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A sdlf-consistent, completely quantum calculation of the structure of the inner crust of neutron starsis carried
out in the Wigner—Seitz approximation with arealistic phenomenological nuclear energy functional, where pair
correlations of neutrons and protons are included in the explicit form. It has been shown that the superfluidity of

neutrons and protons affectsthe structure of the ground state of the crust. © 2004 MAIK “ Nauka/Interperiodica” .
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The superfluidity of the matter of neutron stars that
was predicted by Migdal [1] periodically attracts inter-
est. Thisinterest has noticeably increased in the last two
decades in connection with the accumulation of obser-
vation data on irregularities in the rotation periods of
neutron stars. This phenomenon is associated with the
appearance and disappearance of superfluid vorticesin
theinner crust of aneutron star (seereview [2] and ref-
erences cited therein). Theinner crust is the part of the
neutron-star shell with subnuclear densities 0.001p, <
p < 0.5p,, where p, = 0.17 fm= is the normal nuclear
density. According to the current concepts, it consists of
spherically symmetric nuclear-like clusters forming a
crystal lattice immersed in a sea of neutrons and a vir-
tually homogeneous sea of ultrarelativistic electrons
responsible for the neutrality of the system. For a cer-
tain critical density p. = 0.5p,, theinhomogeneous con-
figuration becomes energetically unfavorable and a
homogeneous neutron liquid with asmall admixture of
protons and electrons arises. In a narrow range near p,
clusters can lose their spherical shape and rodlike
(“spaghetti”), layered (“lasagna’), or other exatic con-
figurations become preferable. According to the current
concepts, the neutron superfluidity of the inner crust of
neutron stars is important not only for irregularities in
the rotation periods but also for the cooling of the neu-
tron star during its evolution [2].

Asarule, the superfluidity of only the primary neu-
tron component is considered and it is described in the
local density approximation. Namely, the superfluid
gap A, (r) at each point r with the neutron density p,(r)
isidentified with the gap of the infinite neutron matter
of the same density. Thelatter gap is usually calculated
using either the Brueckner method or the variational
method with arealistic NN potential. The results of the

different calculations agree well with each other. Com-
paratively recent completely quantum calculations of
the gap A,(r) for the inner crust of neutron stars were
reported in [3, 4]. In those calculations, the size R, of
the Wigner—Seitz cell, the proton number Z.in acluster,
and the mean-field form were chosen according to
Negele and Vautherin [5]. Completed more than
30 years ago, their work remains the only completely
guantum self-consistent description of the inner crust
of neutron starsin the Wigner—Seitz method for awide
range of densities, but it disregards superfluidity. For a
fixed mean density p, the equilibrium values R, and Z,
were determined in [5] as values corresponding to the
energy minimum under the -stability condition

Mo = Hp+ He, (1)

where W, U, and . are the chemical potentials of neu-
trons, protons, and electrons, respectively, including
their rest masses.

An important qualitative result obtained in [5] was
the noticeable shell effect changing the relation
between p and Z, that had been predicted by semiclas-
sical calculations available at that time (e.g., [6]).
According to [5], two close local energy minima com-
pete with each other in awide range of densities. These
minima correspond to the magic proton numbers Z, =
(giant quasi-nucleus Zr) 40 and (giant quasi-nucleus
Sn) 50. According to calculations made in [5], with an
increase in the density p, the first minimum is first
lower than the second one, then the second minimum
becomes lowest, and the first minimum again becomes
lowest near p..

Several quantum calculations of the structure of the
inner crust of neutron starswere carried out recently by
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the Hartree-Fock method with the effective Skyrme
forces (namely, with their SLy4 and SLy7 variants
developed by the Lyon group specially for the descrip-
tion of neutron stars) [7—12]. In al those works, phase
transitions near p. between the aforementioned struc-
tures were analyzed disregarding pairing.

This work is aimed at studying the superfluidity
effect on the structure of the inner crust of neutron stars
far from p., where the topological structure of the sys-
tem is unambiguous and the self-consistent calculation
for a given density provides the equilibrium values of
R. and Z.. In essence, we generalize the method devel -
oped in [5] by including the superfluidity of nucleons.
It is worth noting that this region of the inner crust of
neutron starsis of most interest for studying superfluid-
ity effects, because the A value in nuclear matter is
maximal for densities p < 0.5p...

We apply the energy-functional method with pairing
in the coordinate representation. It was presented in
[13] and developed in detail by Fayans et al. [14]. The
basic, central component of the energy functiona has

the form
€ = g)[a 21—h1p./(2po)

41771+ hp./(2p)

vao?ls hipJ(Zpo)} v,
1+ h,p./(2p0)

Here, the normalization factor C, = (dn/dep)™ is the
inverse density of states on the Fermi surface, p,, _ =

Pnt Pp, & _ and hl’g are dimensionless parameters,
and the abnormal component of the energy functional
responsible for superfluidity has the form

Can = 5 TPV (3

T=n,p

Here, v,(r) is the abnormal density and %% '(p) is the
density-dependent effective pairing interaction. For
atomic nuclei, the interaction %% T is assumed to be
independent of t and this superscript will be omitted.
As was shown in [14], the fine details of the isotopic
behavior of some nuclear characteristics (e.g., the
even—odd effect inrmsradii) are sensitive to the details
of the density dependence of %%, which testifies to the
pairing interaction with pronounced surface enhance-
ment. At the same time, most of the mean nuclear char-
acteristics are well described by the simplest one-para-
metric density-independent interaction

F* = C,ff, (%)

which corresponds to the volume pairing. In this case,
the parameter f¢ must, however, depend weakly on the
mass humber so that it changes by about 20% from Ca
to Pb. In addition to term (2), the total energy functional
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[14] contains the Coulomb and gradient terms, as well
asthe spin—orbit and other spin-dependent components.

The variation of expression (2) with respect to the
density p, provides equations for the mean potentials
U.(r) and variation with respect to the abnormal density
v; and equations for pairing gaps A(r) in terms of den-
sitiesp and v. The quantities U and A enter into the sys-
tem of equationsfor the Bogoliubov functions u;(r) and
v;(r), which, in turn, determine the densities p and v
through expressions known from [15]. Thus, we arrive
at the system of equationsthat is equivalent to the equa-
tions of the Hartree-Fock—Bogoliubov method. We
note that the method of Gor’kov equations providing
closeresultswas used in [14].

