
work (Figs. 9b-9d). Although the salt components are
washed out during this treatment, it is obvious that the
framework structure can influence the kinetics of water
evaporation and, hence, salt crystallization in this sys-
tem.

The process of self-organization in drying drops of
liquid media having complex compositions is highly

YAKHNO et al.

rich in events and by no means exhaustively studied so
far. Many years of research and great effort of research-
ers will be required for elucidating this phenomenon
step by step in detail. Nevertheless, the known physical
phenomena and the results of our investigations allow
some key points to be outlined in concluding remarks.

CONCLUSIONS

A liquid drop on a solid substrate acquires the equi-
librium shape corresponding to the minimum surface
areafor agiven volume and the degree of substrate wet-
ting. The process of self-organization in drying drops of
protein—salt solutions begins with the formation of pro-
tein adsorption layers at the phase boundaries. Conden-
sation of the material stimulates the aggregation of pro-
tein and the polymerization of macromolecules, thus
leading to the devel opment of amulltilevel gel structure.
The formation of a solid phase ring at the periphery
determines the line of attachment to the substrate and
forcesthe drop to flatten so that its shape deviates from
equilibrium.

If the surface energy exceeds the force of adhesion
at the boundary of three phases, the drop exhibitsajum-
plike decrease in diameter and acquires the equilibrium
shape again. This process can be repeated, |eaving con-
centric circles of solid phase corresponding to the drop
attachment lines. Asthefront approachesthe center, the
drop mass decreases and the salt concentration
increases.

If the gdl density is low, the residual liquid phase
doesnot form adrop on the gel surface. In this case, the
drying proceeds inside the gel.

The final stage of drying involves the phase transi-
tion in the salt solution. Special features of this stage
are determined by the gel structure. The kinetics of
water evaporation during the phase transition is deter-
mined by physical properties of the gel, which depend
on the concentration and characteristics of macromole-
cules and the concentration of low-molecular-weight
organic components in the medium. In other words, the
kinetics of the final stage of drying (i.e., of the phase
transition in the salt solution) containsintegral informa-
tion about the composition and state of the whole
liquid.

It was established that the dynamics of AMI signal
variation reflects the sequential stages of structure for-
mation in adrying drop and can be used for their char-
acterization.
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Abstract—Protective a-Al,O5 coatings on the surface of a graphite article have been obtained by method of
electric-arc metallization with aluminum and microarc oxidation (anodic spark process). Investigation of the
obtained coating by scanning electron microscopy (SEM), X-ray diffraction (XRD), and proton elastic recoil
detection analysis (ERDA) showed good quality of the Al and a-Al,O5 coatings on graphite. The proposed
technology can be used for obtaining protective coatings in low-accessible sites of graphite articles. © 2004

MAIK “ Nauka/Interperiodica” .

Articles made of carbon-based composites are
widely used in various technologies. However, carbon
is subject to oxidation in oxygen-containing media at
high temperatures, which decreases the working life of
such materials. This paper presents the results of evalu-
ation of a new technology developed for protecting the
surface of articles made of carbon-containing materi-
als, which is based on a combination of two methods:
electric-arc metallization with aluminum and microarc
(anodic spark) oxidation.

The process of electric-arc metalization is one of
the most effective coating technologies, characterized
by high output and low consumption of energy and
materials. Thismethod is based on arc melting of awire
and gas spraying of the melt and allows using both
compact and powdered coating materials. The main
disadvantage of coatings obtained by this method is
porosity of the deposit. Using aluminum wire for the
surface metallization provides for the formation of
coatings characterized by high plasticity and low poros-
ity. The protection of an aluminum-coated article is
provided by a layer of an aluminum oxide, which is
formed using the anodic spark process conducted in an
aqueous electrolyte[1, 2]. Thistechnology isalso char-
acterized by low consumption of energy and materials
and by relatively simple equipment. A partly oxidized
aluminum layer forms a heat-resistant film of a-Al,Oj.

In order to protect the surface of graphite-based
composite materials from high-temperature oxidation,
acomplex technology has been devel oped that includes
metallization of the surface of articles with aluminum,
followed by partial oxidation of thismetal coating. This
study was aimed at the development of equipment for
the microarc (anodic spark) oxidation of extended arti-
cles made of carbon-containing composites, after pre-
liminary metallization by electric arc spraying. Theini-

tial metallization was performed using awire of techni-
cal-purity auminum, which allows subsequent
formation of aluminum oxide.

The technology of formation of a protective oxide
layer was as follows. First, the article was coated with
an aluminum-based alloy by means of electric arc wire
spraying. This method ensured a rather dense alumi-
num coating with porosity not exceeding 4%. The pores
are of the closed type and do not influence the subse-
guent oxidation stage.

A specia feature of the anodic spark or microarc
oxidation (MAOQ) process is that this treatment utilizes
the energy of electric microarc discharges initiated at
the surface of an article immersed in electrolyte.
Numerous investigations [1-6] describe the formation
of oxides at potentials corresponding to the breakdown
of a continuous material. The thickness of the oxide
layer formed on the surface of a continuous material
depends on the electric field strength and can vary from
510 1000 um [3, 4].

In the course of eectrolysis, oxygen that has
evolved on the anode and has been activated by electric
discharge oxidizes the base metal. In order to maintain
therequired electrical regimein the course of oxidation
(increasing the oxide thickness), it is necessary to
increase the applied electric voltage so as to provide
stabilization of microarc discharge. The MAO process
has a decaying character and the electric field has to be
maintained on alevel ensuring breakdown of the oxide
layer and the formation of arc discharge. The discharge
lifetime varies within 0.1-0.001 s. The onset of the
oxide breakdown has an avalanche character and is
accompanied by a sharp increase in the electric current
density up to 10 A/cm?. Then, the discharge gradually
decays with time as the oxide thickness grows and the
electric strength of the oxidized layer increases.
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Oxidation of the surface layer of ametallized article
by means of the MAO process ensures the formation of
a uniform oxide film as a result of high-temperature
transformations in oxygen-containing electric dis
charge at the metal surface. Electric discharges occur
on the surface areas possessing higher conductivity,
thus ensuring the formation of adense oxide layer with
closed porosity. During the working life of an article
bearing such a protective coating, pores reduce thermal
conductivity of the surface layer and serve as compen-
sators for stress release, which favors the protection of
this article against high-temperature oxidation.

We have developed an experimental setup for the
MAO processing of extended articles such as tubes
(Fig. 1). The experiments were performed with graph-
ite cylinders (tubes) having an external diameter of
5cm, an interna diameter of 3 cm, and a length of
about 65 cm. The setup for MAO processing of
extended articles (tubes) comprises base 1, case 2, and
container 3 with electrolyte 4. Article 5 is driven by
mechanism 6 via closed ring cathodes 7. The electro-
Iyte, supplied by pump 8 into cathode cavities 9 with
holes, fillsaring-shaped gap between the tubular article
(anode) and cathodes 10. The flow of electrolyte pre-
vents the article-anode from overheating and allows the
process to be conducted at a high energy density.

The setup operates as follows. The electrolyte is
supplied to cathodes 7 and the article 5 is driven by
mechanism 6 through the cathodes occurring at apreset
electric potential. The applied potential gradually is
increased from 150 to 380 V in the course of article
propagation, which ensures a smooth increase in the
thickness of oxide layer formed on the surface of met-
alized article (Fig. 2).

The drive mechanism al so serves as a current-carry-
ing electrode in contact with the aluminum-coated arti-
cle. The electric potential is applied by connecting this
electrode to a special converter using leads passing
through holes in the case.

The experiments were performed with technical
graphite of a grade using for manufacturing electrodes.
Thismaterial has elongated grains and certain porosity.
Metallization was provided by method of electric arc
spraying of awire made of technical-purity aluminum.
Theinitial graphite exhibits certain open porosity, with
the pore size being comparable to the size of sprayed
metal drops. As aresult, material deposited on the sur-
face of graphite was partly incorporated into pores of
the graphite base. The auminum layer thickness
reached 250-350 pm (Figs. 3a and 3b). Arrows in
Fig. 3a indicate the boundary of an Al,O5 layer with
dopants and inclusions and the boundary of the Al met-
alization layer.

The surface of metallized articles was processed by
MAOQO inthe setup schematically depicted in Fig. 1. The
process was conducted for 15 min using a KOH solu-
tion as electrolyte, with the applied voltage gradually
increased from 150 to 380 V. Oxidation takes place
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Fig. 1. Schematic diagram of the experimental setup for
MAO processing of extended articles made of carbon com-
posites with metallized (Al-coated) surface (see the text for
explanations).

20.0 kV

x1.0k

Fig. 2. SEM image of the surface of a metallized graphite
article upon MAO processing.

only on the surface in contact with electrolyte, which
allows the protective coating to be formed on loca
areas of the article.

The results of metallographic examination showed
that the oxide layer has a thickness exceeding 120 um
and possesses a higher density at the boundary with alu-
minum substrate (Fig. 3b). The oxide surface is highly
porous and exhibits numerous fused areas in the form
of microcraters and droplets formed as a result of par-
tial melting of the oxide layer. An analysis of the met-
allographic data showed that MAO process extends
inside the pores, where the traces of microarc localiza-
tion (fused craters) are also present. Thus, it should be
noted that the oxide layer grows not only from the outer
surface, but from the inner pore surface as well, which
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Fig. 3. SEM images showing (@) a genera view of the
traverse section of a graphite article with (Al, Al3O3) coat-
ing and (b) the same section at a greater magnification for
examination of Al,O3 coating.

results in the formation of a developed oxide surface
incorporated deep into the metallization layer [ 7-10].

The proposed setup allows the MAO process to be
conducted for an interelectrode gap width of 20—
30 mm, which reduces the electric energy losses and
ensures the formation of oxide with athickness of up to
150 um at an applied voltage of ~340 V. It was found
that the optimum electrolyte temperature for the MAO
process (50-60°C) is provided by heating due to the
electric energy losses in the interelectrode gap filled
with electrolyte. Articles can have arbitrary thickness
and alength of 1 m or more.
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Fig. 4. X-ray diffraction pattern from the surface of alumi-
num alloy upon MAO processing.
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Fig. 5. The energy spectra obtained by ERDA of Al,O3
coating obtained by MAO on the metallized (Al-coated)
graphite surface. Points show experimental data; the solid
curve shows the results of theoretical fitting.

The X-ray diffraction (XRD) analysis of the coating
(Fig. 4) showed that the oxide layer consists predomi-
nantly of a heat-resistant phase of aluminum oxide
(a-Al,O3), auminum, and, probably, about 9% of a
chromium oxide phase (CrO,). Particles of afinely dis-
perse powder (e.g., chromium oxide) introduced into
the electrolyte are incorporated into the coating and
fused into aluminum oxide. The high-temperature form
of the oxide is formed predominantly at the oxide—
metal interface. The energy spectra obtained by proton
elastic recoil detection analysis (ERDA) of a-Al,O;
coating formed on the surface of metallized graphite
showed that the oxide film contains the metal compo-
nent of electrolyte (potassium), the metal of cathode
(iron), and, probably chromium (Fe and Cr are difficult
to distinguish by this analytical method).

The density of the upper layer of the oxide coating,
having the phase composition (Al,Og Al; CrOy),
2004

TECHNICAL PHYSICS Vol. 49 No. 8



THE STRUCTURE AND PROPERTIES

amounts to 3.74 g/cm?, which is close to the density of
a-Al,O; (p = 3.98 g/cmd) [5]. The adhesion of the oxi-
dized layer formed on the surface of aluminum (deter-
mined by scribing with a diamond pyramid) varies
within 42—67 MPa on various areas. The surface hard-
ness on some areas of the oxide coating (at the dark
spots representing inclusions of the CrO; phase) varies

from 1.36 x 10* to 1.72 x 10* N/mm?2.

The process of oxidation involves the formation of
mixed oxides of aluminum and metals contained in the
complex anion of electrolyte. Metal anions can be
introduced into electrolyte via dissolution of an elec-
trode (cathode) or the corresponding aloy. In a oxida-
tion steady-state regime, the current density amountsto
0.1-0.5A/cm?. The main parametersfor controlling the
MAQO process and the properties of oxide layers are the
electrolyte concentration, the applied voltage and cur-
rent, the process duration, the alloy composition, and
the thermal treatment conditions.

Preliminary tests performed for the articles coated
by the proposed complex technology (graphite, Al,
Al,O5;) and exposed in atmosphere at high humidity and
elevated temperature (600-900°C) showed good resis-
tance and sufficiently high working properties of the
articles.

CONCLUSIONS

(1) We have devel oped experimental equipment for
obtaining protective coatings on the surface of articles
made of carbon-containing composites (in particular,
tubes having an external diameter of 5 cm, an internal
diameter of 3 cm, and a length of about 65 cm). The
setup ensures high quality of the local oxide coatingin
low-accessible sites of articles. The articles made of
graphite can be protected by oxide coatings containing
several components such as Al,O5, CrO;, etc., and
doped with elements contained in the electrode (e.g.,
Fe) and electrolyte (e.g., K).

(2) The obtained coatings can provide protection of
articles made of carbon-containing composites,
intended for operation under high-temperature oxida
tion conditions.
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Abstract—We demonstrate the possibility of melting thin (0.1-0.5 um) InSb filmsdirectly in atmosphere under
the protective layer of native oxides to obtain high mobility of majority carriers (up to 25000 cm?/V s). The
features of the film synthesis process based on thermal pulsed evaporation of InSb powder in vacuum are stud-
ied experimentally. Such a technique makes it possible to provide necessary compositional inhomogeneity of
the deposited film for subsequent melting in air. © 2004 MAIK “ Nauka/Interperiodica” .

The increase in the number of problems solved by
functional electronics stimulates continuous interest in
one of the 111-V compounds (semiconductors), indium
antimonide, since it has a small band gap (0.165 €V)
and an extremely high electron mobility (up to
78000 cn?/V sinasingle crystal at room temperature)
[1]. The effective mass of electronsin InSb is 0.014 of
the free electron mass. The outlined properties distin-
guish this compound from other 11—V materialsto the
extent that just InSb films are appropriate for use in
such information processing devices as magnetoresis-
tors, Hall transducers, amplifiers, detectors, and sur-
face-acoustic-wave convolvers[1].

It is well known [1] that fabrication of thin InSb
films, which are interesting due to the necessity of
increasing the sample impedance without changing the
carrier mobility, is an extremely difficult task. Most
studies on thermal film deposition pose the problem of
obtaining the deposited materia with the stoichiomet-
ric composition and subsequent deposition of the pro-
tective layer to preserve stoichiometry after annealing
or remelting. However, these operations are poorly
reproducible; in particular, it is difficult to ensure sto-
ichiometry and especially to preserve it when the sub-
strateis heated to its melting temperature because of the
high antimony vapor pressure. Nevertheless, this
approach has found many technological implementa-
tions, athough in most cases no reproducibility of the
parameters has been achieved so far [1].

We propose a new technigue for film deposition that
ensures compositional nonuniformity over the film
thickness (having the percentage of In and Sb in mind),
which makes it possible subsequently to melt the film
under the native oxide layer. Thermal evaporation of
the InSb powder and film deposition onto the Polikor
substrate was carried out using the pulsed method [1, 2]
in the quasi-closed tantalum crucible. Preliminary sub-

strate degassing was performed at 500°C for 5 min.
Contrary to the discrete technique, in which the InSh
powder from a vibrobunker falls onto the preheated
crucible, the evaporation from the quasi-closed crucible
does not ensure compositional uniformity over the
whole area of the substrate [1]. Film stoichiometry is
preserved only in the substrate region located against
the crucible nozzle, as shown schematically in Fig. 1,
and strongly depends on the time of crucible run-up
[2, 3]. The method of pulsed evaporation is simple,
reproducible, and ensures the constancy of the follow-
ing two parameters; the mass of the loaded powder
(20 mg in our case) and the time of crucible heating to
complete evaporation, which determined our choice of
film deposition technique. The substrate was positioned
at a distance of 40 mm from the crucible nozzle. The
nozzle edges were turned through an angle of 20°-30°
towards the sample surface. The direction of the flux of
the evaporated substance, which results in spatial com-
positional nonuniformity (Fig. 1), ensured the initial
excessive antimony content at the film surface. The cru-

Fig. 1. Schematic representation of the In and Sb distribu-
tion over the substrate. (1) Polikor substrate; (2) In, Sb;
(3) Sb; (4) InSb powder; (5) crucible cross section.
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cible was heated to 2000°C for 1-2 s using a current
pulse with an amplitude of 150 A. The crucible config-
uration, the distance to the substrate, and the tilt of the
nozzle were adjusted empirically via the continuous
monitoring of the film composition by Auger spectros-
copy. Then the fact was taken into account that, in addi-
tion the method of deposition, the substrate temperature
also affects the film composition. Figure 2 shows the
dependences of In and Sb contents at the film surface
(measured by Auger spectroscopy and using Hall
mobility measurements before and after melting,
respectively) on the substrate temperature at the instant
of deposition. The Hall mobility was measured by the
van der Pauw four-contact technique [4]. Note that the
composition of the film surface became stoichiometric
after melting, which explains the drastic increase in
mobility.

The dependence of the carrier mobility in a plasma
on the substrate temperature at the instant of evapora-
tion gives a clear idea of the character of the processes
involved. As the substrate temperature is about 200°C,
the surface composition of thefilmisdetermined in fact
by the crucible geometry and the heating mode. It was
impossible to melt films obtained at these temperatures
(Fig. 2, zonel). Globulation of In (i.e., the formation of
semispherical droplets with base diameter of several
micrometers) is observed at the surface. The mobility is
several tens of cm?/V sin this case. These features are
observed at temperatures up to 270-280°C. Only in the
narrow temperature range (280-290°C, zonell), where
the antimony content is four times higher than that of
indium, the oxidation of the upper surface of thefilmis
observed with the change of its color and subsequent (at
560-580°C, zone I11) formation of the liquid phase.
The homogeneous melting itself, as in [1, 5], was
observed visually in reflected light due to the difference
in reflections from the surfaces of solid and liquid
phases, which were diffuselike and mirrorlike, respec-
tively. The melting occurred in air; the substrate with
the melt was rapidly removed from the heater so that
the film was in the liquid phase for a fraction of a sec-
ond only. Astheresidencetime of thefilm in the molten
state increased, the oxide layer was destroyed and the
film was reevaporated.

One can assume that the excess antimony at the sur-
face is partialy oxidized during the heating, which is
manifested as a change in film color at 300-350°C. On
further heating, the remaining antimony passesinto the
melt under the protective layer formed during oxida-
tion; therefore, it is of interest to elucidate how the oxi-
dation of the upper layer affects the film properties,
which was actually performed in this study. It was
found that thislayer isindeed formed from the oxidized
antimony, since it is reevaporated at 660°C (the evapo-
ration temperature of indium oxide is about 2000°C),
and successfully protects the film during melting. The
considerableincreasein the mobility (Fig. 2) inrelation
to the results obtained in [1] can be associated with the
elimination of the donor centers formed by the excess
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Fig. 2. (d) Dependence of the composition ratio In/Sbh at the
substrate surface on the substrate temperature; (b) depen-
dence of the Hall mobility on the substrate temperature.

antimony [1]. In our case, the excess antimony proba-
bly passesinto the oxide or melt. Such an interpretation
of the processes occurring during melting enables us to
explain the high values of the Hall mobility in the
formed films as compared to the results obtained by
other research groups [1], when specia protective lay-
erswere used.

This series of experiments on obtaining films using
the aforesaid technique showed a high extent of repro-
ducibility (more than 90%) of the Hall mobility values.

Such technology makes it possible to synthesize
with high reproducibility films 0.1-0.5 pmin thickness
with a mobility of 25000-30000 cm?/V s.
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It is the authors’ opinion that the results may form
the basis for devel oping technologies for the synthesis
of thin filmswith reproducible electrophysical parame-
ters.

Theresults on the Hall mobility values at such small
film thicknesses (down to 0.1 pm) can become a basis
for experiments on quantum size effects as well as
radio- and acoustoel ectric effects.
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Abstract—An analytic expression in the third order of smallnessin the amplitude of theinitial deformation of
an equilibrium, spherical, charged, ideally conducting drop in an incompressible dielectric medium is derived
for its generatrix and for nonlinear corrections to oscillation frequencies. It is shown that the presence of the
ambient liquid reduces the absol ute values of the corrections to frequency and of the self-charge critical for the

realization of drop instability. © 2004 MAIK “ Nauka/Interperiodica” .

1. The problem of nonlinear oscillations of a
charged drop in a dielectric medium is of interest in
connection with numerous academic, technical, and
technological applications [1, 2]. For this reason, this
problem has been analyzed in the second order of
smallnessin the case of both an incompressible [3] and
a compressible ambient medium [4]. However, nonlin-
ear corrections to oscillation frequencies appearing
only in the third order of smallness have not been stud-
ied [5-7]. This stimulated the present study.

2. Let us supposethat we have aspherical drop (hav-
ing a radius R and bearing a charge Q) of an ideal,
incompressible, perfectly conducting liquid of density
Py, Whichisplaced in anideal incompressibleliquid of
density p with permittivity &4 and interface surface
tension a. A complete mathematical formulation of the
problem on nonlinear capillary oscillations of adropin
amedium can befoundin[3, 8]; for thisreason, wewill
not consider this problem here for lack of space.

Solving the problem of the shape of a nonlinearly
oscillating drop by a multiscale method (aswas donein
[3, 5-7]), we can find an analytic expression for the
generatrix of the axisymmetric drop at any instant to
within third-order terms. In dimensionless variables, in
which p;) = R=0 = 1, this expression has the form
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Fig. 1. Dependence of coefficient by, characterizing the fre-
quency shift of the nth mode on the Rayleigh parameter W
for theinitial excitation of the nth mode for various values
of density p( Of the surrounding medium: 0 (1), 1 (2),
10 (3), and 168) (4);n=4(a and5 (b).
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where € isasmall parameter defining the amplitude of
the initial deformation; P, (cosd) is the nth order Leg-
endre polynomial; § isthe polar angle of the spherical
system of coordinates; tisthetime; Q isthe set of indi-
ces of initially excited modes; h,, are constants taking
into account the contribution of the mth mode to thefor-

mation of theinitial shape of the drop (mehm =1);

W, = (Xp(n = )n(n + 1)(n + 2 — W))Y? is the frequency
of capillary oscillations of the drop; W = Q%(4m)g, is
the Rayleigh parameter; d,, is the Kroneker delta; and
Xn)\l(:\—’\)n’ )\E)_n)m Klrm! Eg’ Erj;v Eﬁv H(k)éi) ' Htr(rﬁa(i) ’
HZOE @ and DI are the coefficients defined
in the Appendix.

3. It can be seen from relations (1) that the frequency
corrections proportional to b, have the second order of
smallnessin € and contain in their denominatorsfactors
vanishing for certain relations between the frequencies
of different modes (in this case, we aretalking about the
resonance nature of the corresponding corrections [9]).
If the fourth mode is excited at the initial instant, the

frequency correction has aresonance at wg — 4w, = 0;
if the fifth mode is excited, the resonance takes place

2 2 .
for wg —4wg = 0. Away from resonance positions, cor-

rections to frequencies b,€? decrease in absolute value
with increasing density p of the ambient medium
(Fig. 1).

The allowance for nonlinear corrections to the fre-
guencies of capillary oscillations of a drop leads to a
change in the critical value W, of the Rayleigh param-
eter at which instability of the nth mode to self-charge
takes place [6]. The condition for the emergence of
instability of the nth mode with allowance for anonlin-
ear correction to frequency can be written in the form

(0, +€%b,)° = @ + 262w b, + O(e") = 0.

The effect of the ambient medium on the critical
conditions of instability boils down to an insignificant
increase in the critical value of the Rayleigh parameter

TECHNICAL PHYSICS Vol. 49 No. 8 2004
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Fig. 2. Contour of the generatrix of adrop in the case of ini-
tial excitation of the seventh and e|ghth modesfor h; = hg =
05 W=3, ande =0.3. (a) pe = 0,t=(1) 0.01, (2)0075
and (3) 0.22; (b) p=5,t=(1)0. 02 (2)0.14, and (3) 0.525.

upon an increase in the density p of the ambient
medium (due to a decrease in the absolute value of
coefficient b,) [7] and to a substantial decrease in the
interface surface tension coefficient as compared to the
surface tension coefficient for a drop in vacuum [10].
As aresult, the value of self-charge critical for realiza-
tion of instability in the presence of the ambient
medium decreases.

The amplitudes of the second- and third-order

modes M{? and M¥ also depend on the density of the

ambient liguid, which leads to a certain change in the
shape of the surface of the drop (alocal decreasein the
curvature of the drop’'s surface) in a medium as com-
pared to adrop in vacuum (Fig. 2). The presence of an
external medium produces the most noticeable effect
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on the shape of the drop’s surface in the vicinity of
points with the highest vel ocity.

CONCLUSIONS

Thevaluesof nonlinear correctionsto the oscillation
frequencies of a charged drop of an ideal incompress-
ible conducting liquid in a dielectric incompressible
external medium substantially depend on the ratio of
the densities of the media and become smaller with
increasing density of the surrounding medium. Theeffect
of the ambient medium ssimulated by an incompressible
liquid on the stability of the drop to the sdf-charge is a
combination of thefollowing two factors: on theonehand,
anonlinear shift in the frequency of oscillations dightly
increases the critical charge; on the other hand, a sub-
stantial decrease in the interface surface tension coeffi-
cient (as compared to that for a drop in vacuum) leads
to a noticeable decrease in the critical charge.

APPENDIX
Expressions for Coefficients
Vi = (N+ 1)XpKpin(0(n—m+1
—P@En(n—-m-=1)/(n+1))+2n(I(1 +1)-1)
+((m+1)-m(2m-2n+7) +3)nW/2) + (n+ 1)
X X min( (/M =Np(g/((n + 1)(M+ 1)) 035, + NW/2);
len— W (*)lr]mln
— (0t (‘)I)
Noin = (N+1)XKpn(n/2—m+ 1
+pen(2m+3-n)/(2(n +1)))
+(N+ 1)XnGmn((1+0/(20))/m
—np(e)(n +21+3)/(2(m+1)(1 +1)(n+1)));

1(+)(+) 1(4) (+) 1(F) o) .
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(£)() _ .
Wim = Wt Wy 0y

0

=2 = w2+ n(n+ 1)x,(n—1)(4+2n—5W);
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I_imgln = (n + 1)Xn((algn/g + (n + 1_g)KIgn)
X ((M = 1) Kymg = Oimg/ M) + ((K + N)0tiign/ (gK)
+ (n + l_g)Kkgn)((m_l)Kmlg _amlg/m));

Mimn = (0 + DX (K e(2((k = D (K +2) + m(m + 1))
+WK=2)(n=5-K) + (Cmn/K + (N + 1=K Kii) 03)

—PeoMXn@((N =1 =K) Ky + Clyenn/ (K + 1))
+n(n+ 1) XW((m+ 1) (k+n=m=2)Kym + Oyn);

M = (N+ 1)Xa((K+ M=n=2) Ky
_(n +k+ m)akmn/(mk)) + np(e)Xn((n_ k— m_3)Kkmn
+(k+m+n+3)a,,/((m+1)(k+1)));

I_Iimn = (n + 1)Xn((m_n_1)Kkmn_akmn/m)
+ np(e)xn((n_ m-— 1)Kkmn + akmn/(m + 1))’

Croio @d Cy_yy, being the Clebsch-Gordan coeffi-
cients.
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Abstract—The patterns of velocity and acceleration distribution in an electrohydrodynamic through flow in a
symmetric system of electrodes have been experimentally studied. Analysis of the main features in the kine-
matic and dynamic flow structures provides information on the distribution of space charge and the course of
events in the recombination zone. It is established that the recombination zone extends beyond the interelec-

trode space. © 2004 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

Previoudly [1, 2] we described the zone structure of
electrodynamic through flows in an asymmetric (wire—
plane, sheet—plane) electrode system and performed a
comparative analysis of such flows and counterflowsin
symmetric (wire-wire) electrode systems. One distin-
guishing feature of the flows in symmetric electrode
systemsisthe presence of long lateral streams featuring
charge recombination [3]. Asis known, the structure of
electrodynamic flows in symmetric electrode systems
is determined by the ratio of the rates of ion formation
at the cathode and anode. If these rates are equal, the
flow has the form of two streams of equal intensity. In
the lateral streams, the fluid moves perpendicularly to
the line connecting the centers of electrodes. If the ion
formation rates are different, the flow structure is dis-
torted and the flow from a more “active” electrode
(characterized by a higher rate of charge production)
dominates over the counterflow and the boundary
between these flows shifts toward the “passive” elec-
trode (characterized by a lower rate of charge produc-
tion). The case of athrough flow is essentially alimit-
ing case of counterflow, whereby the flow from the
active el ectrodeis much moreintense than that from the
passive one. The angle of lateral streams relative to the
initial direction is very small, and the streams go far
beyond the interelectrode space [1]. For this reason,
such electrodynamic through flows in electrode sys-
tems are most promising for practical applications.

This paper addresses the kinematic and dynamic
structures of an electrohydrodynamic through flow ina
symmetric system of electrodes. The flows were
imaged using fine (several dozen microns) air bubbles
and the images were recorded with a TV camera. The
recorded data were processes on a computer using a
special program package described elsewhere [2, 5].
The results provide data on the fields of electrohydro-
dynamic flow velocity and accel eration vectors, surface

diagrams, and maps of the velocity and acceleration
isolines.

KINEMATIC STRUCTURE
OF ELECTRODYNAMIC FLOW

Figure 1 shows a map of velocity isolines for an
electrohydrodynamic through flow in a symmetric sys-
tem of electrodes. The lengths are measured in units of
the interel ectrode distance. The maps are normalized to
the maximum velocity. A stream from the active elect-
grode (cathode) is indicated by arrow 1, while streams
going beyond the passive electrode (anode) are indi-
cated by arrow 2. The centers of electrodes occur at the
pointswith the coordinates (0, 0) for the cathode and (0,
1) for theanode. As can be seen, the vel ocity field struc-
ture in the electrohydrodynamic flow significantly dif-
fersfrom that in a system of the “wire over plane” type
[2]. The main distinctions (similar to the case of coun-
terflows) refer to the zoneswhere the fluid flow exhibits
drag (deceleration). In a through flow, the zone of

1.5 /
1.0
0.5
O .2
-0.5
~1.0
-15
2.0

1 1
-05 0 05 10 15 20 25 30

Fig. 1. A map of velocity isolines in an electrohydrody-
namic through flow in a symmetric electrode system.
Arrows indicate (1) a stream behind the active electrode
(cathode) and (2) a stream protruding behind the passive
electrode (anode).
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Fig. 2. Mapsof () velocity isolinesand (b) accel eration iso-
lines in an electrohydrodynamic flow within the interelec-
trode space.

deceleration protrudes beyond the interel ectrode space:
in the region behind the passive electrode, the fluid
velocity decreases by half at a distance equal to the
electrode spacing L. In thisregion, thefield directionis
opposite to the direction of fluid motion. However, the
deceleration effect is quite small. This feature makes
the electrohydrodynamic through flow in the electrodes
especially attractive from a practical standpoint. How-
ever, these prospects require thorough investigation on
the flow structure.

Figure 2 showsthe maps of velocity (@) and force (b)
isolines for athrough flow in the region between elec-
trodes. The front edges of the active and passive elec-
trode occur at (0, 0) and (O, 1), respectively. As can be
seen, the zone structure characteristic of the flows in

BUYANOV, STISHKOV

asymmetric electrode systems (wire—plane, sheet—
plane) is retained on the whole, except for the deceler-
ation zone. Longitudinal dimensionsof the acceleration
zone amount to 0.3-0.4L, while the analogous zones
for counterflows and flows in the wire—plane system do
not exceed 0.2L. The maps clearly reveal the zone of
uniform flow, which begins at a distance of 0.3L from
the active electrode and terminates at 0.8L, thus cover-
ing most of the interelectrode space. The zone of decel-
eration of the through flow begins at 0.8L and extends
far beyond the interelectrode space.

THE STRUCTURE OF ACCELERATION
AND DECELERATION ZONES

In order to study the acceleration zone structure in
the through flow regime in more detail, we have pro-
cessed the video recordings of the electrohydrody-
namic flow in this zone near the passive electrode. The
recordings were made at large magnification, which
allowed the zone of interest to be studied with signifi-
cantly higher resolution. The results of such data pro-
cessing are presented in Fig. 3. As can be seen, the cur-
rent lines of the electrohydrodynamic flow exhibit sig-
nificant concentration at the active electrode and form a
narrow central stream. The acceleration zone hasafun-
nel-like shape with relatively small dimensions (2-4D
in length and about 2D in the cross section, where D is
the electrode diameter). This zoneislocalized immedi-
ately at the surface of the active electrode (cathode). In
the acceleration zone, the electrohydrodynamic flow
velocity significantly increases. Similar to the case of
flows in an asymmetric electrode system, the kinetic
energy of the flow is accumulated due to the energy
supplied by electric current. As can be seen in Fig. 3b,
a strong volume electric force is operative near the
active electrode. At a distance of 1-2D from the elec-
trode, the accel eration acquires acomponent directed at
a sharp angle relative to the central axis. This effect is
probably related to the electric charge present in the
central stream of the electrohydrodynamic flow.

The magnitude of acceleration before the electrode
edge (0, 0) is significantly smaller than in the interelec-
trode space, whereas in an asymmetric electrode sys-
tem and in counterflows [3] the fluid is noticeably
accelerated evenintheregionin front of the active elec-
trode. Another peculiarity of the electrohydrodynamic
through flow in the symmetric electrode systemisarel-
atively smal width (1-2D) of the central stream
(Fig. 3).