In this work, instead of the direct solution to the
pairing problem in the coordinate representation, we
use the simpler method of the expansion in the eigen-
functions

i(r
o) = 210, ()
of the problem without pairing (theisotopic index t will
be omitted). Here, ®;,, are the spin—angular functions
and the functions y,;(r) satisfy the radial Schrodinger
equation with the potential U(r) and the following usual
boundary conditions at the boundary of a cell:

ynlj(r = Rc) =0 (5)
and
(yn'/r —
Sj dlr‘J )Er:RC =0, ©)

for even and odd | values, respectively. The equation for
the gap is solved in model space bounded by the single-
particle energies €, < E, (which are generally different
for neutrons and protons).

Thediagonal approximation A, = A, 0, for the gap
significantly simplifies the calculations. The analysis
performed in [14] for ordinary nuclei shows that the
errors of the diagonal approximation for volume pair-
ing are small, except the above-mentioned fine odd—
even effects. To reduce the computation time, we use
this approximation. In this case, the effective constant
f& depends (dightly, logarithmically) on the difference
Eo— M. Since W, = Y, in stable nuclei, the same E, value
corresponding to E; — 1 = 40 MeV was used for pro-
tons and neutrons in [14]. The p, and p, values for the
inner crust of neutron stars differ by tens of MeV's due

to the erroneous neutron excess. Therefore, ES must

differ from E} in order to use, at least approximately,
the same f¢ value from [14] for both subsystems.

Among the known phenomenological approaches,
this method provides the maximum accuracy when
reproducing the masses and particularly radii of stable
spherical nuclei, including nuclei with a large neutron
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excess. Therefore, it must well reproduce anucleus-like
cluster. We can look forward to reasonable predictions
for the neutron environment, because the application of
functional (2) to nuclear mater leads to an equation of
state that is qualitatively close to the “realistic” egqua-
tion of state obtained in the variational method or
Brueckner method with realistic NN forces.

Figure 1 shows (solid line) the equation of state of
neutron matter for energy functional (2) and (dotted
line) the redlistic equation of state obtained in the
Brueckner method with the Argonne v18 NN potential
[16]. For completeness, the equation of state for
Skyrme SLy7 forces specially fitted to describe neutron
matter is also shown (dashed line). As is seen, the dif-
ference between the three linesis small.

In this work, we present the results of calculations
for only onevalue of the mean density corresponding to
the Fermi momentum kg = 0.7 fm~* of the homogeneous
neutron matter. For agiven radius R, we determine the

total nucleon number A = %{ (keR)? in the cell. Then,

this number is divided between Z protons and N neu-
trons (A = Z + N) such that 3-stability condition (1) is
satisfied. The sdlf-consistent solution of the equations
of the energy-functional method for the given R, auto-
matically provides the distribution of densities and
other characteristics of the system that correspond to
the minimum of the total binding energy. In addition to
the integral of Eq. (2), this energy includes the contri-
bution from Z electrons, which is calculated by stan-
dard methods [5].

Figure 2 shows the binding energy per nucleon Eg/A
and the corresponding Z, values calculated for the wide
range R, = 20-35 fm (dashed lines) without pairing
(f¢=0) and (solid lines) including pairing with the
parameters f¢ = —0.45 (the average value between Ca
and Pb [14]), E; = 40 MeV, and E§ = 0. For the case
without pairing, the absolute minimum is reached for
R. =25 fm and Z, = 40, but it is only 1 keV below
another local minimum for R, = 28 fm and Z, = 50 and
the third minimum for R, = 30 fm and the nonmagic
number Z. = 58. Finally, we note that a pronounced
local minimum existsfor R, = 21 fm and magic Z, = 20,
but it is much higher. Thus, this calculation without
pairing qualitatively corroborates the results obtained
in [5], although details depend on the explicit form of
the energy functional. However, theinclusion of pairing
strongly changes the pattern: although a very weak
local minimum remainsfor R, = 28 fm and Z, = 50, the
absolute minimum is shifted to larger values, R, =
31fmand Z. = 70.

It is not surprising that the pairing effects weaken
the shell effect: this fact is well known for atomic
nuclei. However, the weakening degree for the inner
crust of neutron stars can be estimated only by direct
calculation. One more effect is seen in Fig. 2: pairing
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Fig. 2. Binding energy per nucleon and proton number Z;in
the Wigner—Seitz cell.

amost always increases Z.. This effect can be easily
explained. Indeed, since electronsinside the inner crust
of neutron stars are ultrarelativistic, we have P, =
(9MZJ4)Y3/R.. The substitution of this expression into
[-stability condition (1) yields

4 353
Zc: §.F[(un_up) Rc (7)

Pairing usually reduces W, and p,,, because the chemical
potential without pairing is determined by the single-
particle energy of thelast unoccupied level, whereasthe
chemical potential with pairing is most often between
this level and the last occupied level. Moreover, these
levels themselves become lower when pairing is
included, because it increases the total binding energy
of the system. This effect is more pronounced for pro-
tons than for neutrons, because the spacing between
single-particle levels in the proton subsystem is much
larger. Indeed, this spacing in the proton and neutron
subsystems is determined by the cluster radius Ry and
Wigner—Seitz cell radius R., respectively. The latter
radius is noticeably larger than the former radius, and
the level spacing is proportional to R?. At the same
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Fig. 3. (&) Density distributions, (b) pairing gaps, and
(c) mean potentiasfor (solid lines) neutronsand (dashed lines)
protonsin the Wigner—Seitz cdll for R, = 31 fm with pairing.

time, this spacing is the measure of the effect under
consideration. As a result, the difference between the
chemical potentials on the right-hand side of Eq. (7)
increases, usualy, due to pairing, which leads to an
increase in the equilibrium cluster charge Z.

For illustration, Fig. 3 shows the density distribu-
tions py(r) and p,(r), pairing gaps Ay(r) and A,(r), and
mean potentias U (r) and U(r) corresponding to the
equilibrium configuration for R, = 31 fm. Asiis seen,
thereisapronounced cluster similar to atomic nuclei in
its properties (but with amuch deeper proton potential),
and it sharply changes to amost homogeneous neutron
matter. The description of this domain by energy func-
tiona (2) isobvioudy questionable. Therefore, the pre-
dictions of this calculation cannot be treated literally.

We note that the neutron gap depends only dlightly
on R.. The behavior of the proton gap is more complex.
Although the curve A(r) is usually close to that shown
inFig. 3, A, inside the cluster decreases noticeably for
magic Z values (even vanishes for Z = 20). We empha
size that the characteristic gap A, or A, is much smaller
than the depth of the neutron or proton potential inside
the cluster. Therefore, the inclusion of pairing is sub-
stantial only for acomparatively narrow group of states
with energies |ey * —, | =< A, ,- Their contribution to
the total binding energy or total density issmall. There-
fore, for example, the density profiles of neutrons and
protons as cal cul ated for the same Z and R, valuesin the
approach under consideration and the approach devel-
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oped in [5] (or, e.g., with the effective Skyrme forces)
differ dightly from each other. Pairing changes the
equilibrium values Z and R., because the chemical
potentials W, , appearing in B-stability condition (1), as
well as the dependence of the binding energy on R,
change when pairing isincluded (see Fig. 2).

We now develop a more redlistic model of the inner
crust of neutron stars. In this model, energy functional
(2) isused only for the nuclear cluster, whereasan energy
functional microscopically calculated for low-density
neutron matter is used for the exterior region of neutron
matter. Preliminary calculations corroborate the basic
conclusion of thiswork that theinclusion of superfluidity
is of fundamenta importance for determining the equi-
librium configuration of the inner crust of neutron stars.

We are grateful to M.V. Zverev, N.E. Zein,
E.A. Ryabinkin, V.A. Khoddl’, and a referee of this
paper for stimulating discussions and remarks. This
work was supported by the Council of the President of
the Russian Federation for Support of Young Russian
Scientists and Leading Scientific Schools (project
no. NSh-1885.2003.2).
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Giant third optical harmonic (TH) generation has been experimentally observed inisland silver films. The TH
intensity in the island silver films studied is more than two orders of magnitude higher than the value observed
for the smooth surface of a homogeneous silver film. The mechanism of enhancement of the nonlinear cubic
response is associated with the resonance enhancement of the local optical field at the TH wavelength, which
is caused by the excitation of local surface plasmons in the ensemble of metal nanoparticles. © 2004 MAIK

“ Nauka/Interperiodica” .
PACS numbers: 73.61.—r

The phenomenon of giant second harmonic (SH)
generation inisland silver films was observed by Wok-
aum et al. [1] ailmost immediately after the discovery of
surface-enhanced Raman scattering (SERS) [2] and
surface-enhanced SH generation [3] on the rough sur-
face of a silver electrode prepared by electrochemical
etching. It was established [1] that the SH intensity in
isand silver films is by three orders of magnitude
higher than the value observed for a smooth silver sur-
face. The mechanism of this enhancement wasimmedi-
ately formulated in terms of the resonant local-field
enhancement (at the pump or SH wavelength) due to
the excitation of local surface plasmonsin silver nano-
particles. The plasmon mechanism of the local-field
enhancement was developed by Berreman [3] and
Moskovits [4] based on the results of SERS investiga-
tions on rough metal surfaces. Experimental investiga-
tions of the plasmon mechanism of SERS and SH gen-
eration were performed for the rough surface of asilver
electrode in an electrochemical cell [5] and for the
rough surface of some other metals [6].

The nonlinear polarization of a single spherical
nanoparticle at the SH frequency is expressed as

P, OL(2w)x? (2w) L} (w) E*(w), )

where x@(2w) is the second-order nonlinear suscepti-
bility and L(w) and L(2w) are the local field factors at
the pump and SH frequencies, respectively. There are
three factors influencing the magnitude and spectral
position of the plasmon modes of metal nanoparticles
and the corresponding local field factors. Thefirst isthe
removal of degeneracy and the splitting of the fre-
guency of theintrinsic plasmon modes of ametal nano-
particle caused by the deviation of the particle shape
from the ideal sphere. The second factor determining

the plasmon spectra of individual particles is the per-
mittivity of the environment or (asin the case of island
films) the substrate. An increase in the permittivity
leads to a long-wavelength shift of the plasma reso-
nance. Finally, the plasmon spectrum of an ensembl e of
metal particles (such as an idand film) depends
strongly on the dipole interaction between particles
and, hence, on their number density in the film.

Generalization of relation (1) to the case of anonlin-
ear cubicinhomogeneity of the medium allowsthe non-
linear third-order polarization to be written as

P, 0L (3w)IX P (Bw)IL (W) E (w), (2)

where x©®)(3w) is the third-order nonlinear susceptibil-
ity, L(3w) isthe local field factor at the third harmonic
(TH) frequency, and the symbol [Tldenotes averaging
over random realizations of the spatial arrangement of
nanoparticles in theisland film ensemble.

Investigations of the optical (and nonlinear optical)
phenomenainisland films must take into account pecu-
liaritiesin the morphology of such inhomogeneous sys-
tems which, representing a random two-dimensional
ensemble of nanoparticles, exhibit spatial fluctuations
both in the nonlinear susceptibilities and in the local
field factors entering into Egs. (1) and (2). These fluc-
tuations lead to incoherency of the SH and TH genera-
tion processes, which should be considered in such
cases as the hyper-Rayleigh scattering (HRS). Both
these features of the nonlinear optics of random ensem-
bles of metal nanoparticles—the enhancement and
incoherency of the nonlinear response—were experi-
mentally studied in much detail in the case of giant SH
generation (see, e.g., [7]).