Figures 4 and 5 show the results of high-resolution
investigation of a zone near the passive electrode. The
front edge of the passive has the coordinates (0, 1). In
the case of the usual streamlining of a cylinder by a
fluid under such conditions, the current lines go around
the surface in the so-called creeping flow regime and
the current line configuration is symmetric with respect
to the system axis [6]. An increase in the flow velocity
leads to the appearance of flow detachment behind the

TECHNICAL PHYSICS Vol. 49
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Fig. 3. Maps of (a) current lines and (b) velocity isolines
near the active electrode. Arrows show the accel eration vec-
tor field.

cylinder. An analysis of the electrohydrodynamic
through flow in the electrode system under consider-
ation showed that detachment of the flow behind the
electrode takes place at |lower velocities. Moreover, the
flow structure in this system exhibits a characteristic
feature: the flow separates into two streams not con-
necting over alarge distance downstream from the el ec-
trode (Fig. 4). Thus, the flow exhibits a “loop” inside
which the hydrodynamioc stability of the electrohydro-
dynamic flow is broken: the current lines change their
direction, the flow exhibits the first signs of turbuliza-
tion, and the line trajectories change with time.

As can be seen from Fig. 2, the rate of acceleration
(deceleration) in the drag zone is significantly lower
than that in the acceleration zone and only dightly
higher than in the zone of uniform flow. Figure 5 shows
that most pronounced changes in the flow velocity
occur in the vicinity of the passive electrode. This
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Fig. 4. A map of current lines near the passive electrode.

region contains a small wedge-shaped stagnation zone
in front of the electrode. As can be seen from theimage
of the acceleration vector field (Fig. 5b), the region in
front of the passive electrode features rather large drag
forces. The presence of this zone isrelated to the injec-
tion of charge from the passive electrode, which is car-
ried away by the main flow to the region behind the
electrode. In thiscase, theinjection ismuch lessintense
than in the case of counterflows and is incapable of
forming an opposite stream. Nevertheless, a bipolar
structure of the recombination zone is retained,
although the zone is displaced to the region behind the
electrode. In thisregion, the inner layers of the stream
are charged so that the sign of this chargeisthe same as
that of the passive electrode, while the outer layers
carry the opposite charge.

Thisbipolar structure is precisely what accounts for
the hydrodynamic structure observed in the region
behind the passive electrode, comprising two streams
resembling the structure of lateral streams characteris-
tic of the electrohydrodynamic counterflows [7]. In the
case of counterflow, the streams bearing opposite
charges separate at the point of merging to form latera
streams in which the fluid is moving in paralel jets
without intermixing. Since the bipolar structure of the
|ateral streams in counterflows is evident, it is reason-
able to assume that this bipolar structureis retained on
the passage from counterflow to through flow. By the
same token, the region of active charge recombination
is aso retained but displaced beyond the intgerelec-
trode space. Under this assumption, the flow structure
observed behind the electrode can be explained. The
charge supplied from the active electrode is equilib-
trated on the whole in the region behind the passive
electrode by the charge injected from the latter elec-
trode. Behind this electrode, the stream (possessing a
bipolar structure) as a whole is not subjected to the
action of electric forces and the flow vel ocity decreases
predominantly under the action of viscous forces. As
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Fig. 5. (8) Structure of the acceleration vector field and
(b) map of the acceleration isolines near the passive elec-
trode.

the flow propagates, the opposite charges attract and
recombine. This process is hindered by the molecular
surrounding of ions. Because of the mutual attraction of
ions and rather slow recombination process, the trans-
verse dimensions of the flow behind the electrode
remain almost constant, as can be clearly seenin Fig. 1.

CONCLUSIONS

The properties of the electrohydrodynamic through
flow in the symmetric electrode system are highly
attractive from the standpoint of various electrohydro-
dynamic devices. Such aflow provides optimum condi-
tionsfor the conversion of electric energy into hydrody-
namic energy, which can be of considerable practical
value, opening a new direction in the design of electro-
hydrodynamic systems. The new approach is character-
ized by rational selection of the properties of the elec-
trode—fluid interface and by making alowance for a
particular zone structure of the electrohydrodynamic
flow.

REFERENCES

1. Yu. K. Stishkov and A. A. Ostapenko, Electrohydrody-
namic Flows in Liquid Dielectrics (Leningr. Gos. Univ,
Leningrad, 1989) [in Russian].

2. Yu. K. Stishkov and M. A. Pavleino, Elektrokhim.
Obrab. Met., No. 1, 14 (2000).

3. Yu. K. Stishkov and A. Buyanov, Zh. Tekh. Fiz. 73 (8),
34 (2003) [Tech. Phys. 48, 972 (2003)].

4. Yu. K. Stishkov, Dokl. Akad. Nauk SSSR 288, 861
(1986) [Sov. Phys. Dokl. 31, 500 (1986)].

5. Yu. K. Stishkov and M. A. Pavleino, in Proceedings of
the 6th International Scientific Conference on Modern
Problems of Electrophysics and Electrohydrodynamics
of Fluids, &. Petersburg, 2000, pp. 4-9.

6. Van Dyke, Album of Fluid Motion (Parabolic, Stanford,
1982; Mir, Moscow, 1986).

7. A. V. Buyanov, M. A. Pavleino, and Yu. K. Stishkov,
Vestn. S-Peterb. Univ., Ser. 4: Fiz., Khim., No. 2 (12),
109 (2001).

Trandated by P. Pozdeev

TECHNICAL PHYSICS Vol. 49 No. 8 2004



Technical Physics, Vol. 49, No. 8, 2004, pp. 1079-1080. Translated from Zhurnal Tekhnicheskor Fiziki, Vol. 74, No. 8, 2004, pp. 124-125.

Original Russian Text Copyright © 2004 by Protasevich.

BRIEF

COMMUNICATIONS

Prospects of the Combined Use of Laser and Microwave
Radiation for Increasing the Efficiency of Interaction
with Metal Targets

E. T. Protasevich
Tomsk Polytechnic University, Tomsk, 6334050 Russia
e-mail: lev@tpu.ru
Received November 28, 2003

Abstract—It is proposed to use centimeter microwaves to enhance the interaction of laser radiation with metal
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It iswell known [1] that high-power laser radiation
can produce high-density heat fluxes through a small
area of the target surface and, thus, makes it possible to
heat, melt down, and evaporate almost all the materials.
All the above processes are governed by the thermal
effect of radiation absorption by solids. However, when
a target is made of metal, optical radiation is well
reflected fromits surface. In particular, for tungsten, the
reflection coefficient for a CO, laser is about 0.9; i.e,,
the absorption coefficient of a cold target is no higher
than 10% [1].

When the radiation intensity is ~10'°© W/cm?, an
optical breakdown of air occurs over the target surface
and a plasma is produced with a temperature of a few
tens of thousands of kelvins [2]. Depending on the
experimental conditions, the generation of a plasma
near the target can significantly change the character of
the interaction of laser radiation with the target: this
interaction can either be weakened or enhanced.

For short (t ~ 1 ps) pulses, the interaction is
enhanced when the plasma has no time to move away
from the target during the laser pulse. In this case, the
efficiency of energy transfer increases due to the
increase in radiation absorption with a subsequent heat
transfer to the target by either heat conduction or short-
wavelength (optical or UV) radiation that is emitted by
the plasma and is absorbed by the target more effi-
ciently than the original long-wavelength CO, laser
radiation.

The effective absorption coefficient of thetarget a is
maximum when the radiation intensity reaches the
breakdown intensity. As the radiation intensity
increases further, the value of a decreases rapidly,
because the plasma propagation velocity increases and
the plasma has time to move away from the target dur-
ing the laser pulse. There is an obvious contradiction:
on the one hand, the initial breakdown requires a high
intensity of optical radiation; on the other hand, the

energy deposition is more efficient at alower radiation
intensity. This contradiction is usualy eliminated by
specially shaping the laser pulse. For this purpose, a
laser pulseisformed that consists of anarrow peak with
a duration of ~200 ns (which is intended for break-
down) and a long tail comprising most energy of the
pulse (which is intended for energy deposition in a
plasma).

In this paper, we point out to the fact that the above
problem can also be solved by simultaneously applying
laser and microwave radiation to the target. In this case,
laser radiation produces an air breakdown over the tar-
get surface, whereas microwave radiation provides effi-
cient energy deposition. Let us consider both these pro-
cesses in more detail.

The reflection of microwaves from the conducting
surface of thetarget is accompanied by the formation of
astanding wave. According to the boundary conditions,
the tangential component of the electric field of the
incident wave vanishes at the conductor surface. The
first maximum of the standing waveislocated at adis-
tance of about | = A/4 from the target surface (here, A is
the microwave wavelength). Obviously, to achieve the
maximum energy deposition in the plasma, it is neces-
sary that | — 0. In practice, the centimeter wavelength
range is optimal from the standpoint of energy deposi-
tion, because the power of the generated microwave
radiation decreases sharply when passing to shorter
(millimeter) microwaves[3]. For A =3 cm, we find that
| =0.75 cm.

Our measurements show [4] that, for a relative air
humidity of ~70% and a temperature of T = 292.5 K,
the velocity of the front of an expanding plasma pro-
duced by aCO, laser (A = 10.6 um, | = 10.-10°W/cm?,
and T = 100 ns) depends on the time passed from the
instant of breakdown. In the initial stage, the plasma
velocity decreases linearly over time. However, 3.5 s
after the breakdown, the time dependence of the veloc-
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A4

Schematic diagram of the combined action of laser and
microwave radiation: (1) target, (2) laser plasma, and
(3) standing wave.

ity shows a steep inflection and the plasma velocity
becomes lower than (or comparable to) the speed of
sound. The average velocity at the descending segment
of the curve V = f(t) is about 3 x 10° m/s. Assuming
3.5 us to be the time the laser plasma takes to move
away from the target, it is easy to calculate that, at this
time, the plasmais|located a distance of ~1 cm fromthe
target surface; i.e., it isat adistance nearly equal to A/4
for the microwave radiation that provides the necessary
energy deposition in the plasma. Therefore, the plasma
bunch falsinto the first (counted from the target) max-
imum of the electric field of the standing wave, as is
seen in thefigure.

PROTASEVICH

To provide the maximum energy deposition in the
plasma, it is necessary that the condition [5]

A = 3.65d 1)

be satisfied (here, d is the plasma diameter).

In our case, this condition means that d ~ 0.8 cm;
i.e., the plasma radius d/2 turns out to be smaller than
the distance to the target |. Since the microwave energy
absorption is resonant in character, the plasma size
becomes stabilized. As a result, the efficiency with
which the plasma acts on the target in the course of
microwave absorption increases. Since A > 1 cm, the
structure of the standing wave is only slightly distorted
throughout the microwave pulse. Model experiments
performed in a standing wave with a probing body
whose dimensions are close to the plasma diameter also
showed that the field structureis distorted only slightly.

Hence, it follows from the above consideration that
the combined action of laser and microwave radiation
provides a new method for making holes in metal tar-
gets.
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INTRODUCTION

The expansion of the reciproca distance D
between two arbitrary points in spheroidal harmonics
playsthe decisive rolein the representation of solutions
to the Laplace and Poisson equations in spheroidal
coordinates. The corresponding general formula is
derived in [1], but the proof is rather cumbersome. An
analogous derivation was later given in the handbook
[2]. Another proof wasgivenin [3], but itisstill indirect
and based on surface integrals.

Here, we show how at |east the axisymmetric part of
the expansion of D! can be obtained in a concise and
direct manner. In all probability, the asymmetric part
can also be obtained in asimilar way using the deriva-
tion proposed here as an example. This will facilitate
the construction of amore elegant theory of potential in
spheroidal coordinates (apart from the af orementioned
handbooks, a concise description of this theory can be
found in [4]).

COORDINATES OF AN OBLATE SPHEROID

We will use the Cartesian coordinates X, , X5, X3 and
spheroidal coordinates t, T, ¢ connected via the well-
known relations

X, = Rcosd, X, = Rsing,
R = c(1+A%)(1-p?), (1)
X3 = CAM, ¢ = arctangzg

(the x5 axis isthe polar axis).

We presume the existence of a certain reference
spheroid with semiaxes a;(=a,) and a;, where a; > ay
(i.e., we consider an oblate spheroid for thetime being).
The parameter cintroduced inrelations (1) isdefined as

the focal length ¢ = A/ai—ag . We proceed from the
well-known identity [5]

1 _1g 0o 0
h_—t - ano(zn-'-l)anQnEH] (2)

(-c<t<c, h>c)

(P, and Q, are the standard notation for associated L eg-
endre functions of the first and second kind, respec-
tively).
Substituting —ic for cinrelation (2), we obtain
1 _is im
Aot c2 (N DP.E ®
To apply the theorem of addition of spherical func-
tions ([6], val. 1), we will use the representation t =
—ic(cosBcosy + sinBsinycosp) (angles 6, Y, and ¢
vary from 0 to 2m). This gives

PHEEE = P,(cosB)P,(cosy)

ZZ (n m) P (cosB) P} '(cosy) cosné.

Integration with respect to ¢ from 0 to 2 gives
21

J(h+iccosecoqu)2+czsinzesin2qJ @

2T[I

Z (2n+ 1)QnDIEP (cosB)P,(cosy).

We assume that cosy is purely imaginary (cosy =
in); thensiny > 1). Canceling out 2rtin relation (4), we
obtain on the left-hand side
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U J(h—cncosB)® + c2sinf8sin’y (i.e., the reciprocal
distance between the test point with coordinatez=h on
the one hand and the attracting point with the cylindri-
cal coordinates R = csin@siny, z= cn cosB on the other
hand). A comparison of these relations with (1) gives

J(A+A)(1-p®) = sin@siny, AW = ncosd. (5)
The real-valued solution of Egs. (5) hasthe form
U = cos6. (6)

To unify notation, we denote the spheroidal coordi-
nates of the test point by A and |, but with prime. As
long as we consider the position of this point on the
axis, the following conditions must be satisfied: pu' = 1
and \' = hlc.

With alowance for these remarks and the definition
of function g adopted in [6], we obtain from expres-
sion (4)

A=n,

2 =15 (2n+ 1)Q, ()P, (PN
= (7)
- %Z (2n+ 1)0u(\") Pa(H) Pa(M).

This relation was obtained for the test point on the
axis. In the remaining space, if we take the rotationally
symmetric part and mark it by angle brackets, we must
replace, in accordance with the general rule, g,(A") by
the harmonic function P, (1)q,(A"); this leads to the
sought formula

1\ -

D

Naturally, thisformulacoincides with those givenin
[1-3].

%nzo(zn + 1)Py (1) d.(A)Pa() pa(A).  (8)

COORDINATES OF PROLATE SPHEROID

In some physical problems, the coordinate systemis
based on a prolate spheroid. Instead of relations (1)
dightly different relationships operate;

R =cA\t, z=cd(1+A)(1-pd). 9)

In this case, we substitute t = c(cosBcosy +
sin@sinycosp) into relation (2), which gives

P00 = P (cos8)P,(cosy)

+2 z EQ n mgl P!'(cosB) P;'(cosy) cosnd.

BARANOV

Integration of Eq. (2) with respect to ¢ gives
21
J(h=ccosBcosw)? —c?sin®sin’ Y

% (20
21
== ZO(Zn + 1)Qn%Pn(cose)Pn(coqu).
n=
A comparison with relationships (9) leadsto
R = icsinfsing, h = c/A?+1, (11)
Z = ccosfcosy.
After simple transformations, we obtain
A =isny, M = siné, (12

i.e., SNy must be purely imaginary and cosy > 1 must
be greater than unity.

As aresult, we obtain the relation

1 1e aln
——=—— =2y @+ )]
J(h-2)°+R° ano RN CT:

X P(N1— )Py (N1 +A?)

with its sought generalization to an arbitrary point

<%> ) %ZO(Zn +1)Qu(1+ NPy (V1)
X Po(/1=W)Po(/1+ 7).

This formula is aso known from the literature (to
within the notation).

(14)

CONCLUSIONS

Most of the problems associated with separation of
variables in the theory of potential were solved by the
beginning of the 20th century. However, various details
and the structure of the theory itself continue to be
improved [7]. We hope that our approach will be help-
ful since it reveals alogical relationship between vari-
ous formulas and can hence facilitate the derivation of
new relation of practical interest for problemsin astron-
omy, electrostatics, theory of elasticity, and other
aspects of mathematical physics.
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Abstract—The effect of annealing by electric current passing through a sample prepared from the amorphous
metallic aloy Vitrovac 6025 Z of the composition Fe,Cog;M 04 5Si165B11 0n the form of the dependence of the
sample impedance on the external magnetic field is investigated. The results are explained on the basis of the
concepts concerning the change in the preferred direction of the sample magnetization. © 2004 MAIK
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Thiscommunication isdevoted to the analysis of the
effect of annealing by an electric current passing
through the sample on the form of the dependence of
the sample impedance on a constant external magnetic
field. The experiments were made on the samples pre-
pared from the ribbons of amorphous metallic alloy
Vitrovac 6025 Z of the composition
Fe,Cos,M0; 5Si165B 11 in the form of 20-mm-long strips
Imm in width and 25 pm in thickness. The saturation
magnetostriction of the alloy was A= -3 x 107/, while
the saturation induction was Bg = 0.55 T. The samples
for studying the influence of annealing on the magne-
toimpedance effect were cut along the initial ribbon.

Annealing was carried out by an ac current of f =
50 Hz passing through the sample by gradually increas-
ing the current from 0.5to 1.3 A with astep of 0.1 A for
20s.

The magnetoimpedance effect was studied in mag-
netic fields of up to 9600 A/m with an ac current fre-
guency varying from 0.1 to 10 MHz. During al mea-
surements, the external magnetic field was oriented
along the sample.

The magnetoimpedance effect was measured using
a circuit consisting of a series-connected high-resis-
tance resistor and the sample. The magnetoimpedance
effect AZ/Z was determined using the expression

AZ _ Zy—Zy _ Uu-Ug

z Z, U,
where Z, is the sample impedance for H = 0, Z, isthe
sampleimpedancein amagnetic field H, U, isthe volt-
age across the sample at H = 0, and Uy, is the voltage
across the samplein field H.

The Z(H) dependence obtained in the initial sample
has two characteristic segments. Thefirst isobservedin
weak magnetic fields and impedance Z on this segment
is independent of the value of field H. The second seg-

ment corresponds to a monotonic decrease in Z with
increasing H and the attainment of saturation in the
Z(H) dependence (curve 1 in Fig. 1). The maximal
value of the negative magnetoimpedance effect in this
case amounts to 62%.

During annealing at the first stage, the sample
impedance Z, in field H = 0 increases, but the form of
the Z(H) dependence is preserved (curve 2). In the
course of further annealing by increasing current, the
value of Z, decreases, but the Z(H) dependence
acquires a segment on which Z > Z, (curves 2-9). Ini-
tially, upon an increase in the annealing current, the
positive magnetoimpedance effect increases (curves 3
and 4), its maximum observed val ue being 59%. Subse-
guent annealing at higher values of the current leadsto
a decrease in the sample impedance Z,, corresponding

1
9600
H, A/m

1 1
0 3200 6400

Fig. 1. Dependence of impedance Z of the sample on the
external magnetic field H at various annealing stages.
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to the maximum positive effect (curves 6-9) and
reduces the value of the maximal positive and negative
magnetoi mpedance effect.

It should also be noted that the widths of the peaks
on the Z(H) curves increase in the course of annealing
and the peaks are shifted towards stronger magnetic
fields.

The dependence of the sample impedance on the
constant magnetic fidld Z(H) is determined by the
mutual orientation of the easy magnetization axis on
the sampl e surface, the direction of the constant applied
magnetic field H, and the direction of the rf current |
and is determined by various mechanisms of magneti-
zation reversal process[1, 2]. It should be noted that in
Co-based amorphous metallic alloys obtained by fast
quenching (e.g., in Vitrovac 6025 Z), the easy magneti-
zation axis on the sample surface coincides with the
rolling axis of the ribbon [3]. This is confirmed by the
results of investigation of magnetic hysteretic proper-
ties.

If the easy magnetization axis of the sample is par-
alel to the direction in which the constant externa
magnetic field H and high-frequency current | are
applied, processes of domain wall displacement pre-
dominantly occur in the samples with increasing H. In
relatively weak magnetic fields, sample impedance Z
remains unchanged. With afurther increase in H, sam-
ple impedance Z decreases monotonicaly until the
Z(H) dependence attains saturation (curve 1in Fig. 2).

If the easy magnetization axis of the sampleis per-
pendicular to the direction in which the constant exter-
nal magnetic field H is applied, magnetization reversal
takes place in the samples upon an increase in H so that
the magnetization rotates in the direction of magnetic
field H. The sample impedance Z in this case first
increases, attainsits maximal value Z,, and then mono-
tonically decreases until the Z(H) dependence attains
saturation (curve 2 in Fig. 2).

It follows hence that the change in the Z(H) depen-
dence during annealing can be caused by the following
factors. During annealing by a current passing through
the sample, the sample is heated by the current and the
sample experiences the action of the magnetic field
induced by the current passing through it. Under the
action of this magnetic field, a domain structure is
formed with a preferred direction of magnetization
(and, hence, the direction of the easy magnetization
axis) lying in the plane of the sample perpendicular to
its length. Thisis confirmed by the matching forms of
the Z(H) dependencesin Fig. 1 (curves 3-8) and Fig. 2
(curve 2). The increase in the peak widths on the Z(H)
curves observed as aresult of sample annealing and the
displacement of the peaks towards stronger magnetic
fields may stem from an increase in the coercive force
and the anisotropy field during sample crystallization.

Thus, the following factswere established asaresult
of our experiments.
TECHNICAL PHYSICS Vol. 49
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Fig. 2. Dependence of sample impedance Z on external
magnetic field H, obtained on samples of composition
Fe,Cog;M 0, 5Si165B11, Which were cut in the form of
10-mm=-long ribbons 1mm in width and 25 pm in thickness
along (1) and across (2) the rolling axis of the amorphous
ribbon. The directions of application of the constant exter-
nal magnetic field and the rf current coincide with the long
side of the sample.

(1) As aresult of annealing by a current passing
through the sampl e, the form of the dependence Z(H) of
the sample impedance on the external constant mag-
netic field changes, which can be due to the formation
of a domains structure during annealing with the pre-
ferred direction of magnetization in the plane of the
sample perpendicular to its length.

(2) During annealing, the widths of the peaks on the
curves describing the dependence of the sample imped-
ance on the externa magnetic field increase and the peaks
are displaced towards stronger magnetic fields, which
may be due to an increase in the coercive force and the
anisotropy field during the sample crystallization.

(3) Annedling is completed by a gradual decreasein
the sample impedance to its value in the saturating mag-
netic fidd; i.e., the sample impedance becomes indepen-
dent of the externa magnetic field and, accordingly, the
magnetoi mpedance effect becomes equal to zero.
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INTRODUCTION

It was proved long ago by Helmholtz and Kelvin
that the interface between two different liquids flowing
with different velocities is unstable. Vortices formed in
the vicinity of the velocity discontinuity surface propa-
gate in the form of two hydrodynamic waves. One of
these waves is directed along the vector of the relative
velocity of the liquids, while the other propagatesin the
opposite direction in the case of long-wave perturba-
tions, but can be reversed by the flow if the wavelength
does not exceed a certain critical value for which the
real part of the perturbation frequency Rew is equal to
zero. It was shown in [1] that in the presence of viscos-
ity, the region of such instability (convective instability
or the Kelvin-Helmholtz instability) is observed in the
entire range of wave numbers k; the hydrodynamic
wave reversed by the flow carries anegative energy and
is enhanced at the expense of the flow energy.

One of the authors (R.A.B.) took part in investiga-
tions of an electrohydrodynamic analogue of such
instability [2, 3] in semiconducting n—n* and p—p* junc-
tions with alongitudinal drift current in one of the lay-
ers. The dispersion equation describing the evolution of
instabilities in question has the universal form [1-3]

a(w—UK)*+ w’ = (1-a)kw = —4iv,wk’. (1)

Here, a = p/p, istheratio of the densities of the upper
and lower liquidsin the case of the hydrodynamic prob-
lem or the ratio of the free charge carrier concentrations
inthe high- and low-resitivity layers of thejunction inthe
case of the eectrohydrodynamic problem and U is the
velocity of the upper liquid relative to the sationary lower
liquid or the drift velocity of charge carriersin the high-
resistivity layer; w denotes the acceleration due to grav-
ity or the mean value of acceleration of charge carriers
in the contact electric field of the junction, respectively.
The kinematic viscosity of the conventional or electron
(hole) liquid is taken into account only in the lower
(low-resitivity) layer and is denoted by v,.

The problem considered here can be extended to the
case of collisional flow of the corresponding liquids.
Let us imagine a situation when small spheres playing
the role of atoms or ionsin the crystal lattice of a semi-
conductor are arranged periodically in the lower layer
(including the interface). On account of this circum-
stance, the equation of motion of the lower (low-resis-
tivity) liquid acquiresaterm directly proportional to the
velocity of particles and inversely proportiona to the
time of particle momentum relaxation [4, 5], whiledis-
persion eguation (1), as was shown by the authors,
assumes the form

a(w—Uk)* + w’ — (1—a)kw
2 2
= —4iv,wk’ — 2v2£(— -9,
L, T

We will study below the dispersion characteristics
derived from this equation and above all the possibility
of resonant absorption and amplification of waves with
positive and negative energy, which was disregarded
earlier.

RESONANCES ON DISPERSION
CHARACTERISTICS

The solution of dispersion equation (2) hastheform

_ 1rk* 2ok P .k
D= -Gl 2v, S @
1k ? . 1k 1
TgerD 2I1-2r K +2aV2rT2r.

Here, as in [3], the following notation has been
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Re(w)/w*
4 ~

L, 2
1.6 k/k*

—1L

1087

Im(w)/w*
20

1.5k

1.0+

0 1
0.4

L 1 1
0.8 1.6  k/k*

-1.0F

-1.5

20~

Fig. 1. Dispersion characteristics for waves with positive (1) and negative (2) energy in a flow system in the presence of viscosity
and in the absence of collisions with the lattice (a = 0.2, vy, = 10, To, — ). Dashed curves correspond to vy, = 0.

introduced:

_au .
_1+ak’

l1-a
au?

and the dimensionless viscosity and relaxation time are
given by

k* =

W, *

aluzk*' 1, = 21,aUk*.

The dispersion characteristics defined by expres-
sion (3) are shown in Figs. 1 and 2. Branches 1 corre-
spond to hydrodynamic (electrohydrodynamic) waves
directed along the flow, while branches 2 correspond to
waves counterpropagating relative to the flow for
Rew < 0 and reversed by the flow for Rew > 0. Positive
values of the imaginary part of frequency (Imw > 0)
correspond to amplification of negative-energy waves
which attenuate with increasing dissipation [3], while
its negative values indicate the absorption of positive-
energy waves, which is the stronger, the higher the dis-
Sipation.

However, on the long-wave segments of the disper-
sion characteristics, we can see the segments corre-
sponding to strong absorption of the waves counter-
propagating relative to the flow (Fig. 1) and to attenua-
tion of absorption (which isequivalent to amplification)
of the waves directed along the flow (Fig. 2). In our
opinion, these segments indicate the presence of two
types of resonances for the waves considered here: at
the frequency of rotation of hydrodynamic particlesand
at the frequency of their collisions with the lattice.

Let us begin with the first resonance, taking into
account the model assumptions concerning hydrody-
namic particles as spheres of radius r touching one
another. In the wave processes analyzed here, the tra-

Vor =
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jectories of these particlesarecirclesof radiusR=n/2,
where n, is the wave amplitude. Rotation in a circle
occurs at avelocity v = Rw, where w is the wave fre-
guency. In the case of synchronism with the phase
velocity v, of the wave, its resonant absorption takes
place.

The torque M that should be applied to a sphere to
set it in rotation in a viscous medium in a circle of
radius R > r is given by [6]

M = 8minr’w, (4)
and the power spent for thisis
P = Mw. (5)

Thispower can be equated to the expenditures of the
kinetic energy of the sphere during the energy relax-
ation time T,

2 2 2
mv

mv:® _ mR'w
21¢ 21:
From relations (4)—(6), we obtain
T = mR’ "
161nr

which leadsto the resonance frequency for a“ rotational
resonance’

= P.

(6)

o =L 16mnr’k’
Orot Te m ’
where k = w/v, isthe wave number.

The mass of the sphereis

(7)

m = L—‘rT[I’S
- 3 pS’

where the density p, of the sphere is equal to 12 times
the value of the density p of the liquid since the critical
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Fig. 2. Dispersion characteristics for waves with positive (1) and negative (2) energy in the collisional regime; a=0.1, v, =0, and

Ty = 1.0.

volume for which the gas becomes indistinguishable
from the liquid is V., = 3b and the van der Waals con-
stant b isequal to four time the volume of all molecules
inthe gas[7]. In this case, we have

_ nko

Worx = — = V,kg, ®
and in dimensionless variables,

Wowx _ , L+arkT ©)

w* 2r 2 q(;l:l .

The second (collisional) resonance is shifted rela-
tive to the collision frequency 1/t, due to the Doppler
effect and is observed at a frequency

1

Wocol = F—Uko (10)
2
or, in the dimensionless form,
Wocol _ 1+a|:2a kOD
—_— = = —— 11
w* 2 EtZr ng ( )

A distinguishing feature of the dispersion character-
isticsinthe collisional regimeisthe attenuation of wave
propagating along the drift flow in the long-wave limit
(k=0). Thisisdueto thefact that the waves of thistype
“surge” towards the crystal lattice together with the
flow and give away their total energy to the lattice at
any frequency. At the resonance frequency, this attenu-
ation is suppressed.

QUANTITATIVE RELATIONS
AND CONCLUSIONS.

In the case represented in Fig. 1, rotational reso-
nance occurs at ky/ky = 0.3, The value of the relative

resonant frequency calculated by formula (9) is
W/ * = 0.5, This correlates well with the value
obtained from the curve for Rew/w*.

Collisiona resonance for the case represented in
Fig. 2occursat ky ky =0.15. The expected relative res-

onant frequency calculated by formula (11) is
Wyeo/W* = 0.6, which is aso very close to the value
obtained from the graph.

Thus, the hydrodynamic and electrohydrodynamic
waves excited in two-layer dissipative systems due to
shear instabilities experience resonant absorption of
two types: at the rotational frequency of the particles of
the medium and at the frequency of their collisionswith
the lattice.
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Abstract—A scanning tunneling microscopeis used to establish that nanostructures with characteristic dimen-
sion 3040 nm are contained in germanium films deposited on copper substrates in an atmosphere of atomic
hydrogen. Local conductance, photoconductivity, and nonequilibrium chemiconduction of the films are stud-
ied. Etching of germanium and silicon films and also of fullerene soot by atomic hydrogen is observed. © 2004

MAIK “ Nauka/Interperiodica” .

In planning this research, we hypothesized that
atoms bonded weakly to the surface would be driven off
in the form of volatile hydridesin the course of deposi-
tion of carbon, germanium, or silicon atoms onto the
substrate in an atmosphere of atomic hydrogen; thiscir-
cumstance would set the stage for formation of stable
carbon, germanium, or silicon nanoparticles or nano-
structures that do not contain amorphous inclusions.

Undoped germanium or silicon crystals or graphite
were milled; the powder was then put into a current-
heated boat that was installed in a flow-through reactor
through which an atomic—molecular hydrogen mixture
(Py, =50 Pa, n, = 10" cmr3) was pumped through con-
tinuously. The impurity content in hydrogen amounted
to 5 x 10°%. Hydrogen atoms were obtained using a
radio-frequency discharge in molecular hydrogen. The
boat temperature was measured using a thermocouple
and was equal to 800 K. A polished copper substrate, a
glass substrate, and a sensor for the piezoresonance
quartz balances with a sensitivity of 4.4 x 10° g were
mounted near the boat. Two aluminum contacts spaced
5 mm apart were preliminarily deposited onto the glass
substrate. Electrical conductance of the film during its
deposition onto the glass substrate and the mass of
deposited material were monitored in the course of
experiments. All substrates were at a temperature of
295 K during deposition of the films. It is established
that, under the same conditions, the rate of deposition
of atomsonto the glass substrate and asilver strain gage
decreases rapidly in the following sequence of sput-
tered targets: germanium, silicon, graphite.

The surface structure of germanium films that had
various values of thickness and were deposited on cop-
per substrates was studied using a scanning tunneling
microscope (STM) in the mode I, = const (where |, is

the specified and stabilized tunneling current); we per-
formed the STM measurements in atmospheric air and
used discrete measurement steps that ranged from
0.036 to 7 nm (over the scanned area with sizes from
5 nmto ~1 um). We also studied electrical properties of
the films. We found that the surface profile of the films
replicated the surface profile of the copper substrate; in
anumber of sites where the germanium coating was not
continuous, we observed properties that corresponded
to those of the oxidized copper surface. If magnification
was high, we observed almost smooth regions with the
least pronounced nanoprofile. In Figs. 1 and 2, we show
typical results for two samples with the smallest (sam-
ple 1) and largest (sample 2) thickness of germanium
film.