The phenomenon of HRS at the TH frequency in
island films was reported in our previous paper [8], but
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Fig. 1. (8) Schematic diagram of anisland silver film depos-
ited over a stepped wedge of silicon oxide on the surface of
a slicon substrate; a silver nanoparticle depicted on a
greater scale shows localization of the quadratic (surface)
and cubic (volume) nonlinear susceptibilities; (b) schematic
diagram showing the ray geometry for the measurement of
polar scattering indicatrices of incoherent diffuse SH and
TH; (c) plots of the local field factor F versus the effective
film thickness at a wavelength of 0.53 and 1.06 um (repro-
duced from [1]); (d) SH intensity spectrafor anisland silver
film on the stepped oxide wedge at an oxide layer thickness
of d = (open circles) 100, (black circles) 70, and (native
oxide, open sguares) 0 nm; solid curves are the Gaussian
approximations of the experimental plots; the inset shows
(black circles) the HRS indicatrix at the SH wavelength for
the island silver film and (open circles) the angular instru-
mental function of the detection system.

the strong enhancement of TH generation has not yet
been considered. By analogy with the giant SH genera-
tion in island silver films, we may expect that the giant
TH enhancement may al so take place due to the mech-
anism of the resonance excitation of local surface plas-
mons. Additional interest in the giant TH generation is
stimulated by the fact that this process involves the
third-order nonlinear susceptibility localized in the vol-
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ume of nanoparticles (seetheinsetin Fig. 1a). Thus, the
SH and TH generation processes provide different but
mutually complementary information about the elec-
tron properties of nanoparticles.

This paper reports the observation and experimental
investigation of the giant TH generation inisland silver
films. The nonlinear optical spectroscopy of TH gener-
ation in an island silver film deposited onto a silicon
substrate with a controlled variable distance from the
silicon surface to the silver nanoparticles shows evi-
dence of a plasmon enhancement mechanism.

The idand silver films were deposited onto a
Si(001) substrates by thermal evaporation in avacuum
system with a residual gas pressure not exceeding
1075 Torr. Silicon plates were selected as substrates
because of their highly smooth and homogeneous sur-
face. In order to detect the giant TH generation, we pre-
pared films of two types: (i) thin films with an island
structure and an effective mass thickness of 1 nm and
(i) thick homogeneous films with athickness of about
40 nm (which isgreater than the skin layer thickness on
silver). The mass thickness of a film is critical for
observation of the giant TH, because this parameter
determines the morphology of theisland film, in partic-
ular, the size of the nanoparticles and, hence, their local
plasma resonance frequency.

Figure 1c shows plots of the local field factor F ver-
susthe mass thickness of asilver film (reproduced from
[1]). These plots reveal a shift of the resonance maxi-
mum of the loca field factor at the SH wavelength
toward lower film thicknesses relative to the resonance
at the pump wavelength. According to these results, we
selected the film with a mass thickness of 1 nm for
detecting the giant TH generation. This thickness was
suggested to correspond to the resonance of the local
field factor at the TH frequency under our experimental
conditions. The 40-nm-thick homogeneous silver film
was used as the reference of a nonenhanced TH signal
for evaluating the enhancement factor in the case of
giant TH generation in island silver films.

In order to study the plasmon mechanism of the
giant TH enhancement, we used a specia structure
comprising a stepped wedge of silicon oxide on a sili-
con substrate, on which the sample island film was
deposited. Using this structure, it was possible to study
the influence of the permittivity of the semiconductor
substrate on the spectrum of local plasmons excited in
theisland silver film. The stepped wedge was prepared
as follows. First, a 100-nm-thick high-quality silicon
oxidelayer wasgrown on a Si(001) plate surface. Then,
steps with a constant height increment of about 5 nm
were formed in this oxide layer by etching at arate of
5 nm/min in abuffer solution of NH,F with hydrofluo-
ric acid. This stepped wedge with oxide steps of vari-
able height within d ~ 5-100 nm is schematically
depicted in Fig. 1a. Using thiswedge, it was possible to
control the distance between the island film and semi-
conductor substrate, thus, varying the plasma reso-
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nance parameters and, hence, the local field factorsin
Egs. (1) and (2).

The surface topography of island silver films was
studied using an atomic force microscope. The results
of these measurements showed that the average particle
size in the film plane was 60—70 nm and the average
particle height was 6-10 nm.

The nonlinear optical measurements of the TH
intensity enhancement and the indicatrices of diffuse
TH scattering were performed using a YAG:Nd®* laser
with awavelength of 1064 nm, apul se power density of
10 MW/cm?, a pulse width of 15 ns, and a pulse repeti-
tion rate of 25 Hz. The nonlinear optical spectroscopy
of the TH generation was carried out using theradiation
of a Spectra-Physics MOPO 710 parametric light gen-
erator tunablein a spectral range of 490-670 nm with a
pulse width of 4 ns and a pulse energy of 10 mJ excited
by the third-harmonic radiation of the YAG:Nd** laser.
A part of the pump radiation was diverted into a refer-
ence channel, which allowed the SH and TH responses
of theisland silver films to be normalized to the corre-
sponding signals from a reference quartz crystal, thus,
reducing the influence of fluctuations in the pump
power on the accuracy of the measurements. The SH
and TH response signals were detected, after passage
through the corresponding UV or blue—green filters, by
a photomultiplier and a lock-in detection system. By
means of the polar rotation of the detection system, it
was possi ble to measure the HRS indicatrices at the SH
and TH wavelengths (Fig. 1b), while the rotation of a
sample about the normal to the surface was used for
studying the anisotropy of the SH and TH intensity,
which was necessary for separating theisotropic contri-
bution to the nonlinear response due to the island film
from the anisotropic contribution due to the substrate.

In measurements of the total (integrated over the
polar angle) TH and SH intensity, it is necessary to take
into account the diffuse component of the correspond-

ingsignal, [(ls +agrim(6) —15)d6, where 6 isthe scat-

tering angle, | is the mirror coherent signal from the
Si(001) substrate surface, lg . pqim(0) isthetotal signal
including both the mirror coherent signal from the sili-
con surface and the island film and the diffuse incoher-
ent signal from the silver nanoparticles, which is depen-
dent on the scattering angle. Theinset in Fig. 1d shows
(i) thetypical HRSindicatrix measured at the SH wave-
length for the s—s combination of the polarizations of
the fundamental and SH waves and (ii) the angular
instrumental (transmission) function of the system of
measurement of scattering indicatrices. The s—s geom-
etry was selected taking into account strict selection
rules[9] prohibiting theisotropic mirror SH component
generation on the smooth silicon surface. The diffuse
SH signal component observed in the angular interval
33°-57° shows the presence of an incoherent SH gen-
erated by arandom ensemble of silver nanoparticles.
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Figure 1d shows the SH intensity spectra for the
identical island silver films deposited onto the stepped
oxide wedge for three values of the oxide thickness.
The curves clearly reveal the thickness-dependent shift
of the SH resonance maximum toward longer wave-
lengths, which is explained by the influence of the real
part of the permittivity of silicon on thelocal resonance
plasma frequency in the island film. The amplitude of
the resonance SH signal increases with increasing dis-
tance from the substrate to the silver nanoparticles,
because the effect of the imaginary part of the permit-
tivity of silicon on the amplitude of the resonance local
field factor at the SH frequency decreases with increas-
ing distance from the film to the silicon substrate.

In order to observe and quantitatively evaluate the
giant TH enhancement, the TH intensity was measured
for the samples of threetypes prepared on asilicon sub-
strate with a constant oxide thickness of about 100 nm.
Figure 2a shows the azimuthal dependence of the TH
intensity for (i) the island silver film with an effective
mass thickness of about 1 nm, (ii) athick homogeneous
reference silver film, and (iii) a Si(001) surface without
deposited layers. All measurementswere performed for
the s—s combination of the polarizations of the funda-
mental and TH waves.

The TH intensity for the Si(001) surface as a func-
tion of the azimuthal angle can be expressed as

15,(9) 0{x® (3w} “(E*(w))’[a + bcos(40)], (3)

where ¢ is the azimuthal angle and a and b are the
numerical coefficientsrelated to aparticular form of the
cubic nonlinearity tensor and the incidence angle of the
pump radiation. The anisotropic term in relation (3) is
of the same order of magnitude as the isotropic term
(1S = 15"), which can be seen from the experimental
dependencesin Fig. 2a (open circles). A comparison of
the isotropic and anisotropic contributions to the TH
intensity in the films of various types (Fig. 2a) shows
that the presence of anisland film, on the one hand, sig-
nificantly increases the total isotropic TH component
due to the isotropic incoherent contribution from silver
nanoparticles (15, = I§%agrim/1§ = 2.6) and, on the
other hand, reduces the anisotropic component of the
total TH signal (155, = 185 agrim/1& = 0.46). The lat-
ter effect is associated with the absorption of pump
radiation and the TH signal (from the silicon substrate)
in the idand film, which leads to a decrease in the
anisotropic signal intensity.

Similarly to the case of the giant SH generation con-
sidered above, evaluation of the enhancement factor for
the giant TH generation requires the measurement of
the diffuse TH component for obtaining the TH inten-
sity integrated with respect to the polar angle.

The inset in Fig. 2b shows (i) the HRS indicatrix
measured at the TH wavelength for the island silver
film and (ii) the angular instrumental (transmission)
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Fig. 2. (a) Plots of the TH intensity versus azimuthal angle
for the clean Si(001) surface (open circles), thinisland sil-
ver film (black circles), and thick reference silver film
(black sguares); solid curves are the approximations by
Eq. (3); (b) TH intensity spectrafor theisland silver film on
the stepped oxide wedge at an oxide layer thickness of d =
(open circles) 100, (black circles) 70, and (native oxide,
open squares) 0 nm; solid curves show the Gaussian
approximations of the experimental plots; the inset shows
(black circles) the HRS indicatrix at the TH wavelength for
an idand silver film and (open circles) the angular instru-
mental function of the detection system, and the solid lineis
the approximation by Eqg. (3) from [8].

function of the detection system. These curves were
measured using the s—s combination of polarizations of
the fundamental and TH waves. The diffuse component
of the TH signal isobserved inthe angular interval 38°—
52°.

The degree of the giant TH enhancement in island
silver films can be evaluated using the expression

[[ISiwLAg:sf(i)ltm_ISi]CB’ (4)

Ithin Ag

G(3w) =

KIM et al.

where 150 ag 1S the isotropic TH intensity component
generated in the “conditional” thin homogeneous silver
film with an effective mass thickness of about 1 nm
(equivalent to the idland film in the amount of silver).
The TH intensity for such aconditional 1-nm-thick sil-
ver film can be estimated from the results of measure-
ments of the TH intensity for the 40-nm-thick homoge-
neous reference silver film. Taking into account that
(i) the pump radiation penetrates into the reference sil-
ver film to adepth of about 10 nm and (ii) the TH radi-
ation is emitted from a layer with a thickness on the
same order, the enhancement of the giant TH genera-
tion can be evaluated using the ratio lim ag/ linecag =
1/102. Once the o ag 1S experimentally determined
(Fig. 2a) we can calculate Iy, ag and estimate the TH
enhancement factor, which has proved to be G(3w) =
1.4 x 10%. A comparison of the enhancement factor for
the giant SH generation (according to our results and
the data from [1]) to the giant TH enhancement factor
experimentally determined in this study shows a some-
what lower enhancement in the case of the giant TH
generation, which is probably due to a higher absorp-
tion of the TH radiation in silver.

In order to study the role of the local plasma reso-
nance in the mechanism of the giant TH enhancement,
we have studied the TH spectra for identical island
films deposited onto the surface of the stepped oxide
wedge. Figure 2b shows the spectra of the giant TH
intensity for three values of the oxide layer thickness.
Similarly to the case of the SH spectroscopy, the curves
reveal a shift of the TH intensity resonance maximum
toward shorter wavelengths with increasing distance
between the silver nanoparticles and silicon substrate.
This behavior of the TH intensity resonance shows the
influence of the real and imaginary parts of the permit-
tivity of the substrate on the behavior of the local
plasma resonance frequency and confirmsthe proposed
plasmon mechanism of the giant TH generation
enhancement.

In conclusion, we observed the phenomenon of
giant TH generation in a two-dimensiona ensemble of
silver nanoparticles with an enhancement coefficient of
1.4 x 10% relativeto the TH intensity for ahomogeneous
silver film. The results of the investigation of the reso-
nance spectra of the TH intensity in a wedge structure
with variable distance between the silver nanoparticles
and semiconductor substrate showed that the mecha-
nism of enhancement of the giant TH intensity is asso-
ciated with the enhancement of the local optical fields
as aresult of the excitation of local surface plasmonsin
the ensemble of silver nanoparticles.