The STM image of sample 1 (Fig. 1a) over the
scanned area of 109.90 x 111.32 nm? has the largest
height of 8.75 nm; a clearly pronounced nanoprofileis
not observed (the average height difference is 1 nm).
Nanodefects of the type of scratches can be recognized
on the right-hand side of the STM image. Local mea-
surements of the dependences of the tunneling current
I; on tunneling voltage U, indicate multiple distortions
in the curves I,(U,); namely, electrical breakdown and
temporary suppression of conduction are observed and
are attributed to blocking properties of the surface cop-
per oxide. This anomalous shape of the I,(U,) curvesis
also observed for the reference copper sample; the
appearance of this anomaly depends on the sweep
swing of the tunneling voltage. The l,(U,) curves havea
normal shapein other (“not anomalous’) surface areas
as can be seen from Fig. 1b, where the results of mea-
suring the local current—voltage characteristics for a
fragment of the above STM image obtained with the
highest resolution are shown. The STM tip was moved
over the sample along alinethat contained 18 siteswith
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Fig. 1. The results of studying a germanium film that was
deposited on the substrate in the atmosphere of atomic
hydrogen and had the smallest thickness; the results were
obtained using a scanning tunneling microscope.

a step of 0.0044 nm. Processing of the corresponding
spectra made it possible to recognize that the local
(unperturbed by electric field) tunneling conductance
G, for four sites with anomalous conductance was as
high as 1-3 uS, whereas this conductance was equal to
7.3+ 1.6 nSfor other sites. Taking into account that ini-
tial STM-supporting conductance was equal to G; =
8.42 nS, wefind that theratio G,/G; iscloseto unity. In
Fig. 1c, we show the values of G, and the z coordinates
of corresponding points measured by STM. The tota
spread in the heights in this image did not exceed
3.5 nm. The coefficient a that accountsfor an asymme-
try in the electron transport through the tunneling gap
was equal to 0.42 + 0.03 for the experiment under con-
sideration; this finding indicates that donor properties
of the surface are enhanced owing apparently to aheavy
doping of germanium with copper in the course of
forming the coating.
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Fig. 2. The results of studying a germanium film that was
deposited on the substrate in the atmosphere of atomic
hydrogen and had the largest thickness.

The STM image of sample 2 afragment of whichis
shown in Fig. 2a exhibits the largest height of 40 nm
over an area of 552 x 550 nm?; an irregular profile that
corresponds to hillswith aheight of about 5 nm and an
average diameter of 3040 nm is observed. Loca mea-
surements of the tunneling current—voltage characteris-
tics for this sample using a linear scanning with the
points spaced by 5.817 nm indicate that the shape of the
[(Uy curves is fairly regular; some of these curves (a
quarter of the total number) exhibit a noticeably
increased slope, which indicates that the tunneling con-
ductance at the corresponding sitesisincreased. In con-
trast, the conductance at the site that neighbors the site
with the highest conductance is amost unobserved
(G, = 0.001 nS, points 15 and 16). Processing of these
31 spectramadeit possible to find that the local tunnel-
ing conductance was Gy = 12.605 + 2.748 nS with the
STM-supporting conductance G, = 8.42 nS (the same

TECHNICAL PHYSICS Vol. 49
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asin Fig. 1); i.e., the value of G, is larger than that for
sample 1 by a factor of 1.5 (if the sites with anoma-
lously high conductance are disregarded). In Fig. 2c,
we show both the z coordinates of all relevant sites
(curve 1) and the values of G, (curve 3); it can be seen
which sites exhibit an increased local conductance. The
total spread in the heights for this spectrum did not
exceed 15 nm with the differencein heightsin the STM
image equal to that mentioned above. The average
value of the coefficient a was equal to 0.530 + 0.018
(curve 2) for the experiment under consideration,
which indicates that donor properties of the surface
were enhanced (probably owing to a lowered concen-
tration of free chargesin Ge).

Thus, the results of measurements in the scanning
tunneling microscope show that there are significant
differences between the samples with different thick-
ness of deposited germanium. These differences indi-
cate that a nanostructure appears on the thicker film
(sample 2) and that the copper substrate is completely
isolated by thisfilm; thisbehavior isnot observed in the
case of sample 1 with thinner germanium coating. The
tunneling conductance and donor—acceptor properties
of the surface depend on the germanium film thickness.

We studied the nonequilibrium electrical conduc-
tance observed in the deposited germanium films and
caused by formation of el ectron-hole pairsasaresult of
interaction between atomic hydrogen and the film sur-
face. Relatively slow variations in electrical conduc-
tance are observed after switching on and switching off
of the source of H atoms. The nonequilibrium electrical
conductance increases with increasing temperature that
is varied by heating the reactor walls (Fig. 3). Similar
data were obtained in the studies of the film photocon-
ductivity. These results are indicative of the hopping
mechanism of the film conductivity caused by tunnel-
ing of charge carriers between inhomogeneities in the
film.

We aso studied sputtering of the germanium and
silicon films by atomic hydrogen. To this end, we used
the piezoresonance quartz balances to monitor the mass
of the film that was deposited preliminarily onto one or
both surfaces of the strain gage. We observed etching of
the germanium and silicon films by hydrogen atoms;
the etching rate increased with increasing temperature

(Fig. 4).

We observed an intense etching of fullerene soot by
atomic hydrogen; this soot isaproduct of condensation
of graphite vapors and represents an amorphousresidue
that does not contain fullerenes. In Fig. 5, we show the
kinetic curvefor adecreasein the mass of fullerene soot
placed in the atmosphere of atomic hydrogen and aso
the simultaneously measured temperature dependence
of the dynamic effect of thereactionH + H — H,; this
reaction proceeds at the surface of fullerene soot F(t) =
GJ(t), where Jistherate of thisreaction and G isacoef-
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Fig. 3. Thetime dependences of the current flowing through
the germanium film after switching on (1) and switching off
(1) of the hydrogen atom source. T = (a) 295 and (b) 315K.
The numbers at the curves correspond to the numbers of
measurements of experimental curves.

t, min

Fig. 4. The time dependnences of a decrease in the mass of
a germanium film as a result of etching of this film by
atomic hydrogen (1) after switching on and (1) switching
off of the source of hydrogen atoms at the temperatures T =
(2) 315 and (2) 295 K. Am= my—m, where my istheinitial
mass of the film and misthe film mass at the instant t.
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Fig. 5. Time dependences of (1) the dynamic effect of
recombination reaction for hydrogen atoms at the surface of
fullerene soot and (2) a decrease in the mass of fullerene
soot as a result of etching by atomic hydrogen after (1)
switching on and (1) switching off of the source of atomic
hydrogen. T=295 K.
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ficient that depends on the momentum distribution of
the gas particlesin the surface plane.

Thus, we established that germanium films depos-
ited on the substrate in the atmosphere of atomic hydro-
gen are inhomogeneous and contain nanostructures
with a characteristic dimension of 3040 nm. Wefound
that the films of germanium, silicon, and fullerene soot
are sputtered by the flux of atomic hydrogen. Appar-
ently, by choosing the appropriate technological
parameters, one can enhance the self-organization pro-

ROMASHIN et al.

cesses in the germanium, silicon, or graphite layers
deposited in the atmosphere of atomic hydrogen.

We thank A.V. Kulikov (Ingtitute of Problems of
Chemical Physics, Russian Academy of Sciences) for
his kindly providing us with fullerene soot for our
studies.
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Abstract—In terms of the dynamic approach, the collection of light in optical systems and the influence of
determined chaos on the photometry and fluctuations of regular and chaotic collection are considered. The pho-
tometric relationships generalizing the formula of the integrating sphere as applied to chaotic collection are
obtained. A universal law for noiseintheregular light collection is predicted and found to bein good agreement
with the available experimental data. The relationships studied can find use in the elaboration of a new-design
detectors, light guides, light-emitting diodes, etc., for the enhancement of their efficiency and the reduction of

noise. © 2004 MAIK “ Nauka/lnterperiodica” .

The physical phenomenon of light collection plays
an important role for many optical systems [1-4]. The
elimination of light trapping (which stems, for exam-
ple, from total internal reflection) and the related
increase in light output alows one to enhance signifi-
cantly the efficiency of light-emitting diodes and laser
resonators, to enlarge the light guide apertures, and to
increase the efficiency of scintillation detectors. The
suppression of collection fluctuations (noise) enhances
the intrinsic energy resolution of detectors, increases
the threshold sensitivity of photoelectron multipliers,
improves the contrast—frequency characteristic of the
fiber-optic elements, etc.

Optimization of light collection implies the estab-
lishment of the general laws of this process. This will
make the choice of the required design of optical sys-
tems more expedient. In our opinion, the key role here
is played by the prevalence of either chaotic or regular
dynamics of light beams. For this purpose, it is conve-
nient to use the dynamic approach. However, the prop-
agation of light beams should be considered not in the
common (configuration) space but in the phase space of
one-valued states of the corresponding dynamic sys-
tem, which isdescribed by billiards[5—-7]. Asthe phase
coordinates of beams, it is possible to take, for exam-
ple, the canonically conjugate variables, i.e., the spatial
coordinate and the momentum (direction) of the beam.
Then, the characteristics of collection are determined
by the summation of light fluxes in the phase space.
Note that this approach provides the most complete
spatial—angular description of the light field in an opti-
cal system.

Let us derive the general expression for the coeffi-
cient of light collection T (the ratio of the output light
flux to the initial one). In contrast to the techniques
developed previously for numerical simulations, com-

puter codes, etc. (see, e. g., [8-12]), our method is
based on the calculations in the phase space rather than
in the configuration space. Each particular beam isrep-
resented as a point in the phase space @. It is essential
to note that not every beam emerges from the system.
Therefore, one can separate from the entire space ® a
set ®, of initial beams that ever reach the output win-
dow. The “light collection” @, depends on the “input”
@,, and the “output” P, where @,, corresponds to
scintillations (detector, optical cavity, light emitting
diode) or input light (optical fiber) and @, accountsfor
the beams incident on the output window. The beams
are absorbed as they propagate through the system. The
intensity loss depends exponentially on the (discrete)
number of the reflection events. For this reason, it is
convenient to turn to discrete summation of light fluxes
(thus, ensuring a rapid convergence of the appearing
analytical expansions). To do this, one should separate
from &, the beams that reach the output window
immediately after one, two, or more reflections, i.e., to
divide the total flux into the fluxes corresponding to
multiple reflections. As aresult, we have

n-1

= To"'(l—QO)To z TnSm Sn =0n |_| (1_qm)a (1)
m=1 m=1

where 1, = qyT, definesdirect light and Ty and T are the
respective mean losses for direct and multiply reflected
light (between two successive reflections) under the
assumption of insignificant loss, 1 - T < 1.

The amplitude of multiple scattering S = Jq] =
ann depends on the sequence{ g} of the partial out-

put apertures in the phase space. Each value q,, repre-
sents the fraction of light (in the phase space) that out-
comes at the mth step of multiple reflections with
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respect to that at the previous step. In other words, g,
definestherate of the light outcome, with m playing the
part of discrete time. The straight-propagating light
permits an independent control: for example, it can be
completely eliminated, as in the case of the Ulbricht
sphere. Thisisthe distinction of factor g, from the oth-
ers. Replacing the summation of fluxes by their multi-
plication and regrouping the terms of the series leads
oneto the expression

S=1- = [12-am). )

In the absence of absorption (T = 1), the collection
of light dependsonlyon S T=S+15(1-9).

In the general case, the phase space of hilliards con-
tainsaregular (single or several) and a chaotic compo-
nent [5-7]. Accordingly, one can distinguish the regu-
lar, chaotic, and the mixed types of the light collection.
By controlling the chaos, it is also possible to control
the light collection. Its dynamic characteristics are best
pronounced in the absence of loss. Using representa-
tion (2), one can easily decide which distribution of
fluxes yields the maximal collection. The ultimate
Tmax = 1 correspondsto N = 0. An infinitely large prod-

uct N is zero when the series ) g, = o diverges. In

the opposite case, it its multipliable. Product N # O if
this series converges and its common term tends to
Zero, g, — 0 at m — oo, Thelatter condition can be
satisfied only at a sufficiently rapid decrease in the par-
tial contributions of the multiply reflected fluxes. Then,
T < 1 (the contribution of direct light, 1, < 1, is aways
incomplete unless the entire surface is radiating). The
first case takes place for a chaotic collection. The sec-
ond istypical of acollection in the presence of the reg-
ular component of light beams. The related examples
indicate that, here, the rate of the light outcome usually
decreases as a power function, g,, O nT¥ (y > 1).

Chaotic dynamics involves the mixing of phase tra-
jectories[5, 6]. A chaotic collection takes place in mir-
ror-reflecting systems with the geometry of chaotic bil-
liards: “stadium,” “dumb-bell,” “star,” etc. The chaotic
billiards also describe the collection in diffuse systems
with the scattering indicatrix close to the cosine. From
outside, such diffusivity can be provided by the produc-
tion of aspecial dull finishing, grooving, or painting of
the reflecting surface. From inside, such scattering
results from the presence of inhomogeneities, impuri-
ties, and structural defects or can be attained by the
deliberate introduction of light-scattering centersin the
initial optical material. Mixing is related to the follow-

ing property:
Q=0 =

g = I\I‘im {(1/N) Z qm}.

= qoo = q,
©)

NAYDENOV

This means that the multiply reflected fluxes are
almost uniformly distributed (mixed) in the phase space
and the correlation (difference between q,) is retained
only for anumber of first orders. It follows from condi-

tion (3) that zmqm = o0; i. €., the chaotic collection is

complete, 1, = 1. Taking into account absorption, the
summation of the geometrical progression in formula
(1) yields a collection in the form

T=QoTo+(1-qo)[1+(1-T)/qT]™". (4

This is a generaization of the well-known formula
of an Ulbricht sphere (FUS) [1]. Itisof principal impor-
tance that the mean aperture q (probability of outcome
after one reflection) is defined here in the phase space
rather than in the configuration space. This improves
the accuracy of the formula and extends the range of its
applicability. Aperture q can be determined either
numerically or analytically from a given scattering
indicatrix of the reflecting surface. Thus, for the azi-
muth-symmetrical indicatrix

+o00

f(0) = (2n)‘1z (k+1)f,cos0

k=0

(f arethe amplitudes normalized so that g  fx =1and
0 isthe polar angle), the calculation yields

= o (k+ 1)/
q=fg, f=7Y5 f{1-[1-n%"3
2. ®

g = Su/S

wherenistherelativerefractiveindex and S, ; and Sare
the areas of the output window and the entire surface,
respectively.

The product of the angular f and the geometrical g
apertures defines the total output aperture g. In the
absence of total internal reflection, when n = 1, the
aperture becomes purely geometrical, f=1and g = g.
Note that in the previous applications of FUS, either
solely f (the mean spatial angle, at which the output
window is seen from an arbitrary point inside the opti-
cal system) or solely g was considered as the aperture,
but not their total product.

For systems with comparable sizes, q, =
T and formula (4) is reduced to

T = Tehaos = QT/[l—(l—Q)T] (6)

Thisis a universal dependence, since the light out-
comeisdefined by one and the same expression for sys-
tems with different geometry, but only under the condi-
tion of their highly chaotic character; i.e., the chaotic
collection features photometrica generality. The
“transparency” T = exp(-g /g ) depends on the mean
length I, of the beam path between two reflections (in
the billiards theory, lg, = 4V/S where V is the volume

gand T, =
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of system) and the length of the bulk absorption of pho-
ton, g, - In the first order of the expansion in terms of
lgi/lga. << 1, formulas (5) and (6) lead to the light out-
come for the cosine indicatrix f(0) = rrlcosd

-1
T = [1+n°(lgllea)] (7)
where |4 = lg, /g is the effective length of the path.

The formula obtained can be used, for example, to
estimate the efficiency of light emitting devices
depending on light collection. In these devices, the
radiation brightness is almost uniform over the layer
surrounding the semiconductor element (g = 1). Asthe
refractive index n grows, the light outcome abruptly
drops. To compensate for this loss, one should either
increase the transparency of the system or decrease its
size. Both wayslead to an increasein ratio gy /g - AS
aresult, asort of ahighly rarified “gas of light beams’
is formed. The outcome of radiation from such agasis
maximal. For example, at n = 2 and lga /g, = 16, the
light outcome attains 80%.

The presence of beam chaos in a system is a neces-
sary condition for the FUS to be applicable. Any loss of
stochastic character, for example, deterioration of the
diffusivity of the scattering surface of the Ulbricht
sphere, considerably lowers the accuracy of the FUS-
based measurements. In approximation (3), this accu-
racy is defined by the dispersion

Dq = Nli[nw[(llN) > (qm—q)z}.

The closer the mean aperture to zero, q < 1 (the out-
put window is small as compared to the size of the sys-
tem or the total internal absorption is pronounced), or
tounity, 1—q <% 1 (intheoptical contact, the entire sur-
face of the system is emitting), the better the accuracy,
Dg < 1. Using formulas (1) and (6), one can readily
estimate the relative (root-mean-square) fluctuations of
the chaotic collection,

31 = Tdq, &t = (D1)Y/1, 3q = (Dg)"/q, (8)

where Dt is the dispersion of the light collection coef-
ficient.

These fluctuations (noise) of light collection are
caused by the dependence of the collection coefficient
on the position of the initia light sources (scintilla-
tions). At the same time, the chaotic trajectories appear
indistinguishable only within one and the same system
whereas the trajectories of different systems have a
number of essentially different characteristics (for
example, the Lyapunov index). Thisis due to the expo-
nential sensitivity of chaotic systemsto achangein the
initial or external conditions. As a result of variations
(inhomogeneity) of the output apertures, the values of
0q are substantially dependent on the type and geome-
try of a system, as well as on the reflection character.
Therefore, no universal relation (similar to that existing
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for, say, the statistical Poisson noise) between fluctua-
tions and the light outcome can exist in this case.

Regular light collection is possible only in systems
with mirror light fluxes. As arule, these are systems of
regular geometry: rectangular, cylindrical, spherical, or
polyhedral (polyhedrons with rationally commensura
ble angles). Mixed collection occurs in the systems
characterized by billiard geometry with mixed dynam-
ics (both the chaotic and the regular components are
present) or in diffusive systems with an appreciable
contribution of the regular component of mirror-
reflected light (for example, in a colored cylindrical
fiber). For the regular or mixed collection, theterms g,
decrease fairly fast. For example, in a long cylinder
with an axis-positioned light source, the output window
at its end, and mirror reflection from its boundaries,

Om O nT2 The convergence of the sum 'y g, < o

leads to T, < 1. From the physical point of view, this
occurs because of the partial “light trapping” of beams
that belong to the regular component of the motion. For
the chaotic component, such trapping is absent since it
is hindered by the mixing of beams. Due to the mixing,
any “unfavorable” beam sooner or later gets into the
region of the light outcome ®,;, whereas a large num-
ber of regular beams can always remain beyond this
region.

When light is trapped, the mean aperture is neces-
sarily zero:

N
Oreg = hIli[nm[(llN) > qm} =0
m=1

The light output is sensitive to the distribution of
multiply reflected fluxes. Therefore, inthiscasethereis
no universal dependence similar to that described by
formula (4). For comparison, Fig. 1 shows the plots for
the chaotic and the regular light outcomes. The regular
collection is considered only for systems of regular
geometry, in optical contact with the receiver. As the
aperture, we take the geometrical aperture;i.e., q=g=
S./S Let usomit here the calculationsfor g,,,. Figure 1
indicates not only the qualitative but also the quantita-
tive difference between the regular and the chaotic col-
lections. It isseen that, at high transparency, the chaotic
collection dominates over the regular one. As the
absorption grows, they exchangetheir parts (the chaotic
collection becomes lower than the regular one). This
behavior can be attributed to the diffusive dowing-
down of the chaotic beam (note for comparison that, in
the case of a Brownian particle, only the squared dis-
placement of the particle is proportional to the time of
its motion). As a result, the chaotic beam appreciably
attenuates before the moment when it is expected to
leave the system.

Concerning the fluctuations of the regular collec-
tion, in contrast to those of the chaotic collection, they
do obey the general law. Thisfact reflectsthe similarity
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Fig. 1. Theoretical light outcome coefficient n in an optical
system with (1) chaotic and (2) regular collection ((2) cyl-
inder and (3) hemisphere) vs. optical transparency T. The
cylinder base or the diameter section of the sphere serves as
the output window. In al cases, the output aperture is the
same; g = 1/4 (the diameter of the output window is equal
to the cylinder height and is smaller than the hemisphere

diameter by afactor of /1.5 = 1.2).
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Fig. 2. Universal dependence of the relative fluctuations of
the light outcome (87) on the dissipative factor (&) for vari-
ous detectors with regular collection. The solid line is the
theory and the symbols represent the data of real and
numerical experiments. Possible spread of values within
10% is also shown.

of the phase portraits of the regular collection in sys-
tems with different geometry. It is known that regular
trajectories are characterized by zero Lyapunov indices.
In appropriate coordinates, the phase portrait of the reg-
ular collection appears as a set of parallel hypersur-
faces. Anayticaly, using the expansion in terms of a
small parameter a < 1 in the phase space, where T =
exp(—a), one can deduce the fluctuations of the regular
collection in the form

0T = d[dN+...], 9

where the dots denote the higher corrections and oN is
the relative (root-mean-square) variance of the number

NAYDENOV

of reflections before the beam emerges from the sys-
tem.

Changing the variables yields
BTy D&% & = (1-T/Tpe) ™, (10

where parameter § is the dissipative factor indicating
the extent to which the light loss reduces the collection
coefficient relative its peak value T, = T (a = 0).

The latter relation has a regular character. To con-
firm this, we compared this dependence to the experi-
mental and analytical datafor fluctuations of light col-
lectionin scintillation detectors[4]. We considered var-
ious scintillators (Nal(Tl), CsI(TI), BWO, and CWO),
different geometries (a cylinder and a right prism), a
wide range of volumes (from 1 to 1000 cm®) and size
ratios, aswell asthe presence or absence of optical con-
tact. A total of 200 points were involved in the calcula-
tion, the results of which are presented in Fig. 2. With
an accuracy of no worse than 10% (which istypical of
such atype of measurements), all of them fall on athe-
oretical straight line. The constant in the dependence
0T = C,& 3 appearsto be= 7.77.

Thus, using the dynamical approach, we have elab-
orated aunified description of light collectionin optical
systems. Specia features of the collection are closely
related to the type (regular or chaotic) of the dynamics
inherent to the corresponding billiard. The chaotic col-
lection obeys a universal photometrical law described
by formulas (4), (5) or (6), (7). Thisuniversal character
can be of use, for example, for designing the white light
emitting diodes, since it ensures independent control
over the proportion in which the colors from various
light sources should be mixed. Thelight outcome of the
regular collection (with the characteristic light localiza-
tion) strongly depends on the system geometry and
does not feature the universal character. A rapid
decreasein its partial output apertures g, with increas-
ing multipolarity m signifies that the main fraction of
the light energy is carried here by beams that experi-
ence only afew reflections before the outcome from the
system. Therefore, the regular light collection is useful
for systemswhere a high-speed transmittance of optical
signals is required. The universal law (10) has been
established for the fluctuations (noise) of the regular
collection. In contrast, the chaotic collection is devoid
of such generality. The photometric and fluctuation
behavior of the regular and chaotic collections can be
considered as counterparts in some sense. The noise
universality of the regular collection is important for
applications. For example, it allows one to predict the
detector noise (energy resolution) from the measure-
ments of the light outcome alone. Further advances in
this approach imply deeper analysis of the results
obtained, as well as the study of other special features
related to the dynamics of light beams. This way is
likely promising for the elaboration of new highly effi-
cient detectors, optical fibers, light emitting diodes,
laser cavities, etc.
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Abstract—A new formula that relates the acoustic Griineisen parameter to the Poisson ratio is suggested on
the basis of the previously derived expression for this parameter. © 2004 MAIK “ Nauka/Interperiodica” .

Belomestnykh [1] suggested a relation between the
average value of the Griineisen parameter y that charac-
terizes the degree of anharmonicity of interatomic
forces and the velocities of sound (longitudinal v, and
transverse v,) in anisotropic, spatially unbounded elas-
tic medium; i.e.,

_ gﬂ/f —avi

= : D
20vi+2viO

Y1

The Grineisen parameter y; defined by (1) was
referred to as the corresponding acoustic parameter. In
this study, the above approach was devel oped and led to
a new and very important relation between the Gri-
neisen parameter and the Poisson ratio o (the lateral
strain coefficient) that characterizes the tendency of
material towards retaining its initial volume in the
course of elastic deformation and is defined as

_ € _ (Ad/d)

N TR &)
where €' = (Ad/d) is the lateral contraction ratio of the
sample with transverse size d and € = (Al/l) istherela-
tivelongitudinal extension of the samplethat haslength
| and is subjected to loading.

We use the well-known formulas that relate the
guantities v; and v, to Young's modulus E, the density
of the material p, and the Poisson ratio o [2]; i.e.,

_ E(1-0) _ E
Vi = Jp(1+o)(1—2cr)’ Vi= 3paroy ©

We now modify formulas (1) and (3) and expressy
and o in terms of the quantity X2(x = v, /v,); as aresult,
we obtain

_ X°—2

_ 9x*—12 _
2x° 2

2%+ 4

(4)

We then derive a simple expression that relates the
Griineisen parameter y to the Poisson ratio (in this case,
we refer to the Griinei sen parameter as the correspond-
ing elastic parameter and denote it by v,); i.e.,

_3plton
Y2 = 50 340 ©)

A formal analysis of expression (5) showsthat (i) at
values of the Poisson ratio of o = 0.05-0.46 for actual
polycrystalline materials [3], the Griineisen parameter
Y, isin the range from 0.85 to 3.53, which is consistent
with experimental data (see table); (ii) if the Cauchy
relation is valid (central forces act between homoge-
neously deformed regions of a cubic lattice), i.e., if
Ci2 = Cy and 0 = 0.25, we have y, = 1.5; (iii) the lower
limit of the values of the Poisson ratio (o = —1) corre-
sponds to a “harmonic” solid (y, = 0); (iv) the largest
possible positive value of the Poisson ratio g tends to
0.67, so that the anharmonicity would be infinitely
large in a material with this o; (v) the case of interest
o = 0 (achange in the transverse size of the sampleis
not accompanied with lateral deformation) corresponds
toy, =0.75; and (vi) in the case of o = 0.5 (the volume
of the solid remains unchanged in the course of elastic
deformation), we have y, = 4.5, and this value can be
treated as the actual limiting value of the Grineisen
parameter.

We test the practical validity of formula (5) by com-
paring Y, with thermodynamic (Debye) value y, of the
Grineisen parameter considered as experimental [4]
(this comparison was also performed previously [1]);
we have

BB’
or ©)

Yo =

where [ is the temperature coefficient of the volume
expansion, BSisthe adiabatic modulus of uniform com-
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pression (of volume elasticity), p isthe molar mass, and
C, isthe molar heat capacity at constant pressure.

The results of this comparison for metals and for
binary, ternary, and quaternary compounds are listed in
the table. The values of the Poisson ratio are taken from
available publications (books and origina reports)
[4-11]; in some cases, we used the limiting values of o
according to different publications. The values of the
thermodynamic parameter Y, (except for those with an
asterisk) can be found in numerous publications
[12-18].

For the mgjority of materialslisted in thetable, there
is good agreement between v, and yp, which indicates
that the formula (5) is valid in practice. Since the Pois-
son ratio can be determined both directly from mea-
surements of the longitudinal and lateral strains and
indirectly [not using formula (3)] from elastic moduli
(for example, in terms of the Young and shear moduli
[2]), the range of applicability of new expression (5)
can be much wider than that of previous formula (1).
Evidently, if formula (5) is valid, the Poisson ratio o
can be determined in terms of the presumably known
Gruneisen parameter of the material as

_ 43y-1

o v+l (7
The domain of applicability of formula (5) requires
additional investigation. Still, we may already state that
a calculation using formula (5) (for example, for lan-
thanides, or rare-earth metals) without corrections
yieldsvalues of y, that differ considerably from those of
the thermodynamic Grineisen parametersyp. It is con-
ceivable that the causes of this discrepancy are related
to a mismatch between the true values of the Poisson
ratio and the values obtained from indirect measure-
ments (according to lvanov and Lebedev [19], the dis-
crepancies can amount to as large as one hundred per-
cent). It is also not inconceivable that the determining
role in this discrepancy can be played by the extent to
which the relation between the Poisson ratio and the
exponents mand n is clarified; these exponents specify
the attraction and repulsion potentials for atoms in the
Mie equation for the dependence of the potential

energy U of particlesin asolid on the distancer; i.e,,

U=-Ar"+Br".

Since original Griineisen’s studies (1910s), therela-
tion between the bulk modulus (compressibility),
atomic volume, and the energy U expressed using the
exponents mand n has been analyzed repeatedly [5, 13,
20]; arelation between the shear modulus and the Pois-
son ratio was analyzed by Nemilov [21]. As aresult of
this analysis, it was suggested that the Mie equation is
invalid for materials with an anomalously large ratio of
lattice constants c/a. However, Oshcherin [22] used the
kinetic theory to account for the multiplicity of empiri-
cally determined coefficients in the above relations for
crystals with different structures.
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Comparison of the dastic and thermodynamic Griineisen
parameters (standard conditions. T=298.15K and p = 1.013 x
1

0°Pg)

Elementsand | Poisson | Griineisen parameters "
compounds ratio Yo Yo Al
Ag 0.379 2.40 2.4 1.00
Al 0.340 201 211 0.95
Au 0.420 2.88 2.8 1.03
Cu 0.350 2.13 2.06 1.03
Ni 0.277 1.64 173 0.95
0.33 1.98 2.2 0.90
Pd 0.374 2.35 24 0.98
Pb 0.405 2.68 2.92 0.92
W 0.283 1.67 1.7 0.98
Be 0.034 0.82 0.83 0.99
Co 0.357 2.16 2.1 1.03
Mg 0.270 1.60 141 1.13
Fe 0.292 172 1.68 1.02
Pt 0.390 2.51 2.54 0.99
Ta 0.337 2.03 1.73* 1.17
Th 0.254 1.52 1.40* 1.09
Y 0.245 1.48 1.25* 1.18
U 0.230 141 1.62* 0.87
LiF 0.214 1.35 1.34 1.01
LiCl 0.245 1.48 1.52 0.97
LiBr 0.256 1.53 1.70 0.90
Lil 0.265 181 2.22 0.82
NaF 0.240 145 172 0.84
0.234 143 157 0.91
NaCl 0.243 1.47 1.46 1.01
NaBr 0.270 1.60 1.56 1.03
Nal 0.274 1.62 1.90 0.85
0.250 150 159 0.94
KF 0.274 1.62 1.73 0.94
KCI 0.259 154 1.60 0.96
KBr 0.283 1.67 1.68 0.99
Kl 0.265 157 1.63 0.96
RbF 0.276 1.63 141 1.16
RbCl 0.268 1.59 153 1.04
RbBr 0.267 159 150 1.06
Rbl 0.309 1.83 1.73 1.06
CsF 0.318** 1.89 1.49 127
CsCl 0.264 157 1.98 0.80
CsBr 0.270 1.60 1.93 0.83
Csl 0.265 1.57 2.00 0.79
AgCl 0.409 2.73 2.02* 1.35
AgBr 0.396 2.56 2.33* 1.10
NH,CIO, 0.271 154 1.81* 0.85
NaClO; 0.270 1.60 1.37* 117
NaClO, 0.278 164 1.56* 1.05
KCIO, 0.296 1.75 1.64* 1.07
NaNO; 0.257 153 1.31* 117
KNO; 0.331 1.98 1.95* 1.02
CaF, 0.224 1.38 1.55* 0.89
0.301 1.78 1.63* 1.09
Al,O4 0.223 1.38 1.34* 1.03

Note: We calculated the Griineisen parameters with an asterisk
yB using formula (6). We determined the Poisson ratio for

CsF (o**) from the elastic constants of a CsF single-crystal
(measured by Haussiihl [18]) using the Voigt—Reuss-Hill
method [5].
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We now summarize the results. The simple formula
that unambiguously relates two important characteris-
tics of solids was derived. Good agreement between
elastic (according to our terminology) and thermody-
namic Grineisen parameters is generally observed.
Formula (5) yields realistic limiting values of y and o.
Additional studies of the domain of applicability of for-
mula (5) are needed.
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Abstract—Mathematical and mechanical models of a heating device based on periodic nonisentropic compres-
sion are constructed; thefields of application of these models are outlined. An expression for the minimal period
of eigenmodesis deduced and special features of the behavior of such anonlinear system arerevealed. The phe-
nomenon of self-organization leading to the definite quasi-linear behavior of the system is considered. © 2004

MAIK “ Nauka/Interperiodica” .

INTRODUCTION

The general principle of operation of the so-called
HS systemsis the nonisentropic heating of gas upon its
periodical to-and-fro forcing between the two volumes.
This phenomenon is employed, in particular, by ballis-
tic heating devices, such as multistage plasmatrons[1].
Ballistic plasmatrons are of great importance for vari-
ous applications, such as the quenching and thermal
hardening of tools, the pumping of solid-state lasers
[2, 3], and plasma- and photochemistry [4].

A nonisentropic periodic heater can either be
applied as a separate unit or beincorporated into alaser
pump system. Elaboration of such a system openswide
possibilities for the application of inexpensive, service-
able lasers in processing technologies (cutting, weld-
ing, thermal hardening of parts, etc.). It iswell known
that the laser-treated surfaces feature a number of
unique advantageous properties, which ensures high
quality of thefinal product.

The simplest and most evident application of the HS
systems is air-heating systems. The heat sources pres-
ently available are based on either heating elements
with a high working temperature (which leads to the
burning of oxygen and gives rise to the fumes smell in
the air) or low-temperature heat-transfer media (in il
heaters), which fail to rapidly drive the devicetoitsrat-
ing duty. In the system proposed here, the heating of air
is effected via the direct transfer of thermal energy to
the gas, without resorting to a heat-transfer agent.

The basic element of such systemsisacylinder and
a piston with a nozzle. In one way or another, recipro-
cating motion isimparted to the piston. Gas is warmed
asit flows through the nozzle [5].