This study was supported by the Russian Founda-
tion for Basic Research (project nos. 04-02-16847,
04-02-17059, 03-02-39010, and 01-02-04018), the
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The dynamics of intramolecular vibrational-energy redistribution from an initially excited mode v, (the acety-
lene-type H—C bond) to the other modes of the H-C=C—Si(CH3); mol ecule was studied experimentally. Probing
was performed by spontaneous anti-Stokes Raman scattering. The measured deexcitation time of v, was 128 +

10 ps. © 2004 MAIK “ Nauka/lInterperiodica” .
PACS numbers: 33.20.Fb; 34.30.+h; 42.62.Fi

Intramolecular vibrational-energy redistribution
(IVR) is afundamental phenomenon apparently inher-
ent in any polyatomic molecule if it is excited highly
enough [1-13]. The following subjects of investiga-
tionsin this area are of paramount interest:

(i) energy thresholds above which the effect is
observed for various molecules[4, §];

(i) vibrational spectra, which contain qualitative
information on the existence of the effect and from
which quantitative information on VR dynamics can
be derived in a number of cases[3, 7-9, 11, 12, 14];

(i) this dynamics itself measured in rea time [6,
15].

This paper presents the first direct measurement of
the energy outflow rate from a mode of a moderately
complex molecule by spontaneous Raman scattering
(RS) spectroscopy. The experiment was performed
with the H-C=C-Si(CH,); molecule in the gas phase.
The v, = 3312 cm* mode of this molecule, which cor-
respondsto the acetylene-type H—C bond, isthe highest
frequency mode. It differs substantially in frequency
from the C—H modes of methyl groups. The transition
|v, = 00— |v, = 10was selectively excited by aradi-
ation pulse of an optical parametric oscillator (OPO).
The excited molecules were probed by aradiation pulse
of a picosecond Nd®**:YAG laser (operating at a wave-
length of 1.064 pum). Namely, the anti-Stokes Raman-
scattering signal integrated over the v, band was mea-
sured as afunction of the delay time between the pump
and prabe pulses. The magnitude of this signal is pro-
portional to the energy in the probed vibrational degree
of freedom of the molecule[2, 4, 8, 16].

The experimental design is schematically shown in

Fig. 1. The Nd®:YAG laser with a ha f-maximum pulse
duration of 44 ps was used both for pumping the OPO

and for RS probing. The laser pulse was divided
between these two channels. The OPO was designed
according to a noncollinear scheme [17] based on
LiNbO; crystals. The pump and probe pulse energies
were 200-300 pJ and approximately 1.5 mJ, respec-
tively. The pulse repetition rate was 6.25 Hz.

The pump and probe pulses were aligned using a
dichroic mirror and were focused coaxially into a cell
with an H-C=C-Si(CH,); gas. The gas pressure was
30 Torr. The beam polarizations were mutually perpen-
dicular. The profile of the pump-radiation beam in the
caustic region was such that approximately 60% of the
radiation passed through the hole 200 pum in diameter.
The probe beam waist was considerably narrower in
diameter: no more than 100 um. The time delay
between pulses was adjusted by means of a mechani-

Picosecond » OPO

AN YAG laser
& amplifiers

IR N

% @ 2

A/D converter | !

Synchronization

—

UI;lit 3
LB Triple e
L 6 k1 5 k‘%’ polychromator [ ~™~=4/4~"]°

Fig. 1. Schematic diagram of the experimenta setup:
(2) prism, (2) dichroic mirror, (3) gas cell, (4) pulse energy
control detectors, (5) photomultiplier, and (6) pulse counter.
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Fig. 2. Integral anti-Stokes RS signal in the v, band of the
H—C=C-Si(CH3)3; molecule vs. the delay time of the probe
pulse with respect to the pump pulse. The measurement
error bars are determined by photocount statistics. The solid
curve is the best fit to the experimental data by the double
convolution of pump and probe pulses with the function
o(t)exp(-t/1).

cally movable prism. Its positioning precision was
+0.05 mm, which corresponded to £330 fs. The zero
time delay between pulses was determined by the sig-
nal peak at the sum frequency Wepo + 2Wyac generated
asaresult of upconversion in the lithium iodate crystal;
the accuracy of this referencing was £3.3 ps.

The OPO wavelength in the vicinity of 3 um was
tuned to the v, band of the H-C=C-Si(CH;); molecule.
The OPO spectrum whose width measured by the
upconversion method was about 50 cm covered the
rotational structure of the excited v, band with guaran-
tee. The RS signal was detected using atriple polychro-
mator in the region of 785.7—788.1 nm, which com-
pletely covered the anti-Stokes position of the v, band.
The signal was recorded in the photon-counting mode
by a Hamamatsu H7421-50 photomultiplier and an
SR400 gated pulse counter.

The experimental resultsare presentedinFig. 2. The
experimental pointsarewell described by adependence
implying that energy is transferred from the initialy
excited modeto other vibrational degrees of freedom of
the molecule according to an exponential law with a
time constant of T = 128 + 10 ps. Undoubtedly, thistime
characterizes the dynamics of vibrational-energy redis-
tribution within the isolated molecule, because the
mean free time at the aforementioned gas pressures in
the cell exceeds the maximum delay time between the
pump and probe pulsesin Fig. 2 by more than an order
of magnitude.

The physical cause for IVR isthe anharmonic inter-
action of molecular vibrations. The good agreement of
the observed dynamics with the exponential decay of
theinitial excitation is explained within the model that
is recognized as the most probable though not the only
possible IVR scenario [8, 13, 18, 19]. The model is
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Fig. 3. Interaction of the excited state |v, = 10with vibra-
tional states close in energy. (a) If the states |v; Oare har-
monic, the interaction with afew levels indicated by heavy
lines dominates; these levels, in turn, are coupled with afew
other levels, etc. (b) If the states |v; Care strongly mixed so
that they form new eigenstates |vgl]theinitial interactionis
redistributed over the entire quasi-continuous spectrum.

applied to our case asfollows (Fig. 3). The combination

vibrational levels V= |v, = 0; v v ... v Dwith
the excitation of some of the other (s — 1) normal
modes, except v;, with the energy E® = %T: ,vv;in
the vicinity of v, are mixed with each other due to the
anharmonic interaction.! High-order interactions cou-
pling states with strongly differing sets of vibrational
guantum numbers, which, in addition, can be localized
on bonds weakly interacting with each other directly,
play the key role in this picture. The particular realiza-
tion of such high-order interactions is sequential mix-
ing with exchange by a relatively small number of
vibrational quanta due to the dominant cubic and/or
quartic intermode anharmonicity [19]. It is suggested
that a quasi-continuous spectrum of states |vegl =

. ¢ [V s formed as aresult. These states represent

“random” superpositions of many harmonic states
|v)DAccording to [20], their density p for the H-C=C—
Si(CHj); molecule at an energy of 3312 cmr™ equals
2.1x 10* levelslem™ with regard to only the states
whose symmetry A; coincideswith the symmetry of the
v, mode. Becausethe states|velare“ergodic” [21] (that
is, their wavefunctions are not localized on some nor-
mal vibrations), the anharmonic interaction Van of the
state |v, = 10with those states is random (Fig. 3b), as
distinct from the situation where mixing is absent
(Fig. 3a). It is natural to suggest that the characteristic
scale of energy intervalsin which Van fluctuatesisthe
mean distance p~* between the states |ve[ In this case,
if the absolute value of the interaction matrix element

1 The possible role of vibrationa—rotational interactions will be
discussed below.
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v, = 1|\73nh [vellon the average considerably exceeds
the inverse density of states, that is,

Kvi=1Varvel| = p7, (1)
then, according to the exact solutions of a number of
model problems [22, 23], the quasi-continuous spec-
trum is virtually equivalent to a continuous one in the
sensethat the evolution of the population of theinitially
prepared state |v, = 1[0swell approximated by an expo-
nential decay at the rate?

= 21 vy = UVan VE>|2p. 2)

Substituting the experimental T value into Eq. (2), we
find that inequality (1) is unconditionaly fulfilled.

Furthermore, we note that the time of the energy
redistribution from the v, mode of the H-C=C-
Si(CH3); molecule to the other modes that is obtained
in this work is by more than an order of magnitude
shorter than the value of 2000 ps obtained from the
treatment of the IR spectra of the same molecule in a
cooled molecular beam [20]. Our value is in better
agreement with the value of 96 ps obtained in a recent
work [15] by IR-IR double resonance spectroscopy.
However, in thelatter case, the gas pressure was several
tens of times higher than in our experiment so that the
contribution of collisions to the measured time was
possibly not excluded.

The difference between the results obtained from
the IR spectra in a cooled beam and those obtained, as
in this work, by a direct method but at room tempera-
ture is most likely associated with fundamental causes
rather than “the experimental limitations of high-reso-
lution infrared spectroscopy,” as was stated as an
assumption in [24]. A possible cause is the initia ther-
mal excitation of low-frequency modes leading to an
increase in anharmonic interactions (see also [24]). It
seems likely that, along with anharmonic interactions,
vibrational—rotational interactions (which increase rap-
idly as the rotational quantum numbers increase) can
play an auxiliary rolein the mode mixing in some spe-
cific cases. At present, only qualitative suggestions on
this point are available (see, e.g., [25]). The estimation
of the contribution of various mechanisms to the IVR
rateisthe subject of further experimental investigations
and theoretical simulations.
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21t should certai nly be kept in mind that, in contrast to the continu-
ous case, significant return to the initial state can occur in the
guasi-continuous case at long times. However, estimates show
that it is virtually unobservable if at least ten levels are involved
in the process.
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We present a controlling potential method for solving the three-dimensional Gross—Pitaevskii equation (GPE),
which governs the nonlinear dynamics of the Bose-Einstein condensates (BECs) in an inhomogeneous poten-
tial trap. Our method allows oneto construct ground and excited matter wave states whose longitudinal profiles
can have bright solitons. This method provides the confining potential that filters and controls localized BECs.
Moreover, it is predicted that, while the BEC longitudinal soliton profile is controlled and kept unchanged, the
transverse profile may exhibit oscillatory breathers (the unmatched case) or move asarigid body in the form of
either coherent states (performing the Lissajous figures) or a Schrédinger cat state (matched case). © 2004

MAIK “ Nauka/Interperiodica” .

PACS numbers; 03.65.Ge; 03.75.Lm; 05.30.Jp; 05.45.Yv

It iswell known that the dynamics of Bose-Einstein
condensates (BECs) in condensed matters is governed
by the Gross-Pitaevskii equation (GPE) [1]. Stationary
solutions of the latter in one space dimension can be
cast in the form of solitons[2]. The formation of bright
and dark/grey solitons is attributed to the attractive as
well as repulsive interatomic interaction and that were
created experimentally in elongated BECs [3].

We consider here the multidimensional GPE with
confining potentials for BECs and present a new analyt-
ica method for filtering different kinds of solitons by
controlling the confining potentia. This idea could be
redlized by recently developed techniques involving
lithographically fabricated circuit patterns, which pro-
vide el ectromagnetic guides and microtraps for ultracold
neutral systems of atomsin BEC experiments[4]. Alter-
natively, the use of optically induced potentials is also
extremely versatilefor producing “exotic” potentias[5].

We obtain exact controlled 3D solutions for the
ground and excited soliton states of BECs.

The dynamics of BECs in a spatially nonuniform
confining potential well are governed by the GPE [1]

L 0W(r, 1)
'h—at
2 1)
= 2maD W(r, t) +U(r, t,|¥(r, )W,

TThis article was submitted by the authorsin English.

where #i isthe Planck constant divided by 21T, W(r, t) is
the macroscopic wave function of the condensate; m, is
the atomic mass; U(r, t, |W(r, 1)[?) = Vau(r, t) + gN|W(r,
)%, Veq(r, t) is the externa confining potential for
BECs; the coupling constant g is related to the short
range scattering (swave) length a representing the
interactions between atomic particles, namely, g =
4Atmha/m,; and N isthe number of atoms. The short range
scattering length a of the atoms can be either positive or
negative, giving rise to either attractive or repulsive
forces.

We consider a generic external potential composed
of two parts, viz. Vg (r, t) = V(rg, t) + V(z t). We look
for a solution of (1) in the form W(r, z t) = W(r,
)W (z t). Hence, Eq. (1) can be decomposed as

0¥ 52
! a_tD - ‘EDZD‘“D*VD(VD, W, )
a
L 0W, 72 0°W, ,
5T = “om g TNV V(2 Y. (3
a

where g;p = g[|W|*drp. We see that the transverse

and longitudinal equations are exactly decoupled, the
former being a linear equation and the latter being the
1D cubic nonlinear Schrédinger equation (CNLSE)
whose nonlinear coupling coefficient depends on the
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shape of the transverse BEC'sdensity profile. Note also
that g,p is, in principle, afunction of t (g;p = 9;p(t)).