The principle of operation of an open system is as
follows. An external gas comesinto the cylinder, where
its temperature increases due to the periodic motion of
the piston. Then, the gas partially leaves the cylinder (a
new portion comes in) and further heating occurs

(Fig. 1).

Let the notation HS-1 refer to HS systems with a
fixed amplitude of the piston motion, while the devices
of HS-2 type are HS systems where periodic excitation
isimparted to afree piston capable of vibrationswith a
varying amplitude.

MATHEMATICAL MODEL

By making use of the polysectiona theory [6], itis
feasible to construct a mathematical model of device
operation and to integrate the obtained system of non-
linear differential equations by numerical methods.
However, taking into account some special features of
the HS system operation, one can also apply the analyt-
ical approach. Let us split the system into three sec-
tions: the volumes to the left and right from the piston
comprise sections | and 11, respectively; the external
volume is referred to as section I11. The initial system
of equation has the form

dp, _ 1 p,dV,
T Vl(Gl2+G13)_Vl at (1)
dp, _ 1 &d_\_/_z
a9t - VZ(G21+G23)_V2 at )

1
pPs = \73(mo1+ Mgz + Moz — PV, — P4 Vy), (3)

] -
g = ] =] -

Fig. 1. Scheme of the device: (1) piston, (2) outlet, (3) noz-
Zle, (4) cylinder, and (5) rod.
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dt VZEPZ[(VTl T)Gp PPy
©)
+i%(VT2—T2)G23’ p2>p35_( B )ngVZ
Po(YT3—T,)Gz, P.< P30 V, dt’
d_T3 _ iml E(VTs—Ts)Gm, Ps> P1
dt V3UJ3E(VT1—T3)6131 Ps<Pp;

(6)
1HVT3 T3)Ga,, p3>p25_0(3(T3—T0)S'3
p3[(VT2 T3)Go P3P0 C,PsVy

mI - Smlpm ml
Ymt1
O 2D
0 O 2 g
|:| [vm_i_ lD ’ pl < pmkmf
x5
D l:l Ym— 1
0/fn-10 "G b+ Prr=P<Pn
Vi
Y=gt PP Ro
km = - ’ am = m
Y+ 10 " Tom—piyY
O,J, Pi>p
ml =0
a1, PP

wheret istime; aisthe velocity of sound; yisthe adia-
batic exponent; Sisthe area of the opening; p, p, T, and
mare the density, the pressure, the temperature, and the
mass of the gas, respectively; R, isthe universe gascon-
stant; 1 isthe molar mass; a' isthe heat-transfer coeffi-
cient; S isthe heat-transfer surface; V is the volume of
a section; subscript O relates to the initial values of the
parameters;, and subscripts 1-3 indicate the section
number. In Egs. (4) and (5), one should also take into
consideration the heat removal through the cylinder
walls.

For a sufficiently high-power engine, one can
assume a harmonic change in the coordinate of the pis-
ton center of mass. Otherwise, the periodic motion of
the center-of-mass coordinate can be represented as a
Fourier series.
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Immediately after the switching on the system, one
observes atransient regime in which the position of the
point at which the gas flow changes its direction
migrates from the middle of the piston to a certain sta-
ble value, which is characteristic of the steady opera
tion of the device. An advance with respect to switching
to the reverse direction of the flow and, accordingly, to
the other branch of Egs. (1)—«7) is formed. After the
completion of the transient stage, two stable positions
appear, in which of the reversal of velocity u takes
place. These positions are spaced by the distance Y to
the left and right from Ly/2 (L, is the cylinder length)
and correspond to the equality of pressure in the sec-
tions, p; = p,. Thisphenomenon takes place becausethe
moving piston heats up the gas behind it and, during the
reverse motion, has to compress the previously heated
gas. This gas is characterized by a higher pressure;
hence, the condition p, = p, is met before the piston
passes through the point Ly2. Since the gas heating
within one passage is not large, the displacement of the
reversal point from the equilibrium position isinsignif-
icant and its coordinate can be taken at X = Ly/2 in the
calculations of temperature.

MECHANICAL MODEL OF THE GAS HEATER
OPERATION

A mechanical analogy is considerably helpful in the
case under study. The periodic compression of gas dur-
ing operation can be represented by the action of two
springs with variable rigidity (1 and 2 in Fig. 2). The
presence of a nozzle with the diameter d,, in the piston
results in the gas heating, i.e., in the energy scattering.
At d, = 0, no temperature growth occurs (the loss by
friction between the parts of the system is negligibly
small as compared to the effect considered). This
makes convenient the introduction of anonconservative
force of quasifriction that accounts for the effect of d,
and causesthe energy dissipation. Thus, the mechanical
model of the device appears as a body of mass m, (the
piston mass) with two springs of variable rigidity fixed
to it at the distance L, from each other. In addition, the
body experiences the action of the friction force R
(Fig. 2).

Assume that the eigenfrequency of oscillation is
independent of the nozzle diameter. Thisassumptionis
valid for narrow nozzles (d, < D). Then, the eigen-
modes of the mechanical system are described by the
equation

mf'jX+F(x)—o F(X) = po-po, ()
t

where X is the coordinate of the piston center of mass
and o isthe cylinder cross-sectional area.

Let us set x = 0 in the equilibrium position. In this
case, the gas pressure can be calculated from the adia-
TECHNICAL PHYSICS  Vol. 49
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bat equation
Bl _ D\iﬂy _ 0 L0/2—|p/2 DV
pO DV]_D |:L0/2+X_Ip/2:|,

E_z -0 L0/2—|p/2 Dy
P Ly2—x—1720"

where | is the piston length; subscript 0 on the gasdy-
namic parameters corresponds to the equilibrium posi-
tion; and subscripts 1 and 2 point to the section number

(Fig. 1).

Thereduced length of thesystemisL =L, —I,,. Then,
the function F(x) in Eq. (8) can be expressed as
F(X) =k(L/2=x)"=(L/2+ %)), k= pyo(L/2)".

Integrating Eq. (8) yields the law of the piston
motion in the form

dx

C = const.

m,0

t = ,
I o0 0
t/\/—EC—IF(Z)dZE

0

Taking into consideration the symmetry of the prob-
lem (A is the oscillation amplitude), we obtain for the
oscillation period

A

dx

T, = 4J'A—.
0|2
[P

Let us introduce three dimensionless parameters:
the relative coordinate | = x/A, the outflow factor A,,
and the geometrical factor A,, such that

us _ L
cAw %2 2A’

(9)

1:

where wisthe stimulated oscillation frequency.
Then, the free oscillation period appearsin the form

1+y

_ 2
Tp = 4A oK

1 (10)
d

{J(w R W WO W

mp(y _ l)

Thus, the oscillation period turns out to be ampli-
tude-dependent and attainsits maximumat A — 0. In
order to find the peak value, we expand function F(x)
into a power series in terms of x and, bearing in mind
that x — 0 a A — 0, retain the first term of the
series. Substituting it to EqQ. (9) and integrating, we
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Fig. 2. Mechanical model.
obtain the maximal period of free oscillations:
MLy

(Tp)max =T —k—py—EED : (11)

We now consider the periodic motion of the system
under the external action. Assuming the harmonic per-
turbing force, we employ the harmonic balance method
[7]. At asufficiently high power of the engine, the pis-
ton center-of-mass coordinate x is also described by a
harmonic function. Any other periodic motion of the
piston can be described with the help of a Fourier
series.

The eguation of motion has the form

2
mp%( + F(x) + R%(, %E+ N = Pycos(wt + @), (12)

where Risthe pseudoforce of friction; N isthe reaction
of the support; and P, and ¢ are the stimulating force
amplitude and phase, respectively.

For an HS system of the second type, N = 0, while
for the first type, the reaction of the support compen-
sates the forces defined by the properties of the system
N = —F(X) — R(x, dx/dt).

We seek the solution to Eq. (12) in the form x =
Acoswit.

Equation (12) includes the nonconservative forces
R(x, dx/dt); the work done by these forcesincreases the
temperature of the system. The mechanical analogy is
insufficient to elucidate the dependence of these forces
on the parameters of the system. For this purpose, the
thermodynamic approach based on the mathematical
model (1)—(7) isrequired. This system of nonlinear dif-
ferential equations was numerically integrated, and the
temperature and pressure in sections were calculated.
The character of friction is determined by the shape of
the hysteresis curve [7]. The effect of the drag forcesis
defined by the value o(p, — p,) = R(X, dx/dt) + F(x).

Asis seen from Fig. 3, the behavior of pseudofric-
tion hasacomplex character. When the nozzle diameter
is much smaller than the piston diameter D (Fig. 3a),
the work done by these forces per period is not large
and the curve repeats the contour of the F(x) curve.
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Fig. 3. Hysteresis loops in the steady-state mode for differ-
ent nozzle diameters: (a) d, < D and (b) d, is close to the
optimal one.

A, m
L2

0.20

0.15

0.10

0.05

0 = —-— o
0 2000 4000 6000 8000 1 x10%

02, rad?/s?

Fig. 4. The amplitude—frequency characteristic of a nonlin-
ear system of the HS-2 type.

With the nozzle diameter providing for the maximal
heating (as before, d, < D) (Fig. 3b), the loop shapeis
closeto eliptical.

According to [7], the liquid friction in alinear sys-
tem (F(X) ~ X) corresponds to an elliptical hysteresis
loop.

It follows from the energy estimation of the drag
forces[7] that, despite the completely different shape of
the hysteresisloop, the general character of attenuation
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is often similar. The friction emerging during oscilla-
tions is mainly governed by the absorption factor [7],
while the shape of the hysteresis loop plays only a
minor part. Thisis the first remark on the character of
pseudofriction. The second is that, in the most impor-
tant case of the optimal nozzle diameter, the operation
mode corresponds to the motion in the presence of lig-
uid friction (Fig. 3b). Third, from the aspect of calcula
tions, an arbitrary friction function R(x, dx/dt) can be
approximated by an equivalent viscousfriction with the
same absorption factor. This is due to the fact that, in
terms of the harmonic balance method, any periodic
function R(x, dx/dt) can be represented in the form of a
Fourier expansion. Retaining only the first term Ry (A,
w)sin(wt) leads to the case of the liquid friction [7].

These three arguments allow us to confine our anal-
ysisto the case of liquid friction R= a(dx/dt), a = const
(coefficient o depends on the parameters A; and A,).
Then, taking the solution to Eg. (12) in the form x =
Acos(wt) and using the harmonic balance method, for
the second-type systems, we obtain [7]

P P
[we(A) —w]A = —2cosp, 2nwA = —2sing,
mp mp

where a/m, = 2n and wy(A) = 21/T,, is the eigenfre-
guency of oscillations.

Eliminating the phase shift from the above expres-
sions, we arrive at the following relationship between
the frequency of the perturbing force and the amplitude
of the stimulated oscillations in an HS-2 system:

W = wi(A)-2n’+ A/Emi"AgZ—4n2m§(A)+4n“.(13)
p

Figure 4 shows the amplitude—frequency character-
istic A(w?) calculated from formula (13). Here, the skel -

eton curve cog (A) is plotted by using the exact solution

(20). The system is seen to be highly nonlinear: theres-
onance frequency depends on the oscillation amplitude.
Note the existence of the minimal resonance frequency
whose value corresponds to the period (11).

In HS-2-type systems, one can also consider such
nonlinear effectsasthefree piston “ drift,” the spontane-
ous transition upon an increase in frequency from low-
amplitude oscillations to oscillations with A = L/2 and
attainment of resonance, and the appearance of subhar-
monic oscillations.

Thus, the mechanical model of a heat-energy device
enables one to determine the resonance modes and to
reveal specia featuresin the operation of the nonlinear
system. This approach makes it possible to omit the
integration of the polysectional system and to pass
directly to the engineering calculation of the energy
parameters.
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NUMERICAL CALCULATION: ATTRACTORS
IN THE NONISENTROPIC-COMPRESSION
HEATING SYSTEMS

In the absence of heat removal, the system of equa-
tions (1)—«7) permits an analytical solution under the
condition that the function of the piston periodic
motion is known. In the approximation of a constant
velocity of sound, this solution has already been found.
In this case, achange in the gas temperature in sections
is described by the geometrical progression

O™ % = TT((cy + Cs)(Cy + Cs) + C4C)

O
[ T5'(C, + C5)Ce, (14)

[+ 10
O™ = TY(Cy+ Cs5)Cs + T5C4C,

where the coefficients ¢; = const in the given geometry
and operation mode and mis the period number.

However, when carrying out the numerical integra-
tion of the system, it turned out that the solution to sys-
tem (14) isvalid in alimited region. The nonlinear seg-
ment determined by thisformulaisfollowed by alinear
temperature rise in the system (Fig. 5). At first glance,
this result may seem unexpected; the more so as the
system is initially nonlinear (see Egs. (1)—(7)). The
geometrical progression, which describes the initia
temperature growth, gives way to the arithmetical pro-
gression.

On closer examination, it was found that achangein
the character of the solution should be attributed to the
temperature dependence of the vel ocity of sound. When
searching for (14), this fact can be disregarded within
only acertain temperature range. In redlity, the velocity
of sound slowly grows with temperature (as the square
root of the temperature). It is precisely this dependence
that forms the feedback responsible for the self-organi-
zation of the system.

In a more general case, the feedback can be estab-
lished from the dependences of the dimensionless com-
plexes A, and A, on the thermodynamic parameters of
the system rather than from the temperature depen-
dence of the sound velacity. This circumstance shows
up in numerical solution of system (1)—7). If any quan-
tity entering these compl exes depends on the thermody-
namic functions of state (temperature, pressure, etc.),
the system is “tuned” to the external action and passes
to the mode of a linear temperature growth. According
to numerical results, the particular form of the depen-
dence of valuesin complexes A, and A, on the function
of state is of no importance (at least, in the case of a
monotonic continuous function). In any case, self-orga
nization occurs and the distribution of the parameters of
the system in space and time is attracted to a certain sta-
ble solution (attractor). The shape of the attractor is
governed by the geometrical and thermodynamic
parameters of system (Figs. 6 and 7). In the absence of
feedback, no attraction occurs.
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Fig. 5. Variation of temperature in the first (T,, solid curve)
and second (T, dot-and-dash curve) sectionsin the absence
of heat removal.
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Fig. 7. Pressure difference vs. the piston velocity.

In actual conditions of operation, this effect is less
pronounced because of the influence of the heat loss. Its
presence gives rise to the energy balance, and the sys-
tem passes to a stationary mode with a constant mean
temperature. Thisis true for both linear and nonlinear
temperature growth. For thisreason, we disregarded the
heat |oss when considering the special features of these
modes.

It has been demonstrated that, irrespective of the
particular form of feedback, its presence gives rise to
stable solutions. The fact of the presence of feedback is
decisive. In this case, we are dealing with the phenom-
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enon of self-organization, which leadsto adefinite qua-
silinear behavior of anonlinear system.

By using various approaches complementing each
other, one can obtain a detailed insight into the process
and reveal a great number of special features in the
behavior of the system.

REFERENCES

1. V. M. Shmelev, V. T. Volov, and D. B. Volov, Zh. Tekh.
Fiz. 70 (5), 17 (2000) [Tech. Phys. 45, 538 (2000)].

2. J.A. Dowling, J. Shumsky, J. Echerman, and R. E. Sche-
lier, Appl. Phys. Lett. 12, 184 (1968).

3.

4,

V. M. Shmelev, V. T. Volov, D. B. Volov, et al., Zh. Tekh.
Fiz. 68 (9), 67 (1998) [Tech. Phys. 43, 1069 (1998)].

A. D. Margolin, N. Ya. Vasilik, V. M. Shmelev, et al., in
Proceedings of the 1st All-Union Symposium on Radia-
tion Plasmadynamics, Moscow, 1989, p. 33.

D. B. Volov, V. M. Shmelev, and V. T. Volov, Teplofiz.
Vys. Temp. 38, 188 (2000).

D. B. Volov, in Interingtitute Collection of Scientific
Works with International Participations, 2002, No. 23,
pp. 477480 [in Russian].

V. L. Biderman, Applied Theory of Mechanical Vibra-
tions (Vysshaya Shkola, Moscow, 1972) [in Russian].

Trandated by A. Sdorova

TECHNICAL PHYSICS Vol. 49 No. 8 2004



Technical Physics, Vol. 49, No. 8, 2004, pp. 957-966. Translated from Zhurnal Tekhnicheskor Fiziki, Vol. 74, No. 8, 2004, pp. 6-14.

Original Russian Text Copyright © 2004 by Shiryaeva, Grigor’ ev, Levchuk.

GASES

AND LIQUIDS

Nonlinear Analytical Asymptotic | nvestigation
of Oscillations of Nonaxisymmetric Modes of a Charged Jet
of an Ideal Liquid

S. O. Shiryaeva, A. |. Grigor’ev, and T. V. Levchuk
Yaroslavl Sate University, Yaroslavl, 150000 Russia
e-mail: shir@uniyar.ac.ru
Received October 27, 2003; in fina form, January 13, 2004

Abstract—A jet of anideal incompressible conducting liquid with auniformly charged surface is considered.
The jet moves at a constant velocity along the symmetry axis of its unperturbed cylindrical surface. An analyt-
ical expression for thejet shapeis derived as afunction of time for the excitation of nonaxisymmetric modes at
theinitial instant. The solution is found in the second order of smallness with respect to the amplitude of cap-
illary oscillations of the jet. In the same approximation, the liquid velocity field in the jet and the distribution
of the electric field in the jet region are determined. Second-order corrections to the analytical expressions for
the jet shape and potentials of the liquid velocity field in the jet and the electrostatic field around the jet have
resonant forms determined by the conditions of their interaction with the solutions of the first order of small-

ness. © 2004 MAIK “ Nauka/lnterperiodica” .

1. Investigations of capillary oscillations and stabil-
ity of acharged cylindrical jet is of interest in connec-
tion with numerous scientific, technical and technol og-
ical applications of this phenomenon (see, for example,
monograph [1], which includes a detailed review of
publications concerning the issue discussed up to the
1990s). In view of the problem’s relevance, this issue
has repeatedly become a subject of theoretical studies
in linear and nonlinear formulations in recent years
[2-9]. However, in all of theworks devoted to nonlinear
oscillations, only axisymmetric jet oscillations were
considered because researchers were mainly interested
in the mechanisms of disintegration of a jet into drops
inasmuch as in due time Rayleigh showed that disinte-
gration of an uncharged jet into separate drops occurs
due to excitation of an axisymmetric wave [10]. At the
same time, it is shown [11,12] that for highly charged
jets (with a surface or volume charge), the instability
growth rates of nonaxisymmetric waves may exceed
that of an axisymmetric wave. Therefore, in the present
paper, we conduct an analytical asymptotic investiga:
tion of nonlinear oscillations in nonaxisymmetric
waves at the surface of a charged ideally conducting jet
in the frame of a method of many scales. This method
was earlier employed in [13] to study nonlinear oscilla-
tions of an uncharged jet.

2. Let us consider an infinite jet of an ideal incom-
pressibleideally conducting liquid with adensity p and
a surface tension coefficient 0. The jet has a constant

radius R and moves at a constant velocity U, . Assume

that the ambient medium is absent; however, in the
ambient space, an electrostatic field directed normally

to the jet axis is produced. For this reason, a chargeis
distributed over the jet surface with the surface density
X in the equilibrium state (that is, in the absence of any
perturbations of the cylindrical jet shape).

We conduct the analysisin a cylindrical coordinate

system with the origin moving at velocity U, and with
the z axis codirectional with the jet sothat n, || U,. It is
obviousthat in such asystem the liquid vel ocity field in
the jet is entirely governed by capillary oscillations of
the jet surface.

Let ustrack the evolution with time of a nonaxisym-
metric wave with the wave number k, propagating over
the jet surface in the positive direction of z axis. The
wave amplitude is assumed to be small as compared
with the jet radius.

The analysis will be conducted in dimensionless
variables with basic units of R, p, and o (that is, we
assumethat R=p = 0 = 1). Inthis case, the equation of
the free jet surface perturbed by a capillary wave
motion is written in the form

r=1+¢&(¢,zt);

where r, ¢, and z are the cylindrical coordinates; t is
time; and & is afunction describing the perturbation of
the equilibrium cylindrical jet shape.

In the frame of the model of a potential flow, the
mathematical statement of the problem on calculating
of the time evolution of a virtual wave perturbation of
the jet surface includes the following equations and
conditions the Laplace equations for potential W of the

& <1, (D
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liquid velocity field in the jet and el ectrostatic potential
@ around the jet,

AY =0, A =0 )

the conditions of boundedness of the solutions at the jet
axis and at infinity,

r—0:|V¥| —0; r —o: |VO —0; (3

the boundary conditions at the free jet surface (1),
namely, kinematic condition

r = 1+E:aa—'t:+VlPDVF = 0;

(4)
F(r! (I),Z,t) Er_[l+E(¢’ th)]v
and the dynamic condition
r= 1+ AP—%—Lt“-l(Vw)
®)

1 2 _
+§[(V¢) -V[h =0

and the condition of equipotentiality of the jet surface,
r=1+& ® = dy(t). (6)

In expression (5), AP is the difference between the
pressures inside and outside the jet in equilibrium (§ =
0, W = 0); the next to last and last terms are the pres-
sures of the electric field and the forces of surface ten-

sion, respectively; n isavector normal to thejet surface
(1); n = VF/|VF].

Boundary value problem (1)—6) should be supple-
mented with the conditions of conservation of the
charge and volume of ajet segment with alength equal
to the wavelength A = 217k,

1 _ :
—4—,_[f(n (VP)rdpdz = 2mxA;

1+&(d,21)
<p<2mn (7
<7<7y+ A,

r =
s=
M<r<1+&(,21)
D<ps<2n ®

%0<z<zo+}\

For complete closure of the set of equations (2)—(8),
it is a'so necessary to formulate the initial conditions.
However, the initial conditions of an arbitrary form
may lead to an extremely cumbersome solution; there-
fore, in nonlinear problems of determining periodic
wave profiles of the surface of anideal liquid, theinitial
conditions are usually formulated in such away that the
solution would take the simplest form [14, 15]. Pre-

Irdrdq)dz =T\ V=

SHIRYAEVA et al.

cisely this approach will be employed in the following
analysis.

We shall seek the solution of problem (2)—(8) in the
form of an expansioninasmall parameter € equal to the
ratio of the wave amplitude to the jet radius. Using a
method of many scales and confining ourselves to an
accuracy up to and including the second order of small-
ness, we represent the sought functions &, W, and ® in
the form of power series in €. Simultaneously, we
assume that variation of these functions with time is
determined by two time scales: themain scale T, =t and
aslower one T, = ¢t,

0,21 = £, 2 T, T) + 2299, 2, T)) + OE™);
w(r, ¢,z1)

= eW(, 2, T, T + 2029, 2, T) + O(€Y); (9)

o(r, d,z,t) = ©Or) +ed(r, 9,2 Ty, Ty)
+20P(r, b, 2, T,) + O(%).

Inasmuch as we assume that the wave propagates
over thejet surfacein the positive direction of the zaxis,
the shape of the free liquid surface can be represented
in the form

r=1+ef($)(AT)exp(i8) + A(T) exp(i8)) + O(e?),

where 8 = kz— w,(K) T, where w,(K) isthe frequency of
awave with the wave number k and azimuthal number
m; f(¢) is area function describing the jet cross sec-
tion; A(T,) is an as yet unknown function that depends
on slow time T;; and the vinculum means complex con-
jugation.

It is obvious that f(¢) is a periodic function with
period 21t and, consequently, it can be expanded into a
Fourier series:

f(9) = 5 (Crexp(img) + Crnexp(-imd));
m=0

1 .
Cn = m_{f(d))eXp(—lmd))dd)-

To simplify the following calculations, we confine
ourselvesto the case when the jet cross section shapeis
determined by a single harmonic; that is, we assume
that

f(9) = Cnexp(imo) + Cpexp(imo).
Now, changing the notation of coefficients ({)(T,) =

C.A(Ty), {O(Ty) = C,,A(Ty) in the proper way allows
us to write the expression for the free jet surface in the
TECHNICAL PHYSICS  Vol. 49
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form
_ *+) :
r=21+¢[(C(T)exp(imd) (10)

+7(T,) exp(-imd) ) exp(i8) + (c.c.)] + O(e?).

Here and below, abbreviation (c.c.) meanstermsthat
are complex conjugate to the preceding ones. We shall
consider expression (10) as the initial condition which
is necessary for closure of the boundary value prob-
lem (2)—(8).

3. The substitution of expansions (9) into Egs. (2)—
(8), the calculation of the derivative with the help of the
operator

9.0 .0

ot 0T, OTy
and the expansion of conditions (4)—(8) into Taylor
seriesin the vicinity of the equilibrium cylindrical sur-
facer = 1 dlow usto find and sum the terms with the
same powers of €. Equating the factors multiplying var-
ious powers of € to zeros leads to problems of various
ordersof smallnessinstead of theinitial boundary value
problem.

(@) In the zeroth approximation, an equilibrium state
takes place which corresponds to an immovable (in the
moving coordinate system) cylindrical liquid column
with a constant surface charge density x. The electric
field in the vicinity of a charged unperturbed homoge-
neous cylindrical column isdetermined by the potential

o (r) = —4mxin(r). (11)

When writing (11), we assume that the surface
potential of a cylindrical jet unperturbed by the wave

motionisequal to zero (CD(O) = 0). The dynamic bound-

ary condition in the zeroth approximation allows oneto
determinethe equilibrium pressure differential at thejet
surface

Ap = 1-2mY’.

(b) Due to the linearity of Egs. (2), boundedness
conditions (3), and expansions (9), functions W0 and
®0) (j = 1, 2) in the first approximation are solutions to
the equationsfor them that are entirely analogousto (2)
and (3).

The set of boundary and additional conditions (4)—
(8) in the first order of smallness takes the form

L aq_)(l) aE(l) o
r = 1. ar _ﬁ = 0; (12)
_ow® 1000%0% o [gaqa%z}zmﬂ
0T, 8my or oar orUor 0 0
(13)
2¢(1) 2¢(1)
+E<1)+052 +052 = o;
06> 9z
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q)(l) E(l) Cb(l)(t) (14)
R )
I J’[ g’r ar%a; DE(”} _dpdz=0; (15)
Zy+A2n
(16)

tMdodz = 0.
[}

Onthebasisof Egs. (1), (9), and (10), we can obtain
the following expression for the function of correction
&W of the first order of smallness to the wave profile:

E9(,2,To, T1) = [27(T) exp(imo)

+O(T) exp(-imd)] exp(i6) +(c.c.).

The explicit form of functions {™(T,) and ZO(T,)
can be revealed only when analyzing the problem of the
next order of smallness. It can readily be verified that
function €M in the form (17) meets the condition of
invariability of the jet volume (16).

Taking into account the fact that corrections of the
first order of smallness to the potentia of the velocity
field WO and electrostatic potential ®™ are related to
function & by kinematic boundary condition (12) and
condition of equipotentiality (14), weshall seek expres-
sionsfor W@ and ® by amethod of separation of vari-
ables, taking them in the form

WO, 9,2, Ty, Ty) = A(T)B(r)D($) exp(i6) + (c.C.);

(17)

q)(l)(rv ¢! Z, TOle)

= [S(T)C()W($)exp(iB) + (c.c.)] +® (1),

Substituting Egs. (18), aswell as (17) and (11), into
Egs. (12) and (14) and equating the coefficients of the
exponents with the same powers, we obtain

A(T)D(9) = %[z“(mexp(imm

(18)

+ (T exp(-imd)1;

AT

" | (19)
STYW(P) = ZEIL (T exp(ime)

+ (T exp(-imd)].

Here and below, the prime denotes a derivative with
respect to the argument calculated at the unperturbed
jet surface.

Correctionsto potentials W and ®® as functions of
coordinater are determined from Laplace equations (2)
that, after substitution into them of Egs. (18) and (19),
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are easily reduced to the ordinary differential equations
for functions B(r) and C(r) of the same form:

d’ G(r) 1dG(r) H( L

dar> f

Here, G(r) =B(r) or G(r) = C(r). Solutionsto this equa-
tion are modified Bessal functions I,(kr) and K (kr).
Taking into account the fact that corrections to poten-
tials WO and ©® must meet boundedness conditions (3),
we can write B(r) = | (kr) and C(r) = K, (kr). Eventu-
ally, the expressions for corrections to potential W® of

the velocity field and el ectrostatic potential ®® takethe
final form

G(r) = 0.

I m(kr)

+)
e em(im)

WO, 0,2, T, T,) = —iw

+(T)) exp(-imd) 1 exp(iB) + (c.c.);

KoKD) (o) . (20
Km(k) [Z (Tl) exp(|m¢)

+Z(T) exp(-im) ] exp(iB) + (c.c.).

When deriving the expression for ®®, we took into
account the fact that the condition of conservation of
the charge implies that the first-order correction to the
electrostatic potential at the jet surface is equal to zero

(PS5’ (®=0).

Note that dynamic boundary condition (13) entering
into the set of boundary and additional conditions (12)—
(16) has remained unemployed. Substituting into it
solutions (11), (17), and (20) givesthe dispersion equa-
tion relating wave number k and azimuthal number mto
oscillation frequency w,

q)(l)(rl ¢1 Z, TO’ Tl) = 4T[X

W(K) = Gp(K)[K® +m* =1+ W(1+ H(k))];
kI (k KK (K (21)
Gm(k) = ||n&(k)); Hn(k) = Ifn&(k))’ W E4T|f)<2.

(¢) In the second order of smallness, using set (4)—
(8), we obtain an inhomogeneous equation for second-
order corrections €@, W@, and ®®@ (see Appendix A).
The right-hand sides of these equations play the role of
inhomogeneity functions and can be expressed in terms
of solutions of the zeroth (11) and first order of small-
ness (17) and (20). After substitution of these solutions,
boundary and additional conditions (A.1)—(A.5) take
the form

r=1:

aq_;(2) aE(Z) _ az(’f) ]
ar 0T, [OTl exp(ime)

S
25 e exp(-imb)|exp(i6) + DX exp( 2mpf >

+ (zH) exp(-i2md)) + %2077 1 exp(i26) + (c.c);
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(2 2 2¢(2) 2¢(2)
A _X[OCD +4”XE(2)}+E(Z)+&+%
0T, 00> 0z

1 rer™ ©
= —|ooG (k)[aZT exp(|m¢)+ Z exp( |m¢)}

x exp(if) + [, (") exp(i2m¢) + ) exp(-i 2mp))(23)

+Y,20979 exp(i26) + Y2227V exp(i2mo)
+Y,(12 +[29P) + (cc);

o —4mxe® = o + L{[(Z") exp(i2m¢)

+(Z9) exp(-i2mo) + 27 exp(i20)  (24)

+ 2099 exp(i2me) + (17O +12OP) + (ce)

DA ()
[ fag)r dbdz
) (25)
= —4TPAX [+ m’ = aH (k)] (2 12+ 12Oy,
Zy+A2m
(26)

[ Ia<2>d¢dz = (| 22+ [2OP).
0

All missing notation is given in Appendix B. When
deriving Eq. (25), we used the recurrent relation

Kin(k) = %HmDK (k) =L Kin(K).

Let us obtain a second-order partial solution of the
problem satisfying Egs. (2) and (3) for functions W@
and ®@, aswell asthe set of equations (22)—(26). The
form of inhomogeneity functions in Egs. (22)—24)
determines the character of dependence of the sought
solution on coordinate ¢ and argument 6. On this basis,
we assume that

£90, 2, To) = A+ [A exp(im) + A exp(-imd)]
x exp(i6) + [A, + A exp(i2md) + A exp(—i 2md)]

x exp(i20) + Azexp(i2m¢) + (c.c.); 27)

WA(r, ,2,To) = BoFo(r) +[BYF{(r) exp(imo)
+ B(—)F(—)(r)exp(_i m(l))] exp(le) + [BZ 2(r) (28)
+BYFS(r) exp(izme) + BS'FS)(r) exp(~i2mo) |

x exp(i28) + BsFy(r)exp(izme) + (c.c.);

TECHNICAL PHYSICS Vol. 49 No. 8 2004
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®?(r,9,2,To) = DoCo(r) +[D5”Cr”(r) exp(ime)
+ D1 'Cy7 (1) exp(-imp) ] exp(i6) + [D;Cy(1) g
+ DS (r)exp(i2me) + DSCH (r) exp(—izmd)]
x exp(i20) + D;C,(r)exp(i2mé) + (c.c.).
The form of functions W@ and ®@ of coordinate r
we find from the Laplace equations. Substituting
Egs. (28) and (29) into relations (2) and equating the

sums of coefficients of exponents with various powers
to zero, we obtain ordinary differential equations for

each of functions F{* (r) and C{”(r); j = 0, 1, 2, 3.
Solutions to these equations, subject to conditions of

boundedness (3), allows one to render expressions (28)
and (29) for the potentialsin the form

WA(r, ¢,2,To) = By + [B}exp(im) + B exp(-imo)
x | (kr) exp(i8) + [ B,l o(2kr) + (B exp(i2mo)

+ B exp(-i2m)) |, (2kr) ] exp(i20) (0
+Bar*Mexp(i2mé) + (c.c.);
®A(r, §,2,Ty) = Dolnr + [Dexp(imo)
+ D exp(-im$) ] K (kr) exp(i6)
+[D,K,(2kr) + (DS exp(i2md) (31)

+ DS exp(=i2md) ) K, (2kr) ] exp(i20)

+Dar Mexp(i2md) + (c.c.).

Coefficients A, B, and D{” are determined
from the set of eguations (22)—26). Note that B, may
be a function of time chosen in a convenient form for
writing the solution since this function has no physical
meaning. From the condition of conservation of the
volume (26) and charge (25), it is not difficult to find

= (TP + [z,
(32)
Do = —2mx(K* + m?) (177 + [¢7.

Substituting (27) and (30) into kinematic boundary
condition (22) and equating the coefficients of the same
exponents on the left- and right-hand sides of the equal-
ity to each other, we obtain

az(i).

Kl (k) BE + i (K) ALY = i

2K11,(2K)BSY +i200,(K) ALY = 1X,(2%)%
2k15(2K) B, + i2w,(K) A, = iX,2277;
B; = 0.

(33)
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Analogously to the above, employing Egs. (27) and
(31), from condition (24) of equipotentiality of the jet
surface, we obtain the following set of equalities:

Kn(k)D{ —4mtxAl = 0;
+ + +)\2
Kan(2K)DS) — 41xAS) = L)

Ko(2k)D, —4mxA, = L2277 (34)

D;—41xA; = L2Z+Z__;
P = amtx(1+ Hy(K) (1277 + 2%,

L et us note that when deriving the expression for the
second-order correction to surface potential CDEQ,Z) , We
used expressions (32).

Lastly, substituting Egs. (27), (30), and (31) into
dynamic boundary condition (23) subject to (32) gives
(1=K —m’ = 4m)) AP + i, (K)1 (k) B

_om(K) g™,

B ) _
XkKn()DY = 7 T,

(1— 4K = 4m* = 4100) AS) + 1200, (K) 1 5 (2K) BS?

—X2KKn(2K)D, = Y, (2%

(35)
(1 -4k — 4Tt A, + 200, (K) 1 (2K) B,

—X2kK(2k)DS? = Y,22,2;

(1—4m? — 41r) A + 2mxDs = Y520M70;
0B, _

3T [Y4 —2nx2(k2+m2+1)}(|<“>|2+|z“)|2).

Finding the form of function B, (see the last equali-
ty (35)) is only of theoretical importance because the
potential is determined to an accuracy of an arbitrary
additive function depending only on time [17].

Solving the set of equations (33)—(35) simulta-
neously alows one to determine the sought coeffi-
cients. Consider the first equalities in the sets written.

Expressing coefficients B(f) using (33) and coefficients
D{* using (34), and substituting the result into (35), we

obtain
W (k)
[1 K2 —m? — 4T03(1+ H,,(K)) + m(k)}

wy(k) 9z
Gn(K) 0T,
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It isnot difficult to notice that with regard for disper-
sion relation (21), the expression in brackets in front of

A(f) becomes zero. Consequently, we obtain

az(i)
0T,

= 0. (36)

Equation (36) means that complex amplitudes {®
areindependent of time scale T, and are constantsin the

solution of the problem considered to an accuracy of
the second order of smallness.

Coefficients A® have remained undetermined.

Their values can be found only from the initial condi-
tions. Inasmuch aswe haveto find a solution of thesim-
plest form by choosing the initial conditions in the

proper way, we can choose them so asto obtain A\~ =
0. Inthiscase, according to Egs. (33) and (34), we have
B{” =0and D{” =0.

Finding from set (33)—«35) al remaining

coefficients, we write the second-order solution in final
form:

£2(6,2,To) = 5P + 1290
+ 28,097V exp(120) + [a,((2) exp(i2mo)

+(@9) exp(=i2mo)) + 22,277 exp(i26) + (c.c.);

WO, 6,2.To) = —by(lZ 1 +127To (37)
—i[by((Z7) exp(i2md) + (27) exp(-i2mo))
x |, (2kr) + 20,2771 (2kr) 1 exp(i20) + (c.c.);
®A(r,0,2,Ty) = —2mx(K* +m)(127)*+ 27 Inr

TECHNICAL PHYSICS Vol. 49 No. 8 2004
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+[d((27) exp(i2md) + (27) exp(-i2mo))
x Kom(2kr) + 20,277 7K o(2kr) ] exp(i20)

+ 20,079 exp(i26) + (c.c.);

al newly introduced notation is given in Appendix C.

Thus, the solutions of the problem considered to the
second order of accuracy are defined by expressions
(1), (9), (11), (17), (20), (21), (36), and (37).

4. According to the above arguments, the jet shape
as afunction of timeis defined by the expression

r(z,¢,t) = 1+¢ecos(md)cos(0)

- %[% —(a,cos(2md) + a,) cos(26) — agcos(zq))} .

Calculations with the help of Matematica program
package for analytical calculations with the use of the
above equation at € = 0.3 and subcritical values of
parameter W = 41)? in terms of development of insta-
bility with respect to the surface charge isillustrated by
Fig. 1. For thefirst fivemodes(m=0, 1, 2, 3, 4), three-
dimensional images of the surfaces of nonlinearly
oscillating jets are presented for t = 0.5T, where T isthe
period of waves (the critical magnitude of W for afixed
m is found from the requirement of vanishing of the
square of the frequency in dispersion equation (21)
[11, 12]). InFig. 1, it is seen that monodisperse disinte-
gration of jets is the most probable for axisymmetric
jets (m = 0). As for excitation of the whip-shaped
motion of jets[11, 12], the odds are that it is associated
with instability of the mode with m= 1. When instabil-
ity of nonsymmetrical waves with m = 2 develops, the
probability of polydisperse disintegration of a jet
increases precisely as it is observed in natural condi-
tions upon spontaneous disintegration of strongly
charged jets (the latter is a necessary condition for
ensuring the instability of nonaxisymmetric modes)
[11, 12]. How an increase in the surface charge density
inajetinfluencesitsshapeisillustrated in Fig. 2, where
the shapes of the surfaces of nonaxisymmetric jets with
m=1, 2,3, 4areshownfort=0.5T at € = 0.3 when the
surface charge density is close to the critical value for
the mode considered. It is seen that the wave ampli-
tudes grow with increasing surface density of electric
charge, and the probability of precisely polydisperse
disintegration at m= 2 becomes more obvious. A large
magnitude of small parameter € = 0.3 employed in the
calculationsfor plotting Figs. 1 and 2 is chosen for bet-
ter visualization.

From the above equation for the jet shape, it is
readily seen that, in addition to awave with wave num-
ber k existing at theinitial instant, awave with the dou-
ble wave number 2k is a so excited. Between these two
waves resonanceinteraction takes place, which isdeter-
mined by the denominators of coefficientsa, and a, that
vanish under certain conditions [18-20]. Studying the
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resonant interaction of cylindrical wavesis a subject of
a separate investigation; here, it is interesting to note
that under the resonant interaction of nonlinear oscilla-
tions and waves, the total energy exchange between
them is possible [20, 21].In addition, it is remarkable
that the resonant interaction occurs between waveswith
different wave and azimuthal numbers (that is, with dif-
ferent symmetries) as is seen from the expression for
coefficients a, and a,. How surface density x of the
electric charge at a jet affects the mechanism of devel-
opment of resonant interaction is reduced to variation
of the resonance position (to changes in the wave num-
bers and azimuthal parameters of the interacting waves
with variation of ). Away from the resonant positions,
the influence of the electric charge at the jet surfaceis
reduced to a possibility of development of instability of
nonaxisymmetric modes at sufficiently high charge
densities (at 4my? = 1) [11, 12]. It should be recalled
that with zero charge (at X = 0), al nonaxisymmetric
modes are stable [1]; thisfollowsfrom dispersion equa-
tion (21). The influence of the (surface or volume)
charge on the jet shape is manifested in dependences of
coefficients g on charge density x. These coefficients
determine the second-order deviation of the jet shape
from acylindrical one.

There are no corrections to the frequencies in the
second approximations with respect to the wave fre-
guency analyzed above; these corrections may appear
only in the next, third approximation [20, 22, 23].
Therefore, in the present analysis, the critical condi-
tions of instability development of a nonaxisymmetric
jet in the sense of its disintegration into separate drops
are determined in the frame of a linear approximation
by the condition of the square of frequency (21) passing
through zero into the region of negative vaues, as
described in [11, 12]. However, it should be noted that
corrections to the critical conditions of instability
development associated with nonlinear interaction of
waves cannot be important and cannot lead to a notice-
able change in the existing concepts on the develop-
ment of instability of the jet surface because these cor-
rections are of the second order of smallness (see, for
example, nonlinear analyses of the third order of small-
ness conducted earlier for charged spherical drops and
acharged plane liquid surface [22, 24, 25]).

CONCLUSIONS

The solution of the problem on calculating nonlin-
ear oscillations of acharged jet eveninthe second order
of smallness with respect to the amplitude of deforma-
tion of an unperturbed cylindrical jet reveals the reso-
nant interaction between the wave determining the ini-
tial virtual deformation and the wave with the double
wave number, which emerges asaresult of nonlinearity
of equations of hydrodynamics. Conditions for the
emergence of the resonant situations are dependent on
the surface density of the electric charge of ajet.

SHIRYAEVA et al.

APPENDIX A

The set of boundary and additional conditions of the
second order of smallness

Cop 6LP(2)_GE(2) _ aE(l)_azLP(l)E(l)
’ al‘ aTO aTl ar2
(A1)
aq_;(l)az(l) an(l)aE(l).
o6 06 oz oz’

_ow®  10,00%90% 9 [[@m” ]E(z)D
0T, 8mm or oar orUor 0 0
+E(2)+525(2) PE@ _ gy 62‘P(1)E(1)

6(1)2 97 0T, 0droT,
[@q_;(l) 2 [@q)(l) [@q)(l)
*2[D or 0 "099 0 "0z D}
(A2)
_iD g[aq)(o)aq)(l)}z(l) 16 |:|:0(D() :|(E(1))
8m orl or  or Uor U
oY oy, z@fv(”m O, zy2
*Oor0 *Oap 0 "0oz0 I ()
ey e (1)325(1)}
+o| i 22— +2 ;
2[Da¢D Toz0 *2875
) RIoN )
® or ¢
1a cp( ) (A3
= 0@(1) -2 z‘l’ ("M
Zy+A2m q)(z) aq)
D (2)
II[ or 6r%L or O E ]dq)dz
Z+tA2m
_ |:—(?_ GCD(DDE(D_(NJ(DGE(D
f I orl ar O 26 00
(A4
OCD(l)aE(l) 00 cwy2
0z 0z [ Ear &)
am(o)[@a(l) 2 a(D(O)[@E(l) 2 .
ar Oog 0 ~ar Uoz U ﬂd"’dz’
Zo+ A om 1zo+/\2n
(2) _ ()42
dpdz = —= dddz. A5
[ [e%db0z = =5 [ [€ dpdz.  (AS5)
z, O z, O
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APPENDIX B
Expressions for the coefficients in boundary and  Y4=1- -(k +3m’) + —

additional conditions (22)—(26)

_ (K)o 2 .

Xl - Gm(k)[Z(k +m ) _Gm(k)] '
_ Wn(K) 2 _
XZ - Gm(k)[Zk _Gm(k)] )

(k)
2(GrfK))?

+ 21y [3K? + 3mF —3—4H (k) — (Hm(K);
wn(K)

Y1 = 14 508 -5m) + —E [ 4 - 3(G,(K)]

1,2 2
= (k" - K
Y,=1+ 2( am’) + ——— 2(Gm(k)) [ = 3(G,(K) ]
+ 21y [3K2 + m? =3 —4H (k) — (H(k)7;
1,2 2 m(k) 2 2
=1-=(k -m - k
Y;=1 2( +5m°) + ——— 2(Gm(k)) [ m” —(G,(K))]

+ 21K + 3P =3 —4H _(K) — (H, (k)] :

(k)
2(G(K)*
+ 2m)C[K + m” =3 —4H, (k) — (Hn(K);

L = =2mx[1+2H.,(kK)].

S[K +m° = (Gr(K))]

APPENDIX C

Notations used when deriving the solution of the
second order of smallness

Gaom(2K)[ Y1 + XL Hom(2K)] + 200m(K) X,

a, =
' 402 (K) — w2, (2K)

Go(2K)[ Y2 + XLHo(2K)] + 20m(K) X,

a, =
’ 4002 (k) — wi(2K)

—-2myL )
(1-2m)(1+2m-4my)*

a3

bOEY4+%—2nx2(k2+m2+ 1);

200n(K)[ Y1+ XL Ham(2K)] + [4K +4m” = 1 + 410 (1 + Hon(2K))] X1

b, =

|am( 2K) [ 4007,(K) = W5m(2K)]

20 (K)[ Y2 + XLHo(2K)] +[4K° =1+ 41’ (1 + Ho(2K))] %a.

b, =

16(2K) [4en(K) — wo(2K)]

d, =

Gom(2K)[ATIXY; — (4K + 4m° = 1 + 4T0XO) L] + 200,(K) [4TEXX, + 2000(K) L]

Kom(2K) [40n(K) — 6030n(2K)]

d,

Go(2k)[4TTXY, — (4k -1+ 4T[)(2) L] + 2w, (K)[4T1XX, + 200,(K) L]

Ko(2K)[ 405, (K) — wp(2K)]

ATTIXY; — (4m° — 1 + 41Y0) L

%= (1—2m)(1+2m—4my})
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Abstract—A method for determining the kinetic coefficients of ion transfer in gases, viz., mobility K and lon-
gitudinal (D,) and transverse (D) diffusion coefficients, as functions of the electric field E and gas temperature
T is described. The method is based on the measurement of the increments to the ion mobility coefficients as
functions of the electric field at a parametrically specified temperature. The kinetic transport coefficients
K(E, T) and D +(E, T) are determined for positive ions of aniline, pyridine, benzene, orthotoluidine, dimethyl
methyl phosphonate, N-methyl aniline, N,N-dimethyl aniline, N,N-diethyl aniline, and diphenyl amine (DPA)
formed as aresult of B-ionization in air. © 2004 MAIK Nauka/lnterper|0d|ca

INTRODUCTION

The main kinetic transport coefficients for ionsin a
gasin an eectric field are the coefficients of mobility K
and diffusion D for ions, which depend on the effective
temperature, the increment of the coefficient of mobil-
ity, and the collision integral. The experimental values
of these quantities, especialy their dependence on the
gas temperature T and on the electric field reduced to
the number density of particles (E/N) may provide
information on the potentia of interaction between an
ion and a gas particle aswell as on the cross sections of
elastic, inelastic, and reaction-induced collisions of
particles. Information about the mobility and diffusion
of ion is essential for a qualitative description of elec-
tric gas discharges, for calculating the ion—on recom-
bination coefficients, and for analyzing the results of
experiments on plasma chemical reactions [1, 2]. In
addition, information on the dependences K(E/N, T)
and D(E/N, T) isrequired for solving applied problems
(e.g., for determining analytic characteristics and fields
of application of ion mobility increment spectrometers
[3]). In the latter devices, ions are separated according
to the dependence of the mohility coefficients on the
electric field strength at the temperature and pressure of
ambient air.

To calculate the kinetic transport coefficients for
ions, the moments method is used, in which these coef-
ficients are determined in terms of the expansion coef-
ficients and the moments of the ion distribution func-
tion as well as the integrated scattering cross sections
for particles. As a test function, the Maxwell distribu-
tion function shifted by the ion drift velocity in the
direction of the electric field is used; in this case, the
longitudinal and transverse temperatures of ions are

variable parameters. This approach is known as the
three-temperature theory of ion mobility.

This research is aimed at analysis of the increment
of the mobility coefficients asafunction of the gastem-
perature and the electric field reduced to the number
density of particles, a(E/N, T), for positive ions of
aniline, pyridine, benzene, orthotoluidine (o-TLD),
dimethyl methyl phosphonate (DMMP), N-methyl
aniline (MA), N,N-dimethyl aniline (DMA), N,N-
diethyl aniline (DEA), and diphenyl amine (DPA)
formed as a result of B-ionization in air. These depen-
dences are used to determine the collision integrals,
mobility coefficients, and longitudinal and transverse
diffusion coefficients of ions as a function of the elec-
tric field and gas temperature.

EQUATIONSAND PARAMETRIC COEFFICIENTS
FOR CALCULATING THE KINETIC TRANSPORT
COEFFICIENTS FOR IONS

The equations for calculating the mobility coeffi-
cients as functions of parameters E, N, and T [1] have
the form

K(E/N)=V/E = K(0)(1+a(E/N)), (1)
_ 112 1
K(0) = 16N(ZT[/ Mk Te) ST 2
eff
3/2kT 4 = 3/2kT + /2M(KE)?, (3)
p 27315 N
Ko = Kogo— 7 "%y @)

1063-7842/04/4908-0967$26.00 © 2004 MAIK “Nauka/ Interperiodica’
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a =y an(E/N)T, (5)

where V isthe drift velocity of ions, associated with the
action of the dectric field; K(0) isthe coefficient of ion
mobility in a “weak” field (E/N < 6 Td is the
“townsend,” 1 Td = 101V cm?); a(E/N) is the incre-
ment of the mobility as a function of parameter E/N;
eistheion charge; N is the number density of neutrals
in the gas, 4 = mM/(m + M) is the reduced mass;, mis
the ion mass; M is the mass of a neutral gas particle; k
isthe Boltzmann constant; T is the effective tempera

ture; ot? (T) isthe collision integral in the transport
theory [1]; T is the gas temperature; p is the pressure;
K, isthe coefficient of mobility reduced to normal con-
ditions (T = 273.15 K, p = 760 mmHg, and the
Loschmidt number N, = 2.687 x 10'° cm™3); and a,, are
the expansion coefficients in the power series.

The equations for calculating the longitudina and
transverse diffusion coefficients D, and D asfunctions
of parameters E, N, and T were derived using the gen-
eralized Einstein equations [1]. Since the ion diffusion
coefficients depend on the number density of gas parti-
cles viathe ratio 1/N, it is more convenient to use the
product ND, 1. In practical units, these expressions
have the form [1]

ND, = 2.32 x 10K, T (1 + (1 +A)K"),

(6)
ND; = 2.32 x 10°K, T(1 + A.K'/(1 +K")),
, _ dInK
K= din(E/N)’ "

KT 1 =KT+y tM(KE)*(1+B_ K", Br =0,

BURYAKOV

_ 4m—-(2m—-M)A*
YUT Tamramar ®)

_ (m+ M)A
YT = Im+ 3MA*’

A*=0.9.

TYPES OF IONS

When the substances being studied are ionized
under atmospheric pressure, a protonated molecule
(m+ H)* (H is the hydrogen atom) formed in the pro-
ton-transfer reaction [4, 5]

(H,0) H + m— (m+H)" +nH,0

isthe main type of ions.

Table 1 contains the molecular mass of these sub-
stances, the coefficients of mobility Ky(0) in a weak
field [4, 6-8]; the collision integrals cal culated with the
help of Eq. (2) at T = 294 K; and the values of paramet-
ric coefficients A, Ay, B, depending on the relation
between masses m and M and determined in terms of
the collision integrals of the kinetic theory [1].

METHOD FOR DETERMINING DEPENDENCES
K(E/N, T) AND D(E/N, T)

To find the dependences K(E/N, T) and D(E/N, T),
we must have information on the behavior of functions
Q%P (T4) and a(E/N). Combining Egs. (1)<(4), we
obtain

1 1

—(1,1 T =11
Q" (Te) QMM

(9)

xJ1+3MTE\IoKo(0)<1+a)§B .

Table 1. Molecular mass, reduced coefficients of mobility Ko(0) in awesk field, collisionintegrals o™ , and dimensionless

parametric coefficients A, Ap, and B

Substance m, amu Ko(0), cm?Vs | oY (1), 1014, cm? A Ay BL
Benzene 78.11 194 1.235* 0.088 0.098 0.92
DMMP 124.08 1.95 114 0.056 0.064 0.964
o-TLD 107.15 175 1.315* 0.065 0.076 0.954
MA 107.15 174 13 0.065 0.076 0.954
Pyridine 79.1 17 1.376 0.087 0.096 0.922
Aniline 93.13 181 1.232 0.074 0.086 0.941
DMA 121.18 181 123 0.057 0.065 0.963
DEA 149.23 17 1.287 0.045 0.043 0.972
DPA 169.22 154 1.407 0.04 0.031 0.979

* Tg =283 K.

TECHNICAL PHYSICS Vol. 49 No. 8 2004
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The only unknown in this equation is function
a(E/N, T).

The method for determining the increment of the
mobility coefficient a(E/N) with the help of a varying
periodic solution that is asymmetric in the electric field
polarity isdescribed in detail in [9]. Under the action of
such afield E4(t) = E4f(t) (B4 isthe field amplitude and
f(t) isthe form of the field) described by the conditions

t+P 1+P

[ Tt =0, F1>I 20 Lty dt = OF"¥0% 0 (10)
t t

(n = 1isaninteger), ions of a definite type in the gas,
which perform rapid vibrations with period P, drift
along the field lines with the characteristic vel ocity [V
proportional to a(E/N). This velocity can be compen-
sated (IWVO= 0) by a constant electric field E; in this
case, the expression for the compensating field with
allowance for expansion (5) hasthe form [10]

o ° 2n .. 0
EcngdZO(ZnB—Eﬁ‘H 2" 1%/
"=t (12)

0, < (Eqt" on
Eﬂ. + Z (2n+ 1)G2“DND Cf %
n=1
Having obtained the dependences EJ(E4/N) from
experiments with various values of T and solving the

inverse problem of Eq. (11), we obtain expansion coef-
ficients a,, and dependences a(E/N, T) from Eq. (5).

Using a(E/N, T), we find O™ (Ty) and determine
dependences K(E/N, T) and ND_ (E/N, T) using
Egs. (1) and (6) and the data compiled in Table 1.

EXPERIMENTAL

The block diagram of the experimental setup shown
in Fig. 1 contains heated ionization chamber 1
(B-source was %3Ni, T; = 80°C); drift chamber 3 formed
between two coaxial cylindrical electrodes and venti-
lated with a carrier gas (purified dry air with a water
vapor concentration of lessthan 100 ppm, aflow rate of
Qg = 30 cm®/s, atemperature of T =21+ 1°C, and a
number density of N = (2.5 + 0.1) x 10'° cm3); system
of electrodes 2 ensuring the transport of ions from the
ionization chamber to the drift chamber; compensating
voltage source 4; generator 5 of periodic ac voltage
asymmetric in polarity, connected to the coaxial elec-
trodes; collector 6; and electrometric amplifier 7 (with
anoise amplitude of 2 x 104 A).

The generator parameters were as follows: the form
of voltage is given by function f(t) (Fig. 1),
f(t) = (sn[m(t—bP)/t] —21/1P)/(1 - 21/1P)

for bP<t<(bP+1),
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Fig. 1. Block diagram of experimental setup.

f(t) = —(20/mP)/(1 - 21/TP) (12)

for (bP+1)<t<(b+1)P

(b = 0 is an integer); the range of voltage amplitude
variation was Uy = £(10004000) V; period P = 6 s,
and pulse duration T = 2 ps. The margins of permissible
errors of measurements were dU, = +2% for the com-
pensating voltage, U, = £10% for the amplitude of ac
voltage asymmetric in polarity, and &t = £7% for time
intervals.

The samples of the above-mentioned substances
were prepared at the Institute of Organic Chemistry,
Siberian Division, Russian Academy of Sciences
(Novosibirsk). The sample composition was deter-
mined using an HP5890 gas-liquid chromatograph; the
concentration of the main component was at least
98.5%. Vapor—air mixtures of the studied substances
were obtained by passing purified air through a cell in
which diffusion tubes containing the samples of the
substances were placed. Then the mixture was fed to
the ionization chamber.

DETERMINATION OF DEPENDENCES
AE/N) AND O™ (T,

The signal detected in the experimental setup is a
spectrum representing the dependence of the ion cur-
rent on the compensating voltage (1(U.)). Each type of
ionsisdetected asan ion peak on the spectrum. Theval-
ues of U, corresponding to the tops of the peaks are
observed when relation (11) holds for each ith type of
ions; the relation between the electric field strength and
the applied voltage is defined by the equation

U = Erin(r,/ry),

r=(r,+r,)/2. (13)
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Fig. 2. Experimental dependences U (Uy) (symbols) for
ions of pyridine (1), benzene (2), DMMP (3), MA (4), ani-
dine (5), o-TLD at T = 10, 20, 30, and 40°C, respectively
(6-9), DMA (10), DPA (11), and DEA (12).

Figure 2 shows experimental dependences U (U,)
for ions of the substances being studied. A negative
value of U, for positive ions indicates that a(E/N) > 0
and the coefficient of mobility K increases with Uy. For
ionsof o-TLD, the curvesU,(U,) were obtained for var-
ious temperatures of the carrier gas (T = 10, 20, 30, and
40°C). It can be seen from the figure that the depen-
dence U, (U,) decreases with increasing temperature of

Table 2. Valuesof coefficients a,, for ions of the substances
studied

Substance |0, 107, Td2|ay,, 107 Td™?| g, 10724, Td®
Benzene, a 12.9 —9.36 2.22
Benzene, b 134 -12.4 4.86
Benzene, ¢ 134 -134 5.74
Benzene, d 13.8 -16.2 9.13
DMMP 9.6 -2.58 2.26
o-TLD, a 7.94 -5.38 161
o-TLD, b 7.91 -5.36 153
o-TLD, c 7.96 -5.67 1.59
o-TLD,d 8 -5.93 144
MA 10.9 -6.87 1.29
Pyridine 151 -11.1 2.65
Aniline 10.8 -8.19 3
DMA 9.05 -9.25 3.6
DEA 451 -4.9 1.76
DPA 5.22 -3.96 4,76
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Fig. 3. Dependences a(E/N) for ions of the substances
being studied: pyridine (1), benzene at T = 10, 20, 30, and
40°C, respectively (2a—2d), aniline (3), MA (4), DMMP
(5), o-TLD at T = 10, 20, 30, and 40°C, respectively (6a—
6d), DMA (7), DPA (8), and DEA (9).

the carrier gas. Similar dependences were a so obtained
for benzeneionsat T = 10, 20, 30, and 40°C (not shown
in the figure).

Coefficients a,, given in Table 2 were calculated by
solving the inverse problem of Eq. (11) and using the
experimental data (Fig. 2) expressed in units of field
strength with the help of Eq. (13). Coefficients [f2"[=
0.23,0.13,0.1and [F2"* 1= 0.12, 0.11, 0.1 were deter-
mined earlier for n=1, 2, 3, respectively [9]. Thevalues
of a,, were calculated using a polynomial approxima-
tion by the least squares method (polynomial regres-
sion). Notation a, b, ¢, and d in Table 2 for benzene and
o-TLD ions correspondsto T = 10, 20, 30, and 40°.

Figure 3 shows the dependences a(E/N) calculated
using relation (5) and coefficients from Table 2. It can
be seen that, at the initia stage, the increment of o
increases in proportion to the square of parameter E/N,
the rate of this increase decreasing in accordance with
the sequence pyridine > benzene > MA = aniline =
DMMP>DMA =0-TLD > DPA > DEA. With increas-
ing E/N, the power of the a dependence decreases and
the dependence is transformed to a linear dependence.
As parameter E/N increases further, the curve for o
becomes even more gently sloping and decreases after
attaining a peak value for benzene, DMMP, and DPA.
For ions of benzene and o-TLD, the dependences

TECHNICAL PHYSICS  Vol. 49
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Fig. 4. Dependences ﬁ(l' 2 (Tes) for ions of the substances
being studied: (a) DPA (1), pyridine (2), MA (3), DEA (4),
aniline (5), DMA (6), DMMP (7); (b) o-TLD (1a—1d), ben-
zeneat T =10, 20, 30, and 40°C, respectively (2a—2d).

o (E/N) obtained at different temperatures of the carrier
gas (T = 10, 20, 30, and 40°C) decrease upon an
increase in the temperature, and the positions of the
peaks of ion mobility are displaced towards smaller val-
ues of parameter E/N.

Figure 4a shows the dependences Qv (Ty) calcu-
lated using Eq. (9) as well as the dependences a(E/N)
for ions of pyridine, aniline, MA, DMMP, DMA, DPFA,
and DEA obtained at T = 20°C, while Fig. 4b showsthe
same dependences of ions of benzene and o-TLD
obtained at T = 10, 20, 30, and 40°C. In can be seen that

thevalue of parameter 0™"? decreaseswith increasi ng
effective temperature Ty, while an increase in the gas
temperature T from 283 to 313 K shifts the dependence

otv (Tw) as asingle entity towards higher values of
T by less than 0.8% (see Fig. 4b).
TECHNICAL PHYSICS  Vol. 49

No. 8 2004
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Fig. 5. Dependences Ko(E/N, T) for ionsof DMMP (1); ben-
zene at T = 10, 20, 30, and 40°C, respectively (2a—2d);
aniline (3), DMA (4); MA (5); o-TLD a T = 10, 20, 30,

and 40°C, respectively (6a—6d); pyridine (7), DEA (8), and
DPA (9).

DETERMINATION OF REDUCED KINETIC
TRANSPORT COEFFICIENTS AS FUNCTIONS
OF ELECTRIC FIELD AND TEMPERATURE
Ko(E/N, T), ND(E/N, T)

Figure 5 shows the dependences Ky(E/N, T) calcu-
lated using Egs. (1), (2) and Table 1. These depen-
dences were calculated for T = 10, 20, 30, and 40°C for
ions of benzene and o-TLD and for T = 20°C for ions
of the remaining substances. The form of the depen-
dences Ky(E/N) is determined by the potential of the
ion—neutral gas particle interaction. If the thermal
energy of particlesin the gas is much smaller than the
depth of the well in the ion—neutral particle interaction
potential, the ion mobility will increase with the field
strength until the mean energy becomes on the order of
the depth of the well. After this, the mobility must
decrease in an increasing field since it is now deter-
mined by the short-range repulsive part of the interac-
tion potential. In this case, the peak of the mobility asa
function of thefield is displaced upon an increasein the
gas temperature towards lower values of the field
strength.

Figures 6 and 7 show the dependences of longitudi-
nal and transverse reduced diffusion coefficients
ND,(E/N, T) and ND(E/N, T), respectively. It isinter-
esting to note some features in the behavior of these
curves. It can be seen from the figures that the diffusion
coefficient increase with the field; it is shown using
benzene ions as an example that an increase in the gas
temperature leadsto an increasein the absol ute val ue of
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Fig. 6. Dependences of longitudinal reduced diffusion coef-
ficientsND_(E/N, T) for ions of DMMP (1); benzeneat T =
10, 20, 30, and 40°C, respectively (2a—2d); aniline (3);
DMA (4); MA (5); o-TLD (6); pyridine (7), DEA (8), and
DPA (9).

| |
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Fig. 7. Dependences of transverse reduced diffusion coeffi-
cientsND(E/N, T) for ions of benzeneat T = 10, 20, 30, and
40°C, respectively (1a—1d); DMMP (2); aniline (3); DMA
(4); MA (5); o-TLD (6); pyridine (7), DEA (8), and
DPA (9).

coefficients ND, and ND; for small values of E/N; the
rate of increase in these coefficients decreases substan-
tially upon an increase in parameter E/N. As expected,
a decrease in the mohility coefficient K, produces a
stronger effect on the decrease in the dependence of

BURYAKOV

ND, for large values of E/N (see Fig. 5). The numerical
values of the growth rate for the coefficients are as fol-
lows: therate of growth of D, with parameter E/N inthe
range of values 0—100 Td increases in the following
sequence: DPA (by afactor of 2.13), DEA (by afactor
of 2.41), MA (by afactor of 2.71), o-TLD (by afactor
of 2.72), DMA (by afactor of (2.76), pyridine (by afac-
tor of 2.79), benzene (by afactor of 2.82), DMMP (by
a factor of 3), and aniline (by a factor of 3.07). The
growth rate of D+ increases with parameter E/N in the
following sequence: DPA (by a factor of 1.54), DEA
(by afactor of 1.65), o-TLD (by afactor of 1.78), MA
and DMA (by afactor of 1.81), pyridine (by afactor of
1.84), aniline (by afactor of 1.93), benzene (by afactor
of 1.97), and DMMP (by afactor of 2).

CONCLUSIONS

It is shown that the kinetic transport coefficients for
ions can be determined as function of electric field and
temperature using a periodic ac electric field of asym-
metric polarity. For ions of the substances studied here,
an increase in parameter E/N from 0 to 100 Td leads to
an increase in the mobility coefficientsK by 1.4-6.7%;
the longitudinal and transverse diffusion coefficients
D, and D+ increase thereby by afactor of 2-3 and 1.5—
2, respectively.
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Abstract—The gasdynamic parameters of honsteady expansion of He, Ar, N,, and SiH, from a sonic nozzle
into a space with reduced background gas pressure were experimentally studied for moderate values of n
(10°-10%) and the Reynolds number (Re, ~ 10°-107). The jet set times necessary for the formation of pulsed
jets of a given finite duration are determined. The results are generalized in terms of dimensionless similarity
parameters. The laws of motion of theleading and trailing frontsin pulsed jets of various gases are established.
The leading front of a pulsed jet propagates at a velocity significantly smaller than the limiting steady value.
The jet expansion dynamics is determined by the ratio of the momentum of the expanding gas to that of the
background gas displaced from the flow region. The length of the steady flow region in a pulsed jet monotoni-
cally decreases downstream from the source and drops with increasing background gas pressure because of the
loss of jet particlesin the trailing rarefaction wave; thislength increases with theinitial momentum because the
background gasis more intensively displaced from the flow region. © 2004 MAIK “ Nauka/Interperiodica” .

INTRODUCTION

Pulsed jet sources (nozzles) are successfully used in
experiments with colliding beams [1, 2], in investiga-
tions of relaxation processes in free jets [3, 4], in
molecular spectroscopy and photochemistry [5-8], for
pulsed gas admission into high-vacuum nuclear setups
[9, 10], for semiconductor film deposition in modern
electronic device technologies[11, 12], and for solving
many other basic and applied problems [13]. The main
advantage of pulsed jet nozzles for continuous flow
devicesis the high economic efficiency of the former's
sources, explained by their relatively smaller dimen-
sions, less stringent requirements on pumping systems,
and lower consumption of high-cost materials. With
pulsed sources, it is possible to obtain gas jets with
parameters (gas flow rate, local beam density, etc,)
hardly achievable in steady flows.

The main spatiotemporal characteristics of a pulsed
jet are the set time and the duration (length) of a steady
flow region. The set time of a nonsteady jet is defined
asthetimeinterval from the moment of opening of the
source to the moment of establishment of steady flow
parameters at a given distance from the nozzle. Within
this steady flow region, the jet parameters remain
unchanged during acertain finite period of time and are
determined by the adiabatic exponent y of the expand-
ing gas and the gasdynamic parameters in the source,
including the stagnation pressure P, and the stagnation
temperature T,. The total set time of a nonsteady jet
includes the time required for the gas flow to establish
itself at the nozzle exit (nozzle set time) and the time

required for the flow to reach a steady state in the free
jet.

The problem of determining the minimum time
At for which the pulsed nozzle valve must be openin
order to provide for the steady flow parameters at the
nozzle output was considered by Saenger [14]. It was
found that At,,;,, is proportional to the sguare root of the
molecular mass and increases linearly with the nozzle
diameter d, provided that the product Pd is fixed. For
example, the minimum pulse duration necessary for
obtaining steady flow jet parameters at the nozzle out-
put for Pod = 1.33 kPa mm according to [14] is ~4 us
for helium, ~15 psfor argon, and ~18 ps for nitrogen.

The set time of afreejet is determined by motion of
the front part of the nonsteady flow, which depends on
the interaction of the expanding gas with the back-
ground gas. We may distinguish three principa expan-
sion regimes, whereby the gas leaving a nozzle enters
(i) aregion of very low background pressure (with the
theoretical limit of expansion into vacuum), (ii) a con-
tinuous medium (flooded space), and (iii) aregion with
reduced background gas pressure (intermediate case).
The diagram in Fig. 1 shows conditional boundaries
between these regimes in coordinates of Py/P, versus
P,, where P, isthe residual (background) gas pressure.

When a supersonic jet expands into the space with
low background gas pressure (Fig. 1, region A), the
leading front of the expanding gas (left-hand inset to
Fig. 1, curve 1) is followed by a primary (initial) rar-
efaction wave, the rear boundary of which (curve 2)
coincides with the leading front of a steady flow region.
In practice, this regime is observed for very large n

1063-7842/04/4908-0973$26.00 © 2004 MAIK “Nauka/ Interperiodica’
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Fig. 1. Supersonic expansion regimes and jet structure for the gas expansion into (A) vacuum, (B) flooded space, and (C) a space

with reduced background pressure (see the text for explanations).

(>10°) and small background gas pressures P, <
1073 Pa. It was shown theoreticaly [15-17] and con-
firmed by experiments[18, 19] and model calculations
[20] that the motion of the leading front of the expand-
ing gas jet is independent of the background gas pres-
sure and is determined by the limiting velocity v, of
the nonsteady flow,

y+1
V= la* ,
where afjis sound velocity in the critical cross section
of the nozzle. The velocity of motion of the leading
front of the steady flow region is determined by the
maximum velocity v, of the steady flow of the given
gas, which isdetermined by the total enthalpy h, of this
gas.

Vi =

(D

= [y*+1

Thus, the jet set time for agas expanding into the space
with very low background gas pressure is determined
by the v, value. Asthe gas jet propagates downstream
from the source, the length of the primary rarefaction
wave increases.

Another limiting case is nonsteady expansion into a
flooded space with high background gas pressure (P, ~
10 Pa and above) at small n (~10°-10), illustrated by
region B in Fig. 1. A typical example is offered by
expansion of a shock-wave-heated gas from sonic and

Vs = ()

a,.

supersonic nozzles. In this case, the drag in the back-
ground gasis so large that ashock wave structureisvir-
tually immediately formed at the leading front of the
expanding gas jet. This structure consists of com-
pressed layers of the expanding gas (right-hand inset to
Fig. 1, curve €) and the background gas (curve b) dis-
placed from the flow region, separated by the contact
interface (curve k). Here, the leading front of the steady
flow region is the secondary shock wave (€) whose prop-
agation determinesthe jet set time. Ve ocities of the char-
acteristic surfaces, fine vortex structures of the flow, and
gas dengity distributions at various moments of time and
various distances from the source were studied in [21-
23]. It was found that the motion of characteristic dis-
continuities could be described in terms of the radial
instantaneous steady-flow source (RISS) model [15].

For practical applications, the most important con-
ditions correspond to region C intermediate between A
and B, where the working gas expands into the space
with reduced background gas pressure (P, ~ 10—
1070 Pa) at moderate n ~ 103-106). Such conditions are
most frequently encountered in experiments with non-
steady gas jets and molecular beams. The relatively
high background gas pressurelevel alowsthe nozzleto
operate at a sufficiently large gas flow rate and form
supersonic jets featuring developed relaxation pro-
cesses. However, no detailed experimental investiga-
tions under such, or close to such, experimental condi-
tions have been reported so far.

Most of the published data refer to processes at the
leading front of a nonsteady flow, that is, to the jet set
TECHNICAL PHYSICS  Vol. 49
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regime of a steady source. However, the notion of a
pulsed jet implies that the source operates for a finite
time and then is switched off (in theideal case, instan-
taneously). Under real conditions, the gas expansion is
significantly complicated by transient phenomena
involved in the process of source switching on and off.
At the switch on moment, there arises a trailing (sec-
ondary) rarefaction wave characterized by nonsteady
flow. Propagation of this secondary rarefaction wave
downstream from the nozzle determines the trailing
front of the steady flow region (Fig. 1, curve 3). There-
fore, aquestion naturally arises asto what isthe time of
existence (or the spatial length) of the steady flow at a
given distance from a pulsed jet source.

According to the theoretical RISS model [15], the
time of existence of the steady state in a pulsed gas jet
expanding into vacuum (Fig. 1, region A) decreases
downstream from the nozzle. The gas pulse exhibits
dissipation caused by theloss of particlesin theleading
and trailing rarefaction waves. As aresult, asituationis
possible where the flow at a finite distance from the
source does not attain a steady state even despite the
fact that the necessary nozzle set conditions are satis-
fied. It was shown [15] that the length of the steady flow
region for a gas expanding into vacuum depends on the
adiabatic exponent y of the gas. We may suggest that the
presence of a residual (background) gas will signifi-
cantly influence the steady flow duration, but the corre-
sponding experimental data are unavailable.

In this context, we have studied the gasdynamics of
pulsed jets formed upon expansion of a gas for moder-
ate values of n (10%-10% and the Reynolds number
(Re. ~ 10°-10%) and determined the laws of motion of
the leading and trailing fronts and the formation of a
guasi-steady region in the pulsed jet. The region corre-
sponding to the conditions of our experimental mea-
surements is depicted by the dash-dot linein Fig. 1.

EXPERIMENTAL

The investigation was performed on the LEMPUS
complex gasdynamic setup created at Novosibirsk State
University [24], in which the gas jet is produced by a
special electromagnetic valve. The source design and
the valve control system allow pul sed supersonic jetsto
be generated with a pulse duration of 0.3-3 ms and a
repetition rate of up to 10 Hz [25]. The valve and the
nozzle are mounted in the expansion chamber on a
positioning mechanism, which alowed the distance
from the source to the point of measurement to be con-
trolled.

The measurementswere performed for the most part
by method of molecular beam mass spectrometry using
an MS 7303 quadrupole mass spectrometer with elec-
tron impact ionization. The gasdynamic molecular
beam was formed from a pulsed jet using a skimmer
(ds=0.53 mm) and a collimator (d; = 6 mm). Thedis-
tance from the skimmer to the ionization site (i.e., the
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time-of-flight base of the molecular beam) was
690 mm. Source operation and data acquisition and
processing were performed using a computer-con-
trolled system of pulsed signal registration and display
[26]. In some experiments, the pulsed jet was studied
by method of electron-beam diagnostics with response
signa recording in the visible spectral range [27],
which alowed measurements to be performed at small
distances from the source.

We have studied the expansion of helium (He),
argon (Ar), nitrogen (N,), and monosilane (SiH,) from
sonic nozzles with a diameter of d = 1 and 0.55 mm.
The stagnation pressure was controlled within Py =
10°-10° kPa and the distance from the pulsed nozzle
was varied within 10-225d. The background gas pres-
surein the expansion chamber was maintained at alevel
of P, = 0.1-1 Pa. We determined the following charac-
teristics of pulsed gas jets: the time of arrival of the
leading (T;,) and trailing (T,,) fronts (measured at half
the height of agas pulse) and the full width at half-max-
imum (FWHM) D, = T;; — T;, of the pulse. The methods
of measurements and experimental data processing are
described in detail elsewhere [24].

RESULTS

The main dimensionless parameters characterizing
the gas expansion regimes studied are presented in
Table 1. The values of n show that the jetswere strongly
underexpanded (n > 1) for all gasesin the entire range
of stagnation pressures P,. The Reynolds numbers at
the nozzle exit aperture (Re, > 10°) corresponded to the
continuous expansion regime. According to estimates,
Re values in the jet in al experimenta regimes were
Re < 102 Under these conditions, the gasdynamic
structure and the steady flow parameters are affected by
the rarefaction, whereby the characteristic barrel-
shaped shock wave structure is smeared and the back-
ground gas diffusion into the jet core becomes possible
[28]. Thus, al the experimentally studied regimes are
of the intermediate type with significant influence of
the background gas. The pulsed jets are additionaly
characterized by homaochronicity expressed in terms of
the Struchal number. Under the conditions of our exper-
imentswith aninitial gas pulse duration of ~1.5ms, this
value was Sh > 102, which corresponds to the regime of
long pulses.

Figures 2 and 3 show the typical gas density profiles
measured at the jet axis in the course of the gas pulse
propagation. These data were obtained by means of
molecular beam mass spectrometry in a helium jet
behind the nozzlewith d = 0.55 mm. The measurements
were performed at a fixed distance from the nozzle to
skimmer (x/d = 100) under the conditions of variable
stagnation pressure (Fig. 2) or at afixed P, and variable
distance from the source (Fig. 3). The signal amplitude
is normalized to maximum, while the abscissa axis
shows the time measured from the moment of nozzle
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Table 1. Calculated dimensionless parameters of pulsed jets expanding from a nozzle with adiameter of d =1 mm
n Re, = pv d/u
Po: Pa Pb, Pa €a aVaY Ma
He, Ar N, He Ar N,
1.0E+03 5.0E-02 9.4E+03 1.1E+02 5.2E+02 1.5E+02 1.4E+02
1.0E+04 8.0E-02 5.9E+04 6.3E+04 5.2E+02 1.5E+03 1.4E+03
1.0E+05 1.3E-01 3.6E+05 3.9E+05 5.2E+03 1.5E+04 1.4E+04
1.0E+06 3.0E-01 1.6E+06 1.7E+06 5.2E+04 1.5E+05 1.4E+05
Re = Re/N%° Sh=Dvyd
Py, Pa Py, Pa d 4
He Ar N, He Ar N,
1.0E+03 5.0E-02 6.0E-01 1.7E+00 1.6E+00 8.8E+02 2.8E+02 2.4E+02
1.0E+04 8.0E-02 1.9E+00 5.3E+00 5.0E+00
1.0E+05 1.3E-01 6.0E+00 1.7E+01 1.6E+01
1.0E+06 3.0E-01 1.9E+01 5.3E+01 5.0E+01

valve opening. As can be seen, the gas pulse has alead-
ing front width of about ~180-200 ps, aflat region on
the top with a duration of ~500 ps, and a trailing front
with a long slowly decaying “tail” whose length is
determined by the instrumental function of theionizing
source of the mass spectrometer.

At a fixed distance from the source, the leading
fronts of gas pulses shift toward shorter times with
increasing P, (Fig. 2), while the position of thetrailing
front remainsvirtually unchanged. Asthe source-skim-
mer distance is increased, both the leading and trailing

1.0

o
n
T

I, arb. units

Fig. 2. Gas density profiles for a pulsed molecular beam of
helium formed using a sonic nozzle with d = 0.55 mm and
measured at a nozzle-skimmer distance of x/d = 100 for
various stagnation pressures Py = 80 (1), 250 (2), 140 (3),
and 300 kPa (4).

fronts shift toward longer times. The shape of the gas
pulse aways remains the same, being determined by
the time at which the valve opens. Similar behavior was
also observed for other gases, provided that cluster for-
mation in the jet could be ignored.

Figure 4 shows the effect of variation of the stagna-
tion pressure P, on the time of arrival of the leading
(T,y) and trailing (T;,) pulse fronts. The measurements
were performed for various distances from the source
to the skimmer in a jet of helium expanding from a
1-mm nozzle. As can be seen, the character of variation

1.0

e
W

I, arb. units

Fig. 3. Gas density profiles for a pulsed molecular beam of
helium formed using a sonic nozzle with d = 0.55 mm and
measured at a stagnation pressure of 100 kPafor a nozzle—
skimmer distance of x/d = 40 (1), 80 (2), 100 (3), and
150 (4).
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ing pulse front (T;5) in amolecular beam of helium formed
using asonic nozzlewith d = 1 mm and measured at various
source-skimmer distances x/d = 125 (1, 4), 150 (2, 5), and
175 (3, 6).

in the front arrival times is the same for al distances:
when P, grows up to 150 kPa, T;; monotonicaly
decreases and T, remainsvirtually unchanged. Accord-
ingly, the pulse halfwidth D; monotonically increases.
As the P, value (and, hence, the gas flow rate through
the nozzle) isincreased further, the leading front exhib-
its retardation and the pulse halfwidth begins to
decrease.

Figure 5 presents data on the halfwidth D; of pulsed
helium, nitrogen, and argon jets for the same initial
pulse duration and severa fixed stagnation pressures.
The measurements were performed by molecular beam
mass spectrometry at various distances from the nozzle
output to the skimmer. These data are supplemented by
the results of electron-beam diagnostics for relatively
small source-skimmer distances within x/d = 14-100.
Ascan be seen, the pulsed jet halfwidth (and, hence, the
length of the steady region) decreases downstream the
flow for all gases. Since the pulsed jet halfwidth mea-
sured by the electron-beam technique at the skimmer
entrance is close to the value measured by the molecu-
lar beam mass spectrometry, we may conclude that the
main changes in the pulse halfwidth take place in the
region between the nozzle exit and the skimmer.

Figure 6 shows a plot of the pulsed jet halfwidth D,
versus stagnation pressure P, for various gases. The
measurements were performed under nearly identical
conditions, including the same geometry and initia
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spectrometry, 1-11) or to the point of measurement (for
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Fig. 6. A plot of the pulsed jet halfwidth D; versus stagna-
tion pressure Py for various gases expanding from the 1-mm
nozzle and measured at x/d = 175: (1) He; (2) Ar; (3) Ny;
(4) SiH,.

pulse duration, close background gas pressures in the
expansion chamber, and the same nozzle-skimmer dis-
tance (x/d = 175). As can be seen, the D, values for all
gases at the same P, are equal to within the experimen-
tal error, except for the regions at high stagnation pres-
sures, where D; exhibits a sharp growth and the flow is
accompanied by condensation [29].
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The velocity of the leading front of an expanding
gasjet was determined by measurements at various dis-
tances from the source. Table 2 presents data on the
leading front velocities measured in helium, argon,
nitrogen, and monosilane at a background gas pressure
of P, ~ 107! Pa, together with the maximum velocities
of steady (v,,,¢ and nonsteady (v, flowsin these gases
calculated using formulas (1) and (2). A comparison of
the calculated and experimental values shows that the
leading front of a pulsed jet in all studied gases propa-
gates at a velocity significantly smaller than the limit-
ing value v, of steady expansion.

It should be noted that the leading front velocities
reported in various papers for nonsteady jets are at first
glance rather contradictory and disagree with our data.
Indeed, the leading front velocities obtained in [18] for
argon and nitrogen jets expanding into a space with low
background gas pressure (P, ~ 10 Pa) were close to
the limiting nonsteady flow velocity. The results of
measurements for the pulsed jets of helium [30] per-
formed at P, ~ 102 Pa showed that the leading front
propagates at a velocity equal to the limiting value for
steady expansion. On the other hand, the values
obtained in [31] for the pulsed expansions of helium
under conditions close to those used in our experiments
(P, ~ 107! Pa) were close to our results for this gas.

DISCUSSION

Analysis of the experimental results obtained in this
study leadsto the following conclusions concerning the
influence of the main flow parameters on the character-
istics of pulsed gas jets:

(i) the length of the steady flow region decreases
with increasing distance from the source;

(if) under the conditions of fixed stagnation pres-
sure, background gas pressure, and distance from the
source, the length of the steady flow region isindepen-
dent of the adiabatic exponent y of the expanding gas,

(iii) as the stagnation pressure grows, the leading
front velocity initially increases, passes through a max-
imum, and then decreases at a rate correlated with the
increase in the background gas pressure;

Table 2. Comparison of the calculated steady (v,,9 and
nonsteady (v,,,) gas expansion velocities and the experimen-
tal leading front propagation velocities (Xs() for helium,
argon, nitrogen, and monosilane expansions

He Ar N, SiH,4
Vine M/S 1770 560 790 970
Vi M/S 3060 970 1770 2930
Vexps MVS 1230 380 420 440

KOROBEISHCHIKOV et al.

(iv) the leading front velocity in the expanding gas
jet issignificantly smaller than the limiting steady flow
velocity;

(v) the low value of the leading front velocity in the
expanding gas jet and the fact that the width of this
front depends neither on P, nor on the distance from the
source indicate that no primary rarefaction wave is
formed in the pulsed jet (therefore, the front boundary
of the steady flow region under the conditions studied
is determined by the leading front of the expanding gas
jet).

When a supersonic jet expands into the space with
low residual pressure, the expanding gas actslike apis-
ton displacing the initially quiescent background gas.
Theenergy of the expanding gasis spent predominantly
for setting the displaced background gas into motion.
Therefore, the law of mation of the leading front of the
expanding gas is determined by the equality of the
momentum flux densities of the expanding and back-
ground gases at the contact interface. Chekmarev [15]
showed within the framework of the RISS model that
the mechanism of pulsed jet expansion is determined
by the ratio of masses of the expanding gas (m.) and the
displaced background gas (m,). The case of expansion
into vacuum corresponds to the condition (m,/my)¥? <
1, while nonsteady expansion into a flooded space is
described by the relation (m,/m,) > 1. Let us estimate
thisratio for the conditions under consideration.

The mass of the displaced gas can be evaluated
under certain assumptions. Evidently, the background
gas in the expansion chamber prior to measurements
consists predominantly of residua nitrogen. However,
under the conditions of a considerable rate of gas flow
from the nozzle and alarge number of pulsesin exper-
imental series, the composition of the background
atmosphere changed: nitrogen was replaced by the
expanding gas. In addition, the background gas compo-
sition could be influenced by selective pumping. For
this estimation, it was assumed that expanding and
background gas compositions are the same.

As is known [28], the angle of expanding current
lines B,,, relativeto the jet axisin the case of axisymmet-
ric free expansion is determined by the adiabatic expo-
nent y of the expanding gas and the Mach number M, at
the nozzle aperture. For a monoatomic gas expanding
from asupersonic nozzle (M, = 1) into vacuum, the lim-
iting expansion angle is 6,,, ~ 85°; for diatomic and tri-
atomic gases, the corresponding values are 6,,, ~ 130°
and 165°, respectively. However, the main fraction of
the expanding gas flows through a paraxial region
within an angular interval of 0.56,,[28]. Apparently, the
expansion angles of polyatomic gasesinapulsed jet are
also greater than those of monoatomic gases. For this
reason, the mass of a displaced background gas was
determined as a product of the mass density p, of the
background gas at the known background pressure P,
and the volume of a cone with an apical angle of 0.50,,.
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The estimates were obtained for a background pressure
of 0.1 Pa, typical of our experimental conditions.

The mass of the expanding gas was estimated as
m, = P,Vst, where p, is the gas density at the nozzle
exit, v, is the gas velocity in this cross section, s = Tid?
is the area of the nozzle exit aperture, and t is the gas
expansion time. The gas parameters at the nozzle exit
were determined using isentropic relations. In order to
compare the masses of the expanding gas and the gas
displaced by the expanding jet, it is necessary to deter-
mine how the former mass gas varies in the course of
gas expansion downstream from the nozzle. Thisvaria-
tion was evaluated using the leading front velocity
determined in the experiment (Table 2). Calculations
were performed for the sonic nozzles with d = 0.55 and
1 mm and a stagnation pressure of P, = 100 kPa.

Figure 7 showsvariation of theratio of masses of the
dispaced background gas (m,) and the expanding gas
(m,) downstream from the nozzle for the pulsed jets of
He, Ar, and N,. At small distances from the source, the
mass of the expanding gas is considerably greater than
that of the displaced background gas, but the latter
value rapidly grows for all gases as the jet propagates
downstream from the nozzle. As aresult, for x/d > 100
(i.e., for most regimes studied in our experiments), the
mass of displaced background gas is comparable to the
mass of expanding gas. Therefore, the background gas
must significantly influence the expansion dynamics.

Our analysis suggests the following mechanism of
pulsed jet expansion into the space with reduced back-
ground gas pressure. Since the density of the back-
ground gasis small, the velocity of expanding gas par-
ticles in the initial stage may reach the limiting value
for the nonsteady flow. Interaction between the pulsed
gasjet and the background gas |eads to the formation of
acontinuousleading front separating the expanding gas
and the displaced background gas. Asthisleading front
propagates downstream from the nozzle, the mass of
the displaced gas grows much faster than the mass of
expanding gas. As aresult, the expanding gas exhibits
retardation at the leading front of the jet. However, the
retarding effect of the background gasis not aslarge as
in the case of expansion into a continuous medium and
does not |ead to the formation of shock waves at the jet
front. Nevertheless, the velocity of propagation of the
leading front of the expanding gas becomes signifi-
cantly lower than the limiting steady flow velocity.

As aresult, no primary rarefaction wave is formed
in the course of expansion in front of the steady flow
region under these conditions and the leading front
determines the rear boundary of the steady flow region.
Thus, the set time of a pulsed jet is determined by the
motion of the leading front of the expanding gas. Note
that atransition from the “ shock” to “ shockless’ expan-
sion regime was observed [23] during the investigation
of nonsteady flows of shock-wave-heated gases in a
flooded space under the condition of n ~ 103,
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Fig. 7. Plots of theratio of masses of the expanding (mg) and
displaced background (m,) gases versus x/d for (1, 2)
helium and argon and (3, 4) nitrogen expanding from the
nozzleswith d = 0.55 (1, 3) and 1 mm (2, 4) at a stagnation
pressure of Py = 100 kPa and a backgropund pressure of
Pb =0.1Pa

In the final stage of expansion, the leading front
slows down and reaches the limiting jet size L deter-
mined (as well as in the steady flow) by the ratio of
stagnation and background pressures. The expanding
gas retarded at the slowly propagating leading front
forms the secondary rarefaction wave representing par-
ticles moving in the reverse direction. The existence of
the reverse flow directed toward the source in a pulsed
jet expanding into vacuum was demonstrated by the
results of Monte Carlo simulations [20]. The intensity
of this flow increased with the pulse duration. In our
case, the presence of a slowly moving leading front
must lead to an increase in the reverse flux of retarded
particles.

An increase in the stagnation pressure leads to an
increase in the density of the momentum flux from the
source and, hence, to more intensive displacement of
the background gas and accelerated propagation of the
leading front of expanding gas. As a result, the length
of the steady flow region increases (at a fixed initia
pulse duration and the distance from the source).

As the pulsed jet propagates downstream from the
source, an increasing fraction of expanding gas parti-
cles passes to the trailing rarefaction wave. This leads
to adecrease in the length (duration) of the steady flow
region with increasing distance from the source. At a
fixed initial pulse duration and the same expanding and
background gas compositions, the steady flow region
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Fig. 8. Generalized plot of the jet set timesin dimensionless
coordinates for several gases measured in this study using
(7-17) molecular beam mass spectrometry and (18-24)
electron-beam diagnostics methods in comparison to pub-
lished theoretical datafor (1) Ar and (2) N, [15] and exper-
imental datafor (3) Ar [6], (4) N, [9], (5) He[30], (6) He[31].
Our data for He: (7) Pg = 10 kPa, d = 1 mm; (8) 100 kPa,
0.55 mm; (9) 800 kPa, 1 mm; (18) 40 kPa, 0.55 mm;
(19) 800 kPa, 0.55 mm,; for Ar: (10) Py =40 kPa, d = 1 mm;
(11) 10 kPa, 0.55 mm; (12) 100 kPa, 1 mm; (20) 11 kPa,
0.55 mm; (21) 220 kPa, 0.55 mm,; for N: (13) Py =40 kPa,
d =1 mm; (14) 100 kPa, 1 mm; (22) 100 kPa, 1 mm;
(23) 400 kPa, 0.55 mm; (24) 800 kPa, 0.55 mm; for SiHg:
(15) Pg = 10 kPa, d = 1 mm; (16) 40 kPa, 1 mm;
(17) 100 kPa, 1 mm.

length isindependent of the adiabatic exponent y of the
expanding gas and is determined by theratio of stagna-
tion and background pressures.

In order to generalize the experimental spatiotempo-
ral data, it isnecessary to use dimensionless parameters
including characteristics of the expanding gas and the
expansion regimes. The dimensionless parameters
introduced by Chekmarev [15] play the role of similar-
ity criteriafor the surfaces of strong discontinuity in the
case of a pulsed gas expansion into aflooded space. For
an axisymmetric flow, the dimensionless parameters
are defined by the formulas

I:P_d]ﬂz% _ |j)_H:|]J2L
o0 T ST ©

where p, isthe density of the expanding gas at the noz-
Zle exit and py, is the density of the background gas.

Figure 8 presents data on the set times of pulsed jets
obtained in our experiments with He, Ar, N, and SiH,
using molecular beam mass spectrometry (upper array
of points) and electron-beam diagnostics (lower array
of points). In plotting the results of molecular beam
mass spectrometry, we used an assumption based on the
following considerations. As was noted above, the
time-of-flight base for the pul sed flow behind the skim-
mer was significantly greater than the distance from the

T

KOROBEISHCHIKOV et al.

nozzle to skimmer. However, the background pressure
on the molecular beam path is much lower than that in
the expansion chamber: the pressure behind the skim-
mer was ~10-° Paand that in the detector was ~10° Pa
against ~10 Pain the expansion chamber. Obviously,
the pressure behind the skimmer is sufficiently low and
its effect on the pulsed jet can be ignored. In addition,
estimates of the Knudsen number for the skimmer, Kng,
showed that our measurements were performed mostly
for Kng > 1. Therefore, the skimmer input aperture is
the surface of last collisions of molecules in the flow.
Under these conditions, the velocity of the leading front
of the pulsed jet in the molecular beam region is deter-
mined by the leading front velocity at the skimmer
entrance.

As can be seen, Fig. 8 generalizes the experimental
data obtained for various stagnation pressures, back-
ground pressures, and nozzle diameters. However, the
points corresponding to gases possessing different adi-
abatic exponents y exhibit separation: the data for He
and Ar are lying below those for N,, while the data for
SiH, are lying still higher (the results of electron-beam
diagnostics are less scattered because of a lower accu-
racy of these measurements).

For the comparison, Fig. 8 shows the results of cal-
culations for the moving contact interfacein Ar and N,
according to the RISS model [15]. Similar to the exper-
imental data, the calculated jet set time increases with
the y value of the expanding gas. However, the theory
[15] gives overstated estimates for the leading front
velocity at small T and & values (this discrepancy was
explained by the author as being related to the use of a
nonviscous gas model). Figure 8 also shows the exper-
imental datafor the leading front vel ocities reported by
other researchers for the expansion of argon into vac-
uum [18], for a shock-wave-heated nitrogen jet [21],
and for the free expansion of helium[30, 31]. Ascan be
seen, these experimental data well agree with our
results.

CONCLUSIONS

We have experimentally studied nonsteady expan-
sion of gases into the space with reduced background
pressure. It is established that the expansion dynamics
is determined by the ratio of the momentum of the
expanding gas to that of the background gas displaced
from the flow region.

The jet set times were experimentaly determined
for the pulsed jets of helium, argon, nitrogen, and
monosilane. It was found that, under the conditions
studied, the leading front of a pulsed jet propagates at a
velocity significantly smaller than the limiting steady
value for a given gas. In contrast to the case of expan-
sion into vacuum, the retarding action of the back-
ground gasleadsto the absence of aprimary rarefaction
wave and makes the leading front of the expanding gas
the boundary of a steady flow region.
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Using the dimensionless similarity parameters, we
obtained generalized data on the pulsed jet set timesfor
various gases and expansion regimes. It is established
that the length (duration) of the steady flow regionin a
pulsed jet at afixed distance from the sourceisindepen-
dent of the ratio of heat capacities of expanding gases
and is determined by the pulse duration at the nozzle
exit and the ratio of stagnation and background pres-
sures. The length of the steady flow region in a pulsed
jet monotonically decreases downstream from the
source and drops with increasing background gas pres-
sure because of the loss of jet particles in the trailing
rarefaction wave; this length increases with the initial
momentum because the background gas is more inten-
sively displaced from the flow region.

Theresults of our experiments show that pulsed gas
jets and molecular beams with a finite steady flow
region can be successfully obtained for Rg. < 100inthe
presence of a background gas.
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Abstract—Conditions are studied under which an el ectron beam and avolume discharge with asubnanosecond
rise time of a voltage pulse are produced in air under atmospheric pressure. It is shown that the electron beam
appearsin agas-filled diode at the front of the voltage pulse in ~0.5 ns, has a half-intensity duration of <0.4 ns
and an average electron energy of ~0.6 of the voltage across the gas-filled diode, and terminates when the volt-
age across the gap reaches its maximum value. The electron beam with an average electron energy of 60 to
80 keV and a current amplitude of 270 A is obtained. It is assumed that the electron beam isformed from elec-
trons produced in the gap due to gasionization by fast el ectrons when the intensity of the field between the front
of the expanding plasma cloud and the anode reachesiits critical value. A nanosecond volume discharge with a
specific power input of =400 MW/cm?, adensity of the discharge current at the anode of up to 3 kA/cm?, and
specific energy deposition of ~1 Jcm® over 3t0 5 nsis created. © 2004 MAIK “ Nauka/Interperiodica” .

Generation of accelerated electrons and X-rays in
gas-illed diodes under elevated pressure was studied
by many research groups (see, eg., review [1] and
monograph [2] and references cited therein). However,
amplitudes of the electron beam currents obtained in
molecular gases were no higher than afew fractions of
an ampere [1]. Also, the parameters of the electron
beam, the conditionsfor itsformation, and the interpre-
tation of this phenomenon were substantially different
in different works. For example, the critica field
reported in [1], which is sufficient for runaway of elec-
trons in air under atmospheric pressure, differs from
that attained in [2, 3] by afactor of 2 or more. The aver-
age energy of electronsin the beam in air under atmo-
spheric pressure in [1] exceeds the maximum voltage
across the gap by afactor of 1.5, whileit isamost half
the maximum voltage in [4, 5]. The effect of appear-
ance of accelerated el ectronsin the discharge under ele-
vated pressure and their influence on the discharge
characteristics has not been adequately investigated and
was disregarded in many monographs [6].

It was shown in 2002 [4, 5] that the amplitude of the
electron beam produced in a diode filled with helium
[4], molecular gases (air, nitrogen), or a CO~N,—He
mixture [5, 7] under atmospheric pressure can be sub-
stantialy increased. In [4], an €éectron beam was
obtained at average values of parameter E/p (E is the
electric field strength and p is the gas pressure) that
were above the critical values sufficient for creating the
effect of electron runaway aswell as at relatively small
average values of parameter E/p, which were substan-
tially lower than the critical values.

The purpose of thiswork is to determine the condi-
tions under which a gas-filled diode produces an elec-
tron beam with the highest amplitude and to produce a
volume discharge with a high specific power inputin air
under atmospheric pressure.

We used two RADAN-type nanosecond pulse gen-
erators, detailed in [8, 9]. Generator 1 (RADAN-303)
had a wave impedance of 45 Q and produced 50- to
170-kV pulses (with an open-circuit voltage of up to
340 kV) with ahalf-intensity width of ~5 and ~1-nsrise
time under matched termination [8]. The voltage across
the gas gap could be gradually changed by varying the
width of the main discharge gap.

Generator 2 (RADAN-220) had a wave impedance
of 20 Q and formed a~220-kV pulse with a half-inten-
sity width of ~2 nsat an ~0.3-nsrisetime acrossthedis-
charge gap [9]. The design of the gas-filled diode was
the same for both generators. As in the majority of
works that study X rays and fast electrons in gas-filled
diodes, we used a planar anode and arod cathode. This
gas gap geometry ensured field amplification near the
cathode. The cathodes of both generators were
designed as a tube made of a 50-um-thick steel foil
6 mmin diameter, which wasfixed on ametal rod of the
same diameter, or had the form of a graphite rod 6 mm
in diameter with rounded ends. The planar anode,
through which the electron beam was extracted, was
made of a45-mm-thick AlBefoail, or a 10-mm-thick Al
fail, or agrid with a50-70% transparency to light. The
distance between the cathode and the anode was varied
from 13 to 20 mm.

1063-7842/04/4908-0982$26.00 © 2004 MAIK “Nauka/ Interperiodica’
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Signals picked off from a capacitance voltage
divider, collectors, and shuntswere observedonaTDS
684B oscilloscope with a bandwidth of 1 GHz and a
5-GS/s (5 samples per 1 ns) sampling rate. The glow of
the discharge was photographed by a digital camera.

Based on the variation of voltage pulses across the
gasfilled diode and the electron beam current and aso
on observations of the form of the discharge in the gap
as a function of the anode-to-cathode gap length, the
cathode type, and the voltage across the gas-filled
diode, the following features were discovered.

The electron beam appears on the leading edge of
the voltage pulse, its half-intensity duration being no
longer than 0.4 ns (Fig. 1). The maximum of the beam
current is usually observed after the voltage across the
gap attainsits maximum. Under optimal conditions, the
amplitude of the current behind the foil is higher than
40 A for generator 1 and 70 A for generator 2 (Figs. 1b
and 1c). As the voltage amplitude increases, the beam
current maximum is displaced towards the beginning of
the voltage pulse (Fig. 1a) and the beam terminates on
its leading edge at maximal voltages. A decrease in the
voltage increases the delay of the electron beam to
~1 ns, and the beam is observed at the beginning of the
guasi-stationary phase of the voltage pulse, which is,
however, accompanied by a substantial decrease in the
beam current amplitude. Figure 2 plots the depen-
dences of the beam current amplitude, the amplitude of
the voltage across the gap at the first maximum, and the
amplitude of the discharge current at the first maxi-
mum. At a fixed distance between the €lectrodes, the
risetime of the voltage pulse, and the gastype and pres-
sure (in our case, air at 1 atm), a rather narrow optimal
generator voltage interval exists, in which the maximal
amplitudes of the electron beam current behind the foil
are observed. The dependences of the voltage across
the gap and of the discharge current under these condi-
tions are dmogt linear (Fig. 2, curves 2 and 3) despite a
noticeabl e variation in the beam current amplitude. The
discharge current appears with a short delay after the
voltage is applied to the gap and is 0.3 to 1 ns ahead of
the electron beam current observed behind the foil. The
magnitude and duration of the discharge current signif-
icantly exceed the amplitude and duration of the beam
current: for example, for the first generator, at an open-
circuit voltage of ~270 kV and a 17-mm-long gap, the
current amplitudes are 2400 and 40 A, respectively.
After the pulse of the electron beam current terminates,
the discharge usually continues in its quasi-stationary
phase and has a volume character. Photographs of the
discharge glow (Fig. 3) are taken looking from the end
for the mesh anode and from the side for the anode
made of foil. It is seen that the discharge is of the vol-
ume type and bright spots are only seen near the cath-
ode. With increasing generator voltage, bright filamen-
tary channels appear against the background of the vol-
ume discharge and a dip in the voltage oscillogram
(approximately to half the initial value) is observed
(Fig. 1a, curve 2). In generator 1, when the discharge
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Fig. 3. Discharge glow in the gap photographed from the
(a) end and (b) side for generator 2, the mesh size being
1 mm.

retainsits volume character for 3 ns, the current density
at the anode becomes as high as ~3 kA/cm?, the specific
energy deposition to the gasis ~1 Jcm?, and the spe-
cific power input is ~400 MW/cm?3. At a volume phase
duration of 5 ns, the current density at the anode
reaches ~1.5 kA/cm?, the specific power input is
~200 MW/cm3, and the specific energy deposition to
the gasis also ~1 Jcm?3. At the maximum voltage pro-
duced by generator 1, the average value of parameter
E/p after the termination of the beam current is
~0.08 kV/cm Torr in the quasi-stationary phase. Note
that, in the quasi-stationary phase of the volume dis-
charge, which is observed after the breakdown of the
gas gap, the voltage across the gap is typically lower
than that in the course of the breakdown [2, 10]. Under
the conditions of this experiment, a self-sustained dis-
charge was observed in which the voltage across the
gap is maximal in the quasi-stationary discharge phase
operating in the single pulse mode without preliminary
ionization (Fig. 1a, curves 2 and 4).

Based on the experimental data obtained and an
information about familiar processes in gas discharges
[1, 2, 6], we believe that, under the conditions of our
study, the gas discharge in the gap evolves as follows.

When ahigh-voltage pulseis applied, the process of
avalanche electron multiplication must start on itslead-
ing edge, in which the electron concentration grows as
N = Ngexp(ad), where a is the volume ionization coef-
ficient and d is the gap between the electrodes. The
number of electronsin the avalanche can increase from
a single initial electron by a factor of ~108 without
forming a streamer [6]. Accordingly, the critical num-
ber of electronsin one avalanche is N, = 102, To create
a volume-discharge current of a few kiloamperes,
which correspondsto the conditionsof Fig. 1a, itisnec-
essary to produce ~10* electrons in the gap in 1 ns.
Accordingly, the number N, of initial electrons must be
~106 or greater. However, the distance x, at which the
avalanche reaches the critical size in air under atmo-
spheric pressure at an electric field strength of
~100 kV/cm, according to the formulax, = (InN.)/a, is
only 0.2 mm [2], which issubstantially smaller than the
length of the gap in the gasilled diode used in the
experiment. At the same time, using the method of
interrupted discharge, we observed the entire gap glow-
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ing over ~1 ns. In the process of discharge formation
over the entire gap in ~1 ns under the above conditions,
amplification of the electric field at the cathode, which
had the form of arod with a sharp edge, plays the most
important role. When a high-voltage pulse is applied,
the electric field at the cathode is noticeably amplified
and a part of the initial electrons, in our opinion, gain
an energy of ~1 keV. Thevelocity v, of an e ectron with
an energy of ~1 keV will be ~1.9 x 10° cm/s. It is
known [6] that v, = 5.93 x 107(€)Y?, where € isthe elec-
tron energy. Then, if the energy loss of electrons mov-
ing in the gas with an energy of ~1 keV is compensated
by the increasing electric field, the electrons will fly
through the gap in ~0.8 ns, which corresponds to the
rise time of the current through the gap. It was shown
[11] that fast electrons can cover long distances in gas
gaps at aweak electric field aswell. For thissituation to
occur, the electron energy must be higher than the
energy corresponding to the maximum inelastic cross
section for the gas that fills the gap. Moreover, it was
shown [12] that the Paschen curve contains an addi-
tional upper branch, which describes the absence of the
self-sustained discharge at strong electric fields.

The initia electrons are produced under these con-
ditions at the cathode due to the el ectric field amplifica-
tion and explosive electron emission. In experiments
with an interrupted discharge, we observed a multitude
of small bright points on the cathode at the beginning of
the voltage pulse. The number of these points decreased
with increasing operating time lag of the chopping gap,
whiletheir size and brightness increased. We think that
part of theinitial electrons are accelerated to an energy
of ~1 keV dueto theelectric field amplification near the
cathode. Further, as they move towards the cathode,
these electrons ionize the gas in the gap and produce
initial electrons, from which more and more avalanches
evolve and contribute to the increase in the current
across the gap. In this way, a plasma cloud is formed,
which expands towards the anode with the velocity of
electrons, which acquire an energy of ~1 keV. The elec-
trons whose energy is substantially higher than 1 keV
cross the discharge gap in fractions of a nanosecond
and possess a lower ionizing power. As the plasma
cloud expands, on the one hand, the space charge
screens sharp edges of the cathode and, on the other
hand, the positive charge of the ions, which remain at
rest after the departure of electronsto the anode, ampli-
fies the electric field near the cathode. To accurately
account for the contribution of these processes and also
to find the electron velocity distribution function and
determine the dynamics of the electron distribution
over the gap, a theoretical modeling is necessary. To
cover the gap upon reaching the anode in ~1 ns under
the conditions of this experiment, the plasma cloud
must expand towards the anode at a rate of ~1.6 x
10° cm/s. Because the region occupied by the plasma
expands towards the anode and its conductance is
higher than that of the remaining part of the gap, the
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electric field between the plasma boundary and the
anode will continuously grow. As a result, the expan-
sion of the region occupied by the plasmawill giverise
to the field between the plasma cloud and the anode,
which exceeds the critical vaue (equal to 0.8 to
3.5kV/cm Torr high in air according to [2, 3]) so that
an electron beam will be formed with an amplitude of a
few tens of amperes. Since the field between the front
of the moving plasma and the anode is strong, the gap
will be “bridged” in avery short time (in fractions of a
nanosecond) after the critical field is reached, whichis
precisely the circumstance that determines the duration
of the beam current. Clearly, the energy of the electrons
will be lower than that of the electrons accelerated in
vacuum at the same voltage acrossthe gap, because part
of the voltage drops across the expanding plasma,
which has a nonzero resistance. Figure 4 shows the
energy distribution of electrons, where | is the number
of electronsin aparticular energy interval. The distribu-
tion was obtained from the amplitudes of the maximum
current behind a set of Al foils with different thick-
nesses. One foil was 10 um thick. The average energy
of the electrons in the mode under study was 65 keV. If
we take a number of electrons that comprise half the
number of electrons with the average energy, their
energy will be 30 to 95 keV. This mode of formation of
the beam current in a gas under an increased pressure
substantialy differs from that described in [1], where
the beam current under similar conditions was two
orders of magnitude lower and the average electron
energy was 1.5 times higher than the maximum voltage
across the gap. Note that, when the avalanches grow,
the plasma front consists of electrons. Due to this fact,
the space charge of the electron cloud imparts an addi-
tional acceleration towardsthe anodeto part of the elec-
trons that are near the boundary of the electron cloud.
The energy of some of the electrons may be higher than
the voltage acrossthe diode [1]. It isclear that the num-
ber of electronsin the beam must be much smaller than
the number of electronsin the avalanches and the num-
ber of electrons with an energy higher than the voltage
applied must be much smaller than the number of elec-
trons with the average energy in the beam. The inter-
ruption of the beam current at the maximum voltage
across the gap is due to the fact that, after the beam
electrons reach the anode, the electric field in the gap
becomes more uniform and the field gradient is insuffi-
cient for electron runaway. In the experiment (Fig. 1a),
the beam current behind the foil on the flat part of the
voltage pulse is observed only at the beginning of the
flat top of the pulse.

The volume character of the dischargeinthegap is
preserved during the whole length of the voltage pulse
(Fig. 1, curve 4) due to the avalanche nature of the dis-
chargein the gap in thefirst stage and to the preionization
of thegap by fast eectrons produced near the cathode. Sta-
bilization of the discharge current amplitude at high aver-
age fidds in the gap (E/p ~ 0.05-0.08 kV/cm Torr) is
apparently duetotheincreasein energy loss of the elec-
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Fig. 4. Energy distribution of the beam electrons at an air
pressure in the diode of 1 atm, obtained by the method of
foils on generator 1 at an open-circuit voltage of 270 kV.
The gap length in the diodeisd = 17 mm.

trons when they pass through the plasma produced in
the course of the discharge evolution on the leading
edge of the voltage pulse and also due to the recombi-
nation process. To our knowledge, the discharge mode
studied has not been described in the literature [1, 2].

In conclusion, note that the experimental data
obtained allow us to improve the understanding of the
physics of the pulsed breakdown processes in gas gaps
under high overvoltages. This mode of generating
ultrashort electron beams in gas-filled diodes should
find application in designing simple compact accelera-
tors of subnanosecond electron beams and sources of
subnanosecond X-ray pulses, while the space charge
would be widely used in pulsed dense gas lasers and
pul sed sources of high-power spontaneousradiation. At
present, the Institute of High-Current Electronics of the
Russian Academy of Sciences (Siberian Division) has
an electron accelerator that forms an electron beam in
air at atmospheric pressure with a beam current higher
than 70 A, a half-intensity duration of ~0.3 ns, and an
average electron power of ~70 keV. A small-size CO,
laser with aradiation energy of 18 mJ, in which preion-
ization is performed by a beam produced in the same
gas mixture, was also developed.
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Abstract—Optical characteristics of the plasma of nanosecond volume discharges in air, nitrogen, krypton,
argon, neon, and Ar/N, and Ar/Xe mixtures at elevated pressures are investigated. The discharges are excited
in a gap with a cathode of small curvature radius. The waveforms and spectra of plasma emission from dis-
charges in different gases in the 230- to 600-nm spectral range are measured. Optical generation in an Ar/Xe
mixture is achieved at an active length of 1.5 cm. A comparison is performed of the spectral characteristics of
the emission from nitrogen, krypton, argon, and neon excited by a volume discharge in a nonuniform electric
field, by a nanosecond electron beam, and by a pulsed volume discharge in a uniform electric field at a high

initial voltage. © 2004 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Volume discharges in atomic and molecular gases at
elevated pressures are usually excited by preionizing
the discharge gap with a source of ionizing radiation
[1]. The plasma of volume dischargesiswidely used in
pulsed lasers [2]. It iswell known [3, 4] that an atmo-
spheric-pressure volume discharge in a nonuniform
electric field can also be excited without preionization,
by applying a nanosecond voltage pulse with a steep
front (fractions of a nanosecond) to the discharge gap.
In [5, 6], X-ray emission from nanosecond atmo-
spheric-pressure discharges in air [5] and helium [6]
was observed in asystem with apoint cathode and plain
anode. Later, accelerated electron beams with energies
from several tensto hundreds of kiloelectronvolts were
observed under similar conditions [4, 7-12].

In systemswith a cathode of small curvature radius,
pulsed nanosecond volume discharges excited in
atomic and molecular gases at elevated pressuresin a
nonuniform electric field have unique features and find
wide application. In particular, such discharges are
used for preionization in lasers pumped by a self-sus-
tained discharge at an elevated pressure [13, 14] and for
the generation of electron beamsin gas diodes [9-12].

In [15], this type of volume discharge in nitrogen
was used to create a UV radiation source with a short
pulse duration (below 3 ns), and a total (into a solid
angle of 4m) emission power of ~10 kW in the wave-
length range of 340-400 nm (the second positive sys-
tem of nitrogen) was achieved. However, the estimated
efficiency of this source, which was obtained by us
from the waveforms of the current and voltage pre-
sented in [15], turned out to be very low. The efficiency
of converting the excitation power into spontaneous

emission of the second positive system of nitrogen
(C®N BN transitions) islower than 0.01%, i.e., more
than one order of magnitude lower than the efficiency
of an electric-discharge nitrogen laser [16], usualy
radiating at a single wavelength of 337.1 nm. It iswell
known that the total (into asolid angle of 4m) efficiency
of spontaneous radiation sources is usually higher than
the laser efficiency. Thus, the power and efficiency of
the spontaneous emission of the second positive system
of nitrogen in a pulsed source [17], excited by a trans-
verse discharge with UV preionization, is more than
one order of magnitude higher than the efficiency of the
gas-discharge source described in [15].

The aim of this study was to investigate the optical
characteristics of the plasma of a nanosecond volume
discharge excited in a nonuniform electric field in air,
nitrogen, krypton, argon, neon, and Ar/Xe and Ar/N,
mixtures at elevated pressures and to compare the
experimental data with the known optical characteris-
tics of the plasma generated by a nanosecond electron
beam [18-20], by a self-sustained discharge with UV
preionization [18, 20], and by an RF discharge [21]
with aduration from afew nanosecondsto afew tens of
nanoseconds.

2. EXPERIMENTAL FACILITY
AND TECHNIQUE

In experiments, we used two RADAN generators of
nanosecond voltage pulses (see [22, 23] for details).
The first generator (RADAN-303) with a wave resis-
tance of 45 Q generated 50- to 170-kV pulses at a
matched load (the open-circuit voltage was up to
340 kV). The full width at half-maximum (FWHM) of
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Fig. 1. Design of the high-voltage output of the generator
and the gasdiode: (1) cathode, (2) foil or grid, (3) gasdiode,
(4) insulators, (5) potential electrode of the generator, and
(6) capacitive voltage divider.

the voltage pulseswas ~5 ns, the voltage rise time being
~1 ns[22]. The voltage across the discharge gap could
be varied smoothly by varying the length of the main
spark gap.

A second generator (RADAN-220) with a wave
resistance of 20 Q generated voltage pulses with an
amplitude of up to 220 kV across the discharge gap.
The FWHM of the voltage pulseswas~2 ns, the voltage
risetime being ~0.3 ns[23]. Thedesign of the gasdiode
was the same for both generators [24] (Fig. 1). Asin
most studies devoted to the generation of X rays and
fast electrons in gas diodes, we used a plane anode and
acathode with asmall curvature radius; this ensured an
additional amplification of the field near the cathode.
For both generators, we usually used a cathode shaped
as a 6-mm-diameter tube made of a 50-um stedl fail.
The tube was mounted on ametal rod of the same diam-
eter. The plane anode, through which the electron beam
produced in the gas diode was output [9-12, 24], was
made of either a45-uym AlBefoil or agrid with an opti-
cal transmittance of 20-70%. The distance between the
cathode and anode was varied from 13 to 20 mm. When
measuring the waveforms and spectra of plasma emis-
sion and photographing the discharge in the transverse
direction to the cathode axis, the gas diode was
extended by 3 cm toward the foil, which was aso dis-
placed by 3 cm. For this purpose, the cathode holder
and the casing of the gas diode were lengthened and
diagnostic holeswere madein the sidewall of thelatter.
In some experiments, the discharge gap was placed
inside a gas chamber with windows or mirrors; this
allowed usto pump out the gas and to vary the compo-
sition and pressure of the working gas in the gap.

To measure signalsfrom capacitive voltage dividers,
collectors, and shunts, we used a TDS-684B oscillo-
scope with a bandwidth of 1 GHz and time resolution

KOSTYRYA et al.

Fig. 2. Discharge glow from discharges in (a, b) argon,
(c, d) krypton, and (g, f) air. Photographs (a—€) aretaken in
the transverse direction and photograph (f) is taken along
the discharge axis (through the grid anode). The gas pres-
sureis(a, ¢, g f) 1, (b) 0.75, and (d) 0.25 atm. The second
generator with an extended gas diode is used; the length of
the discharge gap is 16 mm.

of 5 GS/s (five spots per 1 ns) or a TDS-334 oscillo-
scope with a bandwidth of 0.3 GHz and time resolution
of 2.5 GS/s (five spots per 2 ns). The discharge glow
was photographed with adigital camera. The emission
spectrawere recorded on the RF-3 film with the help of
an | SP-30 spectrograph.

3. EXPERIMENTAL RESULTS

The observations of the discharge glow and the mea-
surements of the emission spectra, the discharge cur-
rent, and the voltage pulses across the gas diode show
the following:

Over awiderange of experimental conditions, avol-
ume discharge in the form of diffuse cones or jets is
excited between the anode and the sharp edge of the
tubular cathode (Fig. 2). It can be seen that an atmo-
spheric-pressure discharge is volume in character;
bright spots are usually observed only near the cathode.
When the length of the discharge gap was decreased, a
point cathode was used, or the pressure was varied, we
observed individual channels against the background of
a diffuse discharge (Fig. 2b) and hot spots at both the
cathode and the anode. Under nonoptimal conditions
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(e.g., a short gaps), the volume discharge can trans-
form into a spark. Asthe generator voltage is increased
at the optimal gap length, lighter filamentous channels
also appear against the background of the volume dis-
charge and a step appears in the waveform of the volt-
age pulse. However, a characteristic feature of a dis-
charge excited in anonuniform electric field in different
gases at atmospheric pressure is that it is volume in
character. Figures 2e and 2f show the photographs of
theglow of adischargein air. In the photographs, which
were taken along the discharge axisin the case of agrid
anode and in thetransverse direction in the case of afail
anode, one can see characteristic volume jets.

Figure 3 showsthe waveforms of the voltage and the
beam current behind the foil (the time resolution is
~0.3 ns). The conditions for the formation of an elec-
tron beam in the gas diode are described in detail in
[9-12, 24]. The discharge current signal appears at the
leading edge of the voltage pulse with avery short time
delay with respect to the instant at which the voltageis
applied to the gap (the available equipment did not
allow us to exactly measure this time delay). In some
operating regimes, a capacitive spike in the waveform
of the discharge current appeared at the leading edge of
the voltage pulse during the charging of the interelec-
trode gap. The magnitude and duration of the discharge
current depend on the pressure and the sort of the work-
ing gas, the interelectrode gap length, and the type and
output voltage of the generator. The maximum dis-
charge current is as high as a few kiloamperes in the
case of avolumedischarge. Thus, for thefirst generator,
the current amplitude was ~4.7 kA at an open-circuit
voltage of ~340 kV. With this generator, provided that a
volume discharge lasts for 3 ns, the current density at
the anode reaches 3 kA/cm?, the specific energy depos-
ited in adischarge is ~1 Jcm?, and the specific depos-
ited power is 400 MW/cm?3. When the volume stage of
the discharge lasts for 5 ns, the current density at the
anode reaches ~1.5 kA/cm?, the specific deposited
power is~200 MW/cm?, and the specific energy depos-
itedin adischargeis~1 Jcm3. At the maximum voltage
of the first generator, the mean value of the parameter
E/p dter the end of the beam current was
~0.08 kV/(cmtorr) in the quasi-steady phase. Note
that, for the quasi-steady phase of a volume discharge
(which is established after the breakdown of the gas
gap), the voltage across the gap is usually lower than
before breakdown [16, 25]. In the case of a cathode
with asmall curvature radius, the discharge operated in
a self-sustained regime. In this regime, in the case of
single pulses and without gas preionization, the gap
voltage was maximum in the quasi-steady phase of the
discharge (Fig. 3). In [11], it was proposed to call this
type of discharge the volume avalanche discharge initi-
ated by an electron beam (VADIEB). When discussing
the results obtained, we will explain the mechanism for
the formation of avolume discharge.
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Fig. 3. Waveforms of (1) the voltage pulses at the gas diode
and (2) the current of an electron beam behind the foil. The
voltage scale is 45 kV/division, the current scale is
20 A/division, and the time scale is 1 ng/division. The first
generator is used; the length of the discharge gap is 16 mm.

Figure 4 shows a typical waveform of the discharge
current and the waveforms of the emission pulsesinthe
200- to 650-nm spectral range. The emission was
recorded by an FEK-22 photodiode for different gases
at a pressure of ~1 atm. Figure 5 shows the depen-
dences of the emission intensity on the gas pressure. An
increase in the pressure results in an increase in the
maximum emission power in al gases. Figure 5 (curve 5)
also shows the FWHM of the emission pulse as afunc-
tion of the nitrogen pressure. The most powerful
(Fig. 4d) and the shortest (Figs. 4, 5; curve 5) emission
pulses were observed in pure nitrogen. However, the
efficiency of spontaneous emission from aVVADIEB in
the 200- to 600-nm spectral range both in nitrogen and
other gases or gas mixtures was rather low. When nitro-
gen at a pressure of 1 atm was excited by the second
generator, the emission power was ~36 kW, which was
four times higher (due to the higher power of the gen-
erator) thanin [15]. In this case, however, the emission
efficiency of the second positive system of nitrogen
(~0.01%) did not increase. In mixtures of nitrogen with
argon, the duration of the emission pulses of the second
positive system of nitrogen was substantialy larger thanin
pure nitrogen, whereas the emission intensity was more
than one order of magnitude lower (Figs. 4d, 4e).

Our spectral measurements (aswell asthosein [15])
show that, in nitrogen, the second positive nitrogen sys-
tem is most intense (within this system, the most
intense are the 337.1- and 358-nm bands). In
argon/nitrogen mixtures, the second positive nitrogen
system isalso dominant and the lessintense emission at
a wavelength of 308 nm can be attributed to the emis-
sion of OH molecules and OH* ions.

In neon, the 600-nm emission, which is related to
atomic transitions, is dominant. The wide near-UV
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Fig. 4. Waveforms of (a) the discharge current (upper curve) and the emission intensity from adischargein (a) neon (lower curve),
(b) krypton, (c) argon, (d) nitrogen, and (€) the Ar : N, = 100 : 1 mixture at apressure of ~1 atm: (&) the current scale is 3.4 kA/divi-
sion, the voltage scaleis 0.2 V/division, the time scale is 10 ng/division; (b, ¢) the voltage scaleis 0.2 V/division and the time scale
is 10 ng/division; (d) the voltage scaleis 20 V/division and thetime scaleis 10 ng/division; and (€) the voltage scaleis 0.5 V/division
and the time scale is 20 ng/division. The second generator with an extended gas diode is used; the length of the discharge gap is

16 mm.

emission band that is clearly seen when neonis excited
by an electron beam [19], a self-sustained discharge at
high initial voltages [20], or an RF discharge [21] was
not observed in aVVADIEB at the same total deposited
energies. We al so observed no wideband emission from
discharges in krypton and argon [18, 19]. The experi-
ments show that the intensity of wideband emission
fromaVVADIEB in krypton, argon, and neon is substan-
tially lower than from discharges excited by an electron
beam. The same follows from the comparison of the
VADIEB emission spectrum with the emission spec-
trum of a self-sustained atmospheric-pressure dis-
charge in neon with UV preionization at high initia
voltages. Note that, in krypton and argon excited by a
self-sustained discharge with UV preionization at high
initial voltages, the discharge contracts at a pressure of
1 atm [18] and the emission of the third continuais not
observed.

4. DISCUSSION OF THE RESULTS

An analysis of the measured VADIEB parameters
allows us to answer the two main questions: (i) why is
the volume discharge generated at elevated pressures
and inthe presence of cathode spotsand (ii) why arethe
emission efficiency of the second positive nitrogen sys-
tem in a VADIEB and the intensity of the wideband
emission of the third continuain inert gases low?

Webelievethat, in the case of acathode with asmall
curvature radius, the process of the formation of avol-
ume discharge can be described as follows. When a
high-voltage pulse is applied to the discharge gap, the

electric field near the cathodeis amplified as early as at
the leading edge of the voltage pulse. The electric field
is also amplified after cathode spots are formed from
plasma bunches produced by explosive electron emis-
sion. In experiments with chopped discharges, we
observed a lot of small plasma objects at the cathode
during the leading edge of the voltage pulse. The hum-
ber of these objects decreased as the time delay of the
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Fig. 5. Emission intensity from a dischargein (1) nitrogen,
(2) neon, (3) krypton, and (4) argon as a function of the
pressure and (5) the FWHM of the emission pulseasafunc-
tion of the nitrogen pressure. The second generator with an
extended gas diode is used; the length of the discharge gap
is16 mm.
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operation of the chopping spark gap decreased,
whereas their size and brightness increased. It is well
known [1] that cathode spots can provide electron emis-
sion from the cathode that is sufficient to achieve dis-
charge currents of 1-10 kA and higher.

Because of the field amplification and the rapid
increase in the gap voltage at the leading edge of the
voltage pulse, a fraction of electrons in the cathode
region pass into the runaway regime; i.e., the electrons
gain an energy that is larger than the energy corre-
sponding to the maximum ionization cross section.
Moving toward the anode, these electrons preionize the
gas. Note that the fact that the amplification of the elec-
tric field at the point cathode and the high growth rate
of the voltage lead to the generation of high-energy
electrons was pointed out by usin [21]. Thus, the for-
mation of avolume discharge in a nonuniform electric
field is caused by the preionization of the working gas
by fast electrons produced dueto the field amplification
at the cathode and cathode spots and by the overlap of
the electron avalanches, whose density is maximum
near the cathode. In this case, due to a rather intense
preionization by fast electrons (by an electron beam),
the gap voltage is maximum in the quasi-steady phase
of adischarge (E/p ~ 0.05-0.08 kV/(cm torr)). A com-
parison of the quasi-steady values of the parameter E/p
with the E/p values observed in a volume discharge at
highinitial overvoltages and high current densities [25]
shows that they differ only dlightly.

The low emission efficiency of the second positive
system of nitrogen and the third continuain the case of
excitation by aVADIEB in comparison to the excitation
by a pulsed volume discharge with a high initial gap
voltage is related to the lower maximum values of the
reduced field, E/p ~ 0.05-0.08 kV/(cm torr), whereas a
value of E/p ~ 0.1-0.2 kV/(cm torr) is needed for the
efficient excitation of the second positive nitrogen sys-
tem. Even higher values of E/p and higher electron
energies are required to efficiently excite the upper lev-
elsthat determine the emission of the third continua of
noble gasions[19].

Nevertheless, the electron temperature that is
achieved in aVADIEB can be optimal for some pulsed
|asers operating with dense gases, aswell asfor sources
of spontaneous emission. In particular, it can be optimal
for lasers operating on atomic xenon transitions; in this
case, there is a channel of populating the upper laser
level by step excitation and ionization [26]. To check
this assumption, mirrors were placed in the chamber.
The reflection coefficients of the mirrors at a wave-
length of 1.73 um were 99 and 98%. Accordingly, the
transmittance of the second mirror was ~2%. The
length of the active region was ~1.5 cm, which, how-
ever, was insufficient to achieve stable generation in an
Ar/Xe mixture at a pressure of ~1 atm. Figure 6 shows
waveforms of the discharge current and the emission
pulses.
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Fig. 6. Waveforms of the discharge current (upper curve)
and the emission intensity (lower curve) in the Ar : Xe =
240 : 1 mixture at a pressure of ~1.2 atm. Thetime scaleis
200 ng/division. The second generator with an extended gas
diodeis used; the length of the discharge gap is 16 mm.

Note that, in noble gases excited by an electron
beam, it iseasy to observe the emission of thethird con-
tinua[19, 20]. Thisis explained by the fact that, in the
case of excitation by an electron beam generated by a
standard accelerator, the number of fast electronsin a
plasma (at the same specific deposited energies) is sub-
stantialy greater thanin aVADIEB.

5. CONCLUSIONS

The results of our experiments allow us to draw the
following conclusions:

(i) The optical characteristics of the plasma of a
VADIEB differ substantially from those of a plasma
produced in the same gases and gas mixtures excited by
either an electron beam or a volume discharge with a
high initial voltage (overvoltage) across the gap. The
average electron temperature in aVADIEB isrelatively
low; this results in the low emission efficiency of the
second positive system of nitrogen and the third con-
tinua of noble gases.

(ii) The quasi-steady phase of a VADIEB is estab-
lished at relatively low initial voltages; thisis caused by
the generation of fast electrons near the cathode. The
number of these electrons is sufficient to preionize the
gap and to excite a volume discharge. However, at the
same specific deposited energies, the number of fast
electrons in aVADIEB is substantially smaller than in
aplasma produced by an electron beam generated by a
standard accelerator. As a result, the efficiency of the
wideband emission of the third continua of krypton,
argon, and neon is substantially lower.

(iii) VADIEBs can be used to achieve lasing in
active media and to create spontaneous radiation
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sources that do not require too high average electron
temperatures, e.g., radiation sources for pumping
Ar/Xelasers.

(iv) An important characteristic of the VADIEB is
the possibility of achieving high specific deposited
powers (up to 400 MW/cm3), high current densities (up
to 3 kA/cm? near the anode), and high specific depos-
ited energies (~1 Jcm? over 3-5 ns). Note that these
parameters are not limiting and can be increased.

In conclusion, we propose to use the term VADIEB
for the regime of a pulsed volume discharge in a non-
uniform electric field at elevated pressures. VADIEB is
characterized by the high deposited energy and the high
deposited pul sed power, which can be varied by varying
the quasi-steady value of the parameter E/p and the dis-
charge current density.
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Abstract—Solubility of substitutional impurities in decomposing alloys with a cubic structure is calculated.
The effect of elastic | attice vibrations on the decomposition and solubility istaken into account. It is shown that
the temperature that corresponds to the peak in the decomposition curve is increased and the range of the
biphase states is widened if the phonon effects are taken into consideration. The dependence of solubility on
the decomposition parameter is determined; several particular cases of this dependence are analyzed. © 2004

MAIK “ Nauka/Interperiodica” .

At present, there is awell-devel oped theory of solu-
bility of substitutional impuritiesin ordering alloys[1];
interms of thistheory, the dependences of the solubility
on thetemperature, the alloy composition, the degree of
the long-range order, the value of spontaneous magne-
tization, and other parameters, were established. It is of
interest to generalize this theory to the case of decom-
posing aloys, i.e., the systemsin which precipitation of
severa phases (in the simplest case, of two phases)
occurs with decreasing temperature.

In this study, we calculate the solubility of the sub-
stitutional impurity C in abinary decomposing alloy A—
B with the cubic structure. We consider the simplest
model: the A-B alloy isin contact with a donor crystal
C that has the same structure as the solvent; the interac-
tion istaken into account only within thefirst coordina-
tion sphere; it is assumed that the solubility of atoms C
isnot high, i.e., the content of atoms C in the phasesis
much smaller than unity; and is also assumed that two
phases with the composition changed in comparison
with the initial concentration of atoms A and B precipi-
tate in the course of decomposition.

We represent the free energy of the entire system as
the sum of the configuration-related (F;) and phonon-
related (F,) terms, i.e.,

F=F+F, 1)

Designating the number of atomsof the a typeinthe
ith phase (i = 1, 2) by N (a = A, B, C), the total num-
ber of thelattice sitesin theith phase by N;, and the neg-

ative energies of the pair of the nearest neighbors a—3
by Vqg, We obtain
2
zg 1l
2L N,

i=1

Z 1 2
Fi = =5(N=NE -N&)v e -

1275

N2 N2 . .
X (Ng) Vaat Ng) Vgt ZNE’-I\)Ng)VAB

xNY Voo + 2NINDV e+ 2NINDVe) ()
2 . .
—KTY [N(InN; = 1) - NO(InNY - 1)
i=1
~N(InN - 1) - N (InNY - 1)].

Here, v isthe energy of interaction between the pairs
of nearest neighbors C—C in the crystal, zisthe coordi-
nation number in the lattice, and N is the total number
of atoms of type C. We use the following well-known
high-temperature approximation for the phonon-
related component of the free energy [2]:

_3 h2e’

Here, N, isthe number of particlesin the crystal and (;2
is the squared frequency averaged over the spectrum.

In the case under consideration, formula (3) yields

2 12
_3 (1) @yl W
F, = SKT(N-N® - N®)In—=
2 2 C C (kT)2
- @
3 hlw”
+‘kT N,|n ! .
2 z (kT)Z

i=1

In thisformula, oo'cz and ooi'z are the spectrum-aver-

aged squared frequencies of crystal C and the ith phase
of the A-B—C dlloy, respectively.

In order to calculate the latter quantity, we use the
isotopic approximation and assume that the force con-
stants of elastic interaction between the atoms in the
alloy A-B—C are independent of composition. In this
case, according to [3], vibrations of atoms in the alloy
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can be described assuming that lattice sites are occu-
pied by effective atoms with masses m equal to

-1

[l
icu/mojj ,
[l

a

where m, and ¢, are the mass and concentration of
atomsa in the alloy.

At the same time, w” = (1/2)A [2], where m is the
mass of the crystal atom and A isthe quantity expressed
in terms of parameters of the elastic binding. Since Ais
independent of composition in the isotopic approxima:

tion and m = m, we immediately obtain the following
expression for w:

W = Vs + o+ cwi. (5)

We use the quantities Ng) as thermodynamic vari-
ables. They satisfy two evident conditions; i.e.,

2 2
N2 = Na 5 NG = N, (6)
where N, (a = A, B) isthetotal number of atoms of the
type a in the system.

In this case, the equilibrium val ues of NS) are deter-

mined from the condition for an extremum of the func-
tion

0 2 i 0 : i
® = F+AlE\IA_i;Ng)EMZE\IB_i;N(B% (7)

where A; and A, are the Lagrangian multipliers.
The equilibrium equations are written as
0P
Ny
Using Egs. (8) and taking into account conditions
(6), wecan, in principle, determinefirst the equilibrium
valuesof N and then the solubility

=0, a=ABC; i=12 (8)

o NS+ NS ©
N, +N, °

We now write the equations obtained as a result of
differentiation of ® with respect to Ng) :

z (i (i (i) ()
é(Vcc +Cp VaatCp' Vgt 2CACp'Vpg

2 . . . .
+ CE:I) Vee ZCE-{)C(CI)VAC + 2Cg)c(cl) Vec)
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() () ()

—2Z(Cc’'Vee + Ca Vac+Cp'Vie)

03 B 3
+KTInc — 2KkTIn—= + ZkT

¢ 2 (kT)? 2 (10)

2, (), 2 (i) 2 (i) 2
Inh (Ca'Wj + C’ W + C' U

(kT)?

X

) 3
+2kT

- o= =
e — (CRwh + cg'op + ce

xIn

— — — = 0;
cWah + el od + Vol

i =12

Sincethe case of low solubility is considered (¢ <
1), we solve Egs. (10) discarding all terms with cg)
except for logarithmic terms. As aresult, we obtain

J— 3

12 _é
M _ g (S U

Cc — —
i 2 i 2
e ol (1)
2, .. 2 2
Cp W, + Cr' Wy — W] ZE
xexp% A -A_ B -B_ CDeXIOE Zk%’
Vi +clwy O
where
E = c(i)zv +c(i)2v +2c0cly,
i A AA B BB A “B AB (12)

+Vee— ZCg)VAC — ZC(Bi) Vgc-

Expression (11) can be simplified if 2 = w2, i.e,
if the masses of atoms A and B are close to each other.

Assuming that (:i = (:f'; = (;2 , we abtain thefollowing
expression instead of (11):

— 3

i ﬂDIZD_é (;2 - (? ZEi
W = %Z% exp% = Dexp% kTE' (13)
W
It can be seen from (11) that only asmall addition to
cg) resultsfrom consideration of the effect of dissolved
atoms on the concentration of components A and B in
the phases. Therefore, we calculate ¢ (i = 1, 2) inthe
zeroth approximation with respect to cg) ; however, we
take into account the effect of the phonon contribution.

The equations obtained as aresult of differentiation
of ® with respect to Nﬂ) and Ng) have the following

TECHNICAL PHYSICS Vol. 49 No. 8 2004
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form if the terms that contain Ng’ are discarded:

Z, (i) (i)? () ()
E(CA Vaa+Cg Vgt 2C4 Cg'V pp)

() ()

—2Z(Cp'Van+ Cg ©

VAB) _)\1 + lenCA
1(cfep + e
(kT)*

(14)

+ngIn

T2 T2\

Wy — Wg)C
+ ng—(. A_2 B)_ ==
chwa + coon

:0’

Z, (i) (i)? (i) ()
E(CA Vaa+Cp Vgt 2CA Cg'Vpp)

—2(c§ Vg + UV pg) = A, + KTINCY

+ §kT|nﬁ2(C/&i)wi + Cg)wzs
2 (kT)?

(15

T2 T2\ )
3, + (Wa—Wg)Cp
EkT-—'—;z——:
cWwp +cYwn

= 0.

If the two last terms in Egs. (14) and (15) are dis-
carded, these equations transform into the well-known
equations of the decomposition theory, which disre-
gards the effect of elastic vibrations of atoms [4]. Sub-
tracting (15) from (14), we obtain

()

. 1—
Ca
= 2 (16)
3 Wp— Wy
+ —_ —— —— T
M=y —KTIn—=2——=2— = 0,

Ca' W+ Cg g

wherew = 2v g — Vs — Vg iSthe ordering energy (w <
0 in decomposing aloys).

Assuming that the difference u_)i - u_),23 issmall, we
can represent the last termin (16) as

(002 — G-
B TInERAZ W SR 0 (g9
20 02 0 0

Substituting (17) into (16) and subtracting the
resulting equality taken at i = 1 from that taken ati = 2,
we obtain

(1) ~(2)
1-c C
qW(cEP—c?)WTlnM =0, (18)
Ca (1-cy)
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where

W = W——[— . (29
Z 002 0

Equation (18) has exactly the same form as the

equation in the static version of the decomposition the-

ory [4] if wis replaced by w'. Consequently, we may

introduce the decomposition parameter 1 = ch) - cff) ;
the equation for this parameter is written as
2 2P
1-p _ ZlV_§E*)A—C0
2|n1+“ = {kT 2%——2%}“. (20)
B

Let us study a variation in the shape of the decom-
position curve due to elastic vibrations.

The value of p is small if the initial-state composi-
tion is nearly equiatomic. Expanding the left-hand side
of Eqg. (20) into a series in terms of powers of |, we
derive thefollowing expression for the temperature that
corresponds to the peak of the decomposition curve:

W

Ty = (21)

Pt

2 2
2k{2—§%°—£—°£%}

20 2 O

Thus, the highest decomposition temperature
increases if lattice vibrations of atoms are taken into
account.

We now calculate variations in the width of the
biphase region. Assuming that L = [y + Al (AU <€ W),
where L, is the decomposition parameter in the static
variant, we use Eqg. (20) to obtain

303
_ B
which yields
3 % — w2
AH = 2— A_ Mo, (23)
VAR wz 0

in the vicinity of T, i.e, the region of biphase states
widens.

At temperatures below that of decomposition, we
have

1+p

o = Lt

1-—
b @ = 1M

- (24
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and, correspondingly,

_ ZCA—1+pN N, = 1+p—20AN

Nl 2“ ' 2 2“

(29)
where N = N, + Ng.

Formulas (24) and (25) make it possible to write the
expressions for the number of atoms C dissolved in the
first and second phases, respectively; i.e., we have

3 _ _
_2c,—1+ pod? W — w2
NG = N—i\—z———ﬁmﬁ exp%——?%

2
0 2 0= _WR M
* PG Fo~ 4 * 55

3 .
22 2 2
N(CZ) - N1+H—ZCA|]A)%2eXpED :(A)%
M BT 0 & 0
0_Z2 0 _Wh  He
XSPEgFoTy Y oEm
Here,

1 1
Eo = Z(VAA+ Ve +2Vag) + Vee— Vac— Ve (28)

Ei = Vaa+2Vpc—Vgg—2Vac. (29)

It iseasy to show that E; = Wgc — W, e, Where wge and
W, arethe energies of the ordered systems B—C and A—

C. Substituting the obtained expressions for N’ and

N& into formula (10), we obtain the following expres-
sion for solubility:

2
R = Ryexp2VHT

gkt
O E 1-2 E (30)
(EEb 1 —2Ch . [#E1
XECOShD4kTD+ m Sth4kTH%’
where

3 _ J—
FRREZ W — W2 ZE

Ro = ﬁﬁ exp%Tz%exp%—ﬁg (31)
Lo’ w U

It can be easily shown by direct calculation that R,
isthe solubility in the monophase state in an alloy with
equiatomic composition.

Let us consider the behavior of solubility in several
particular cases. For an aloy with equiatomic composi-
tion (c, = 0.5), we have

2
R = RyexpaH [ osh oL

takTr

COgkT0 (32)

G. S. MASHAROYV, S. I. MASHAROV

In the vicinity of the decomposition temperature T,
(i.e., at small valuesof W), we useformula(32) to obtain

20
R = R0[1+ :—LEE—l—JDuz}. (33)
2 O
Ascan be seen, avariation in solubility asaresult of
decomposition is governed by the ratio between the
energies E; and w: the solubility increases as aresult of
decomposition if |E;/w| > 1 and decreases if |E;/w| < 1.

We now study how the solubility changes as aresult
of decomposition of an alloy whose composition differs
from stoichiometric. The smallest width of the biphase
region in an aloy with c, # 0.5, isequal to

Ho = 2CA—1. (34)

In the monophase state, the solubility in the alloy

under consideration is given by

. Z(WHo —2E1) U
R=RePg—g7 0o

It follows from formulas (30) and (35) that the ratio
of solubilities in the biphase and monophase states can
be written as

(35

DR W e

., (7B (Mo + W)
X %1 — ED exp DTD (36)

E 0
+H+ %%exr)a%(uo—u)ﬁg

On transition to the biphase state, the value of L,
changes by —2&c,, where —&c, is the variation in the
concentration of component A in the first phase (dc, >
0). In the vicinity of the decomposition temperature,
oc, < 1. Expanding then theright-hand side of (36) into
aseriesin termsof powersof dc, and retaining only the
terms of thefirst order of smallness, we obtain

KA
0 2kT%60A' (37)

Intheregion where dc, issmall, we can replace T by
the decomposition temperature T, of an alloy with the
composition c,; according to (20), this temperature is
given by

2= 1r Ol ot gig — &P

2w
T, = (39)
2In—HO
1+,
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which finally yields

_ U 1, 1-y, En
r=1+ %ﬂ.—mml_'_—m)%l.—wm
(39)

1-—
1+

E a0
—expDWIn upgﬁcA.

Expression (37) can be simplified appreciably if
E,/w < 1. Inthis case,

r = 1+ ipizHo
Ho 1+ Ho

It follows from this formula that solubility is
expected to increase as aresult of decomposition.

There are binary systems that form a continuous
series of solid solutions at high temperatures and
decompose into two phases with the bell-shaped
decomposition curve (the Au—Ni, Au—Ft, Ir—Pd, Ir—Pt,
and W-Cr systems) [5]. Asfar as we know, experimen-
tal data on the solubility of substitutional impuritiesin

OCp. (40)

TECHNICAL PHYSICS Vol. 49 No. 8 2004

997

the biphase state of af orementioned systemsare lacking
at present. Therelevant experimentswould make it pos-
sible to compare the results reported in this paper with
experimental data.

REFERENCES

1. Z.A. Matysinaand M. I. Milyan, Theory of Solubility of
Impurities in Ordered Phases (DGU, Dnepropetrovsk,
1991).

2. G. Leibfrid, Microscopic Theory of Mechanical and
Thermal Properties of Crystals (Fizmatgiz, Moscow,
1962) [in Russian].

3. S.|. Masharov, Fiz. Met. Metalloved. 17, 176 (1964).

4. A. A. Smirnov, Molecular-Kinetic Theory of Metals
(Nauka, Moscow, 1966) [in Russian].

5. A.E.Vul and |. K. Kagan, The Sructure and Properties
of Double Metallic Systems (Nauka, Moscow, 1976),
Vol. 3[in Russian].

Trandated by A. Spitsyn



Technical Physics, Vol. 49, No. 8, 2004, pp. 998-1003. Translated from Zhurnal Tekhnicheskor Fiziki, Vol. 74, No. 8, 2004, pp. 45-50.

Original Russian Text Copyright © 2004 by Alekseev.

SOLID-STATE

ELECTRONICS

On the M echanism of Carbon Nanotube For mation:
|. The Thermodynamics of Formation of Carbon Molten Drops
in a Metallic Catalyst

N. I. Alekseev

| offe Physicotechnical Institute, Russian Academy of Sciences,
Politekhnicheskaya ul. 26, S. Petersburg, 194021 Russia
e-mail: g.dyuzhev@pop.ioffe.rssi.ru
Received September 22, 2003; in final form, January 5, 2004

Abstract—Carbon molten dropsin ametallic catalyst are known to be nucleation centersfor carbon nanotubes.
The problem of the kinetics of condensation of such drops in wide concentration ranges of carbon and metal
vapors is considered. The equilibrium distribution of the drops over the size and mole fraction of the compo-
nentsis obtained. The main result isthe calculation of the quasi-steady-state rate of condensation of the molten
drops in a supersaturated carbon vapor. This result forms the basis for the calculation of the characteristics of
explosive and rapid condensation of the vapor upon its cooling. This calculation is performed in the next part

of thiswork. © 2004 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Although carbon nanotubes (NTs) can be applied in
many fields, none of the existing methods of their man-
ufacture can produce them on an industria scale.
Advanced modifications of the chemical vapor decom-
position (CVD) of hydrocarbons provide oriented high-
quality multiwall NTs (bundles[1]); however, the qual-
ity of singlewall NTs produced by CVD is still low
(apparently, CVD single-wall NTs produced using the
catalytic decomposition of alcohol have the highest
quality [2]). In many cases, this technique is sufficient
to provide mass production; however, for a number of
applications (primarily, in electronics) it isimportant to
produce high-quality single-wall NTs. Moreover, CVD
requires long-term and labor-consuming preparation of
a substrate. Therefore, arc and laser methods for the
deposition of NTs are till interesting despite their high
energy consumption [3].

The disadvantages of both methods arerelated to the
uncontrolled condensation of vapor, which initialy
consists of carbon and metal atoms, when it moves
from its source and cools in the atmosphere of a buffer
gas. During the condensation, NT nuclei (i.e., the drops
of a metdlic catalyst or a carbon melt in the catalyst)
are formed. Then, in the cases of both arc and laser
evaporation of a graphite target, NTs grow on these
drops, which continue to movein agasflow, asthey are
supersaturated with carbon [4—6]. Uncontrolled con-
densation results in the uncontrolled growth of chaoti-
cally oriented NTs. In this work and its continuation
[7], we consider the condensation of a binary carbon—
metal vapor when it cools, depending on the ratio of
vapor concentrations. We discuss the possihility of con-
trolled separation of the stages of NT growth, namely,

the condensation of the drops and their deposition on a
substrate and the growth of NTs from these drops. For
definiteness, hereafter, we will discuss the arc method
for the production of carbon nanotubes.

2. QUALITATIVE ANALY SIS

In the arc method of production of NTs, a metallic
catalyst isintroduced in a vaporized electrode (anode)
in amounts of several fractions of a percent. As the
metal content increases, the number of NTs produced
decreases. However, taking into account that the mod-
ern arc method cannot be a commercia technology, it
is important to analyze the variation of condensation
with the component ratio.

When the metal content in the bulk of the anode is
low (afew percent or several fractions of apercent), the
vaporization temperature of the anode should be equal
tothat in afullerene arc with agraphite el ectrode (about
4000 K) [8]. Under these conditions, the concentration
of the carbon vapor over the surface can reach 101 cm3,
and that of the metal vapor, 10'°-10'° cm3. This con-
centration corresponds to a saturation temperature of
17001900 K for the metal vapor (Fig. 1).

On the contrary, when the metal content is high, the
anode temperature is close to the melting temperature
of the fusible catalytic metal (1600-1700 K). Then, the
amount of the vaporized metal can even be smaller than
in the case of an almost purely graphite electrode.

The temperature over the surface of the vaporized
anode can be used to estimate the condensation temper-
ature, i.e., thetemperature in a certain region outside of
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the arc, where the real concentration of the metal vapor
becomes equal to the concentration of saturated vapor.

(1) At avery low relative concentration of the metal,
carbon clusters develop according to the “fullerene
path” [9, 10]: condensation consistsin the formation of
dimers—chains—ings—fullerenes. The absence of more
complex structures is due to the fact that the clusters
that are formed upon coagulation are annealed in the
time between collisions. An additional analysis shows
that metal atomstrapped by clusters of the rings—chains
type are at the periphery and, thus, can freely evaporate.
Thisbehavior ensures arelatively high concentration of
free metal vapor and a high condensation temperature.
The time it takes for condensed drops moving in a gas
flow to become NT nuclei isfound to be sufficient, and
theyield of NTsishigh.

(2) Asthemetal content in the anode increases, such
evolution of carbon clustersis hindered. Frequent colli-
sions between carbon clusters and metal atoms destroy
the cluster structure. Such clusters can effectively trap
and retain metal atomsinside them. Therefore, the con-
centration of free metal atoms, which can be condensed
into drops, decreases. The condensation temperature
also decreases. Then, the solubility of complex carbon
structures in the drops formed is also low. As a result,
neither fullerenes nor nanotubes are formed; however,
alarge quantity of amorphous carbon appears.

It isdifficult to estimate the transition from case 1 to
case 2, since (@) to the best of our knowledge, an arc
discharge with a vaporizing graphite-metal anode in
the vapor of abuffer gas has not been calculated; (b) it
is extremely difficult to calculate the thermodynamics
of clusters having a small amount of carbon and metal
atoms.

(3) Asthe metal concentration increases further, the
fullerene path becomes closed. Therefore, small iron—
carbon clusters should have atopol ogy that is similar to
the topology of metallic clusters and acquire the prop-
erties of metalic drops when the number of atoms
increases. This scenario can occur if we take into
account the fact that the pressure of the saturated metal
vapor is higher by four to five orders of magnitude
(Fig. 1) and that the evaporation heat is half that of car-
bon. The temperature decreases with increasing dis-
tance from the source of arc, and the actual concentra-
tions of metal and carbon vapors decrease according to
what is approximately the same law. Therefore, the car-
bon vapor reaches saturation when the metal vapor is
strongly undersaturated. In this case, condensation is
delayed: it is prepared by carbon supersaturation but
begins only at the instant when the metal vapor
becomes saturated. According to the classic definition,
the condensation is neither homogeneous nor heteroge-
neous, since the characteristics of each component of
the material being condensed change with the environ-
mental conditions.

A drop formed during the condensation is rapidly
saturated with carbon and can become anucl eation cen-
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Fig. 1. Concentration of saturated vapors over the surfaces
of iron, nickel, and graphite.

ter for aNT, provided the drop temperature at the con-
densation instant is sufficiently high and the NT has
time to grow.

The condensation should be delayed at a low rela-
tive carbon concentration such that heterogeneous con-
densation terminates. Indeed, if the concentration and
size of the drops that appear during this condensation
are small, these drops cannot stop an increase in the
supersaturation of the metal vapor, and, in a certain
time, “secondary” condensation, whichissimilar to the
homogeneous condensation of the metal vapor, takes
place.

The considerations given above indicate that, in
agreement with experiment, there is a certain optimal
relative metal content in the electrode (less than one
percent) above which the formation of NTs deterio-
rates.

However, there is another method to increase the
efficiency of nanotube growth: vaporization of an elec-
trode with ahigh metal content (e.g., an electrode made
of conventional stainless stedl). In this case, the arc
serves only as the means for the formation of metallic
nucleation centers during a given time. NTs can be
grown on them but under different conditions. In prin-
ciple, thisapproach is similar to that for the preparation
of substratesin CVD techniques, and the realization of
this approach can be simpler.

This approach raises the problem of the condensa-
tion of abinary carbon—metal gas mixture having arel-
atively high metal content and a low carbon content.
The purpose is to answer the question: |Is the presence
of ametal an advantage or disadvantage from the stand-
point of further growth of NTs? Moreover, it isof inter-
est to consider the condensation of the gas mixture with
various properties of its components.
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The first stage of solving this problem is to obtain
thermodynamic relations for a two-component cluster-
(nucleus) of the liquid phase.

3. THERMODYNAMICS OF METAL-CARBON
SOLUTION DROPS

In the classical Frenkel theory of condensation [11],
a cluster of g > 1 atoms is considered as a drop with
constant surface tension g,. In the case of a pure sub-
stance, the chemical potential of such acluster is deter-
mined by the relation

g = TIN(NGAY) + (g—1)p, + InZ{ + 41t,R;, (1)

where Ny and R, are the cluster concentration and
radius, respectively; A = (h¥2mmgT)Y? is the thermal
wavelength of the cluster and A, is the similar quantity
for an individual atom in the gas phase; mis the metal

atom mass; Z{g) = (8m@1,T/h?)32 is the rotational parti-
tion function of the cluster; I, = 2ng§/5 is the

moment of inertia of the cluster; y, = TIn(NS)\i) isthe
chemical potential of an atom in the liquid phase; and
Ns is the concentration of saturated vapor.

Using the law of mass action in the reaction of for-
mation of a cluster, we have g, = gu; = (g — 1My + Hy;
then, the number of atoms distribution function for
clusters takes the form [11]

N, = N;g'S ™ 'A exp(—-4ng,RIT), )
where S = N,/Ng is the vapor supersaturation; A, =
(16T@mr?> T/5h?)32: p, is the liquid-phase density; and
r. = (3m/4mp )Y has the meaning of the size of the cell
per one particle, the drop radius being equal to R, =
r.g¥e.

Relations (1) and (2) can easily be generalized to the
case of amelt. The free energy of the melt containing g

atoms (hereafter, the Gibbs free energy) is defined by
therelation [12]

Gy = Gpix + XGE + (1= X)GY, 3)

where G, isthefree energy of mixing; X=c/(k+c) is
the mole fraction of carbon; ¢ and k are the numbers of
carbon and metal atoms in the drop, respectively (g =
c+k); and G2 and G are the free energies corre-
sponding to pure carbon (subscript C) and a pure metal
(subscript K) in the liquid phase.

In the case of carbon, we consider the energy of a
hypothetical supercooled substance, asis usually done
in the theory of aloys [12]. We neglect the effect of
“separation” of the components of the binary mixturein
Eqg. (3); it is taken into account as a change in the sur-
face tension. This problem is analyzed below in more
detail.

ALEKSEEV

As follows from the law of mass action, the chemi-
cal potential of an atom in the melt (U = G4/Q) is g =
Kuk 1 + CHc 1, Where py 1 and pc 4 are the chemical
potentials of the metal and carbon vapors, respectively.

By introducing the free energy of mixing per atom
(Mmix = Grix/9) and repeating the considerations given
above, we can easily obtain

- 9/ -Xy0-1
Ny = AgNk “Nag”* Acc(SES)

X exp [ (g - 1)p-mix _ 4T[0—Ori92/3|] (4)
T T D

where

A = [

NE and N& are the concentrations of the saturated

metal and carbon vapors, respectively; and A and A- =
12 are the atomic masses of the metal and carbon,
respectively.

Except the multiplier A, EQ. (4) can be written by
analogy with Eg. (2) only from the considerations of
the dimensions and symmetry of the solvent and solute.

Thus, the difference in the size distribution of the
drops of the binary solution from the similar distribu-
tion of the pure drops consists in the energy of mixing
Mmix @nd the surface tension gy, which is a nontrivial
guantity even for large drops because of a nonuniform
component distribution in them. However, scarce
experimental data on melts [13] indicate that, e.g., for
liquid iron, the value of g, varies from ~1800 erg/cm?
for pure iron to ~1650 erg/cm? for the saturated melt
(T = 1600°C), i.e, by less than 10%. Therefore, the
dependence of g, on the mole fraction can be assumed
to be insignificant as compared to the size effects,
which are of fundamental importance for the condensa-
tion of small drops.

The pi<(X) dependence that enters into Eq. (4) is
unknown for ailmost all carbon—metal alloys, which is
due to the fact that the alloys were mainly studied for
metallurgy, where the heat of formation rather than the
free energy isimportant. In the literature, we were able
to find such data for awide range of carbon concentra-
tion in the melt only for nickel [14], for which this
dependenceis close to the ideal dependence

Hmix = T(XInX+ (1-X)In(1-X)) ()

up to X ~ (0.7-0.8) X4
For other materials, data on the correction to Eq. (5)
are only available for low carbon concentrations; this
caseisdescribed by thetheory of regular solutions[12].
The regular correction has the form (1 — X)Q,,; how-
ever, the data on the interchange energy Q, are contro-
versia. The most complete data on Q,, for various
alloysaregivenin[15]. Inthiswork, theregular correc-
TECHNICAL PHYSICS  Vol. 49

No. 8 2004



ON THE MECHANISM OF CARBON NANOTUBE FORMATION. I.

tion was taken into account; however, for the sake of
simplicity, al the formulas are written as if the drop is
an ideal solution, at least, at X < (0.7-0.8)Xg4. On the
other hand, at X > Xg,, we have

Hiix = TIN(X/ Xsa). (6)

The curves of dependences (5) and (6) intersect at
X ~0.75Xg; (Fig. 2, curves 1, 3). Therefore, taking into
account the fact that the exact U, (X) dependence is
unknown, we assume that the potential of mixing has a
minimum at X, = yXgy (Y = 0.75), isdetermined at X <
X, from Eq. (5), and is not considered to the right of
point X,

The Xg4(T) dependences for iron-group metals are
available in the literature [16]. In this work, as an
Xs«(T) dependence for iron, we use the dependence
Xea = Xp(-0.112/T — 0.8635), where the temperature T
isexpressed in eV.

Thecritical drop sizegpthat isrequired for the onset

of condensation depends on X and is determined from
the condition ONy/dg = O:

3 _ §T[r30
% =377
y 1
XINS. + (1= X)InS¢ — Ui/ T + 920’

whichisanalogousto theresult for apure material [11]:

(7)

vs _ 8 _TULO
9 = 3TIns+4lg,”

The behavior of the drop distribution function Ny(X)
can easily be analyzed numerically by setting /T in
the form (5) up to the Xy, point and, then, in the form
(6), at X > Xgy-

The result is as follows. At large supersaturation of
the carbon vapor (S > &), the carbon saturation of
dropswith X = X® ~ yX, becomes thermodynamically
favorable. Otherwise, at S, > &, optimum drops have
alow carbon content, X = X@ # 0. The difference of X®
from zero is caused by the fact that the derivative
di,i/dX behaves logarithmically at X — 0. There-
fore, the dissolution of a very small amount of carbon
in the drops is aways favorable, even in the case of
vapor almost free of carbon.

The curves that separate the first and second cases
areplotted in the &, S coordinates for various temper-
atures (Fig. 3). The region with optimum drops having
X = X® adjoins the S axis, and the region with opti-
mum drops having X = X®@ adjoins the S axis. Along
the boundary curves, Ny(X) is almost independent of X;
that is, the size distribution of the drops has alarge dis-
persion.
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Fig. 2. Free energy of mixing per atom of a carbon melt in
ametal asafunction of the mole fraction of carbon: (1) the
dependence used in the calculation (bold curve), (2) the
case of an ideal solution (dashed curve), and (3) the depen-
dence at X > Xgg.
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Fig. 3. Boundary curvesfor the regions with predominantly
metallic drops and drops with a high carbon content for var-
ious temperatures T: (1) 0.12, (2) 0.16, and (3) 0.20 eV.

In the case of heterogeneous condensation, S- > &,
since, as noted in the Introduction, the evaporation heat
of carbon (gc ~ 7.2 eV) is amost twice as large as the
evaporation heat of metals gx. Therefore, as the gas
mixture expands from the region where carbon and
metal exist only as vapor, the concentration of the satu-
rated carbon vapor

NG = NOToew| -1 ®

decreases much faster than the analogous function for
the metal vapor, and the partial supersaturation of the
carbon vapor increases much faster.
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4. SIZE EFFECTS

As was shown in [7], the critical cluster size
required for the onset of condensation under typical arc
conditions can consist of only a few tens of atoms.
Under these conditions, the Frenkel theory is formally
invalid and we have to estimate the effect of cluster
sizes on the growth of NTs.

Small clusters of a pure substance (g < 30) seem to
have been described most accurately in [17, 18]. For
small clusters formed by atoms interacting through an
additive pair potential, the partition function over inter-
nal degrees of freedom was related in [17, 18] to the
equilibrium constant K, for the reaction of formation of
adimer:

z, = WKy, ©)

so that g = TIN(NGAG) + (@ - DTIN(ATK,) + TInZig).

For clusters that are intermediate between the small
clusters and drops, the authors of [17] used the extrap-
olation

Hg = TIN(NgAg) + (g — 1)k,
+1nZ{ + (go— D[ TIN(KAT) — ]

which is an analogue of Eq. (1), where the number of
surface atoms g, isintroduced. Therelation of g, to the
number of “bulk” atoms g, = g — g, has the form

(10)

Jo = 30g2° + 3AGY” + WA’ (11)

The dimensionless parameter w connectsthe macro-
scopic (surface tension) and microscopic (equilibrium
constant K,) characteristics,

2
Oyl
w= 30 Ot _ (12)

3 TIn(K,N)’

and the dimensionless length A has the meaning of the
thickness of a surface atomic layer in unitsof r.

In this approach, the equilibrium distribution func-
tion of clusters with a small number of atoms takes the

form
4mtor?
3(&) L(go - 1)%

For the group of metals studied in [18], we have w ~
0.8 and A\ = w2 = 1.6. However, the differenced = A\ —
2w, which makes it possible to take into account the
size effects in the approach proposed, is a small differ-
ence of large numbers and cannot be estimated from
general considerations even for a pure substance.
Therefore, we have to vary the value of o for the melt.

In the two-component case, the generaization of
partition function (9) should take into account possible
arrangements of unlike atoms in a given virtual chain.
Such a calculation is similar to the calculation of the

Ng = Agg'N:S ' exp- (13
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configuration integral in lattice models [19], and the
result can be written as

InZ, In—+(g 1)H1-X) IniKK

< <. “ae
+ X2IN=SC + 2X(1 - X)In-——-———SI—ZEr

AS (AkAc)

where Kyk, Kee, and Ky are equilibrium constants for
dimers consisting of catalyst—catalyst, carbon—carbon,
and carbon- catalyst atoms, respectively.

Atg=c(X=1)org=k(X=0) (asingle-component
drop), Eq. (14) istransformed into Eq. (9).

The expression for the chemical potential now has
the form

Mg = TIN(NGAG) + (9= 1)K+ InZig + (go—1)

K 2 KCC
+(go—1)H1— X)’In=%K + X*|n—<C
-1 A A (19
Kke 1 (9-1)'
+2X(1_X)In()\K)\C)3/2+go—1 kict O

The constants Ky and Ky should be calculated
from the interatomic interaction potentials with the par-
ticipation of transition-metal atoms. These potentials
are extremely complex, and a calculation result cannot
be sufficiently reliable. On the other hand, if we assume
that the parameters w and A remain universal for alloys,
then the generalization of Eq. (4) as adrop distribution
function has the form

Ng = ANg NG Acc(SiSc )"
16)
Hmix 4Tio r2 (
X eXpA(g - 1) ~ (0o - 1) 31

Apart from simpler formula (4), we used Eq. (16) to
calculate the rate of explosive condensation of molten
dropsin[7].

5. STEADY-STATE CONDENSATION RATE

The steady-state condensation rate for drops can be
calculated by Egs. (4) and (16). The condensation rate
is defined as the drop flux through the narrow site of
condensation, namely, the neighborhood of the point
(c*, k*) of the critical cluster size in the space of the
number of atoms (c, k). The mole fraction of carbonin
the subcritical region of the space of the number of
atoms remains optimal and is several or even severa
tens of a percent, depending on temperature. In the case
of condensation of the drops on neutral atoms, the flux
of nucleating drops through the narrow region (Gibbs
energy maximum) is determined, just as in the case of
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a pure substance, by the relation

J(g) = N QV:N,

where Q = 1ir’ g3 isthe cross section of the reaction of

addition of an atom to the cluster and y is the relative
population of clusters with the number k of catalyst
atoms. If g isassumed to be a continuous quantity, y and
J can be determined from the steady-state diffusion

equation
(0)
aga\I Ng

and hasthe form

[

_ -~ dg O dg O
¥ —mam |
g .
' (18)
J = V;N,; g (O)D .

If the size effects are not taken into account, after
substituting Eqg. (4), thisresult leads to the equations

_ N¢c a2, [20
J = N, * B
. (19)
L (NeX)'(Ne(1=X)"* 1 Gupy
st oo
X+ A (1 X)-32
B = Arot%ﬁc . % ' (20)
ASATS
16T10°(X 1
G, = om nZ(T?’) < 5 (21)
L — - JESEAN,
%(Inx+(l X)Inl_xD

The multiplier (S:Sy ) in Eq. (19) is similar to
the Courtney correction S to the classic result of cal-
culation of the condensation rate [20].

Making allowance for the size effectsin Egs. (19)—
(21), we should perform the substitution

20 /2o 1-3/g7° 2 g
™ yTmy 4 /g2 1+8/g2¥

G . 635 + 30 30 1
- (1+6/gf3) T
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CONCLUSIONS

The main result of the work is the derivation of
expressions for the steady-state rate of condensation of
molten drops in a supersaturated carbon vapor. These
expressions form the basis for the calculation of the
characteristics of explosive and rapid condensation to
be performed in the next part of thiswork.
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