We assume that the transverse external potential is
quadratic; i.e, V(X y, 1) = m o ()x2 + o (H)y?)/2.
Thus, Eq. (2) admits, in rectangular coordinates, the

following complete set of normalized Hermite-Gauss
modes. Wrnm(X, Y, 1) = Win(X, )'%Wyr(V; 1), where

Llek(jvt) = Hk[j/«/éoj(t)]
L &PI=7/407(t) +imuy; (D) %/2h +igu()] ()
[2nal(t)2* (k) |

withj=x,yandk=0, 1, 2, 3, .... The quantities o) ®,
y; (1), and @ satisfy the following system of equations

d’0,/dt* + wi(t)o; —h’/4mio] = 0, (5)

Yi() = (Vgi(t))(doi(t)/dt), @(t) = (2k + 1)@,(t), and
d@o(t)/dt = —h/4maoj2 (). Since Eq. (2) islinear, in prin-
ciple, an arbitrary normalized solution W can be
expressed as a linear combination of the above W,
e, Wy = 2 ComWonm Note that Wie(], t) is a purely
Gaussian time-dependent fundamental mode and gj (t)

isitsrms «/ [ 1, Consequently, the transverse effective
spot size of the condensate can be defined as o(t) =

Joa(t) + o5(t) . Equation (5) (a Pinney equation)
describes the envelope oscillations of the condensate
along the jth transverse direction within the quadratic
potential well V(j, t) = mywy(t)j /2.

For w independent of time, Eq. (5) can be easily
integrated. For theinitia conditions: o, = 0;(t = 0) and
Yo = Y;(t = 0), we have for the BEC transverse envelope
motion

o(t)
! 1/2

2
i0 . g; .2
=0 %:oswjﬁmsnw,—% +—L-sn‘wt|
W, o’y

(6)

where o7 = ,/A/m,w; . From Eq. (6), itis evident that,
if yo # 0, the BECs execute envelope oscillations
(breathers). If y,o = O, the jth transverse BEC state is
described by a wave function (given for each integer k
by Eq. (4)) whose rms does not change in time (station-

ary state) when ;o = o] (the matched case) or it exe-

cutes oscillatory breathers when o, # o] (the

unmatched case). In particular, for k = 0O, thisjth trans-
verse state is described by the 1D harmonic oscillator
ground state, which is purely Gaussian and has the
characteristic of being the ssimplest coherent state. A
complete set of coherent states in such a harmonic
potential well can be obtained just by shifting the center

FEDELE et al.

of the Gaussian state by a time-dependent vectorial
shift, say r(t) = (X(1), Yo(t)), with respect to the mini-
mum of the potential well obeying the classical har-
monic oscillator motion.

We seek a solution of Eg. (3) intheform W,z t) =
F(z, t)exp(—E.t/A), where E, isareal number and F is
a complex function (the solution of a cNLSE)

ihdF/0t = —(#°/2m)0°FIaZ +BIFI’F.  (7)

Here B is a real constant. Consequently, we have to
impose the following condition for the potential: V(z,
t) = [B — g:,p()N]|F]? + E,. Equation (7) admits bright
(dark/grey) soliton solutionsfor 3 <0 ( > 0). Themain
property of these solutions is that they are stationary
profile solutions (nonlinear traveling waves); namely,
F(z t) = F(&)exp(dE{/%), where & = z— ugt, U, and E
are arbitrary constants representing the soliton speed
and nonlinear frequency shift, respectively. For 3 < 0,
the bright standing (nontravelling) envelope soliton
solution of Eg. (70 is F@Z t) =
(1/,/21,) sech(Z/1,) exp(-iEt/%), where E = [F* H,Fdz
is anegative arbitrary constant, which plays the role of
an energy eigenvalue associated with the “nonlinear

longitudinal eigenstate” of Eq. (7) and characterizes a
continuous spectrum of the soliton energy.

In view of the above analysis, we realize that a
method for filtering longitudinal bright soliton states of
BECs can be established. Let us suppose that we want
to produce abright soliton with amplitude Fy, and width
. First, wefind from F(z, t) the corresponding val ue of

BandE;i.e, p=—h2ml2Fs, , E=—#22m,|%. Thelatter
shows a direct correspondence between the BEC longi-
tudinal width |, (soliton width) and its longitudinal
energy E (soliton energy). So, one could also character-
ize the soliton continuous spectrum in terms of |,. We
then design, using the techniques described in [4, 5], an

external potential well V(z, t) = —(AZmIZ)[1 +

(MNI/2%42)g,p(1)] sechz(ﬂlz). Note that the external
longitudinal potential well is time-modulated through
the factor g,5, which, in turn, depends on the time due
to thetime variation of the transverse rms g; (t). Assum-
ing that, by virtue of Eq. (4), W5 = Yo, We have

o’ (=g [1Weom(X, v, t)|* d2ry, which can be cast as

06,0,/21C0,(t)0, (1), where O =
(U/2%(Kk)?) ﬁ . exp(—287) [Hy(8)]*dE. Let us now dis-
cussthe possibilitiesto use different modes as solutions
to the linear transverse evolution equation describing
the BEC state related to the factorized form of the BEC
wave function. Having a solution W(x, y, t), one has
controlling tools for the longitudinal soliton solution of
the GPE. Thesetools are reduced to the time-dependent
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variable g;p. When each w, does not depend on time,
g (t) isgiven by Eq. (6). Consequently, we have

V(zt) =

2
h [1+ m,NI,g%,0,, }sechzz. ®)

12 arth’o,(t)oy(t)

a'z
By virtue of (4), itiseasy to seethat the transverse BEC
probability density of matter waves |Wqm(X, ¥, t)PP is
affected by oscillatory breathers. In general, due to the
linearity of Eq. (2), an arbitrary transverse BEC state
W, which can be expressed as a superposition of the
Hilbert space base { W, , should exhibit similar oscil-
latory breathers aswell. It turns out that, in order to fil-
ter and control a longitudinal bright soliton profile of
BEC while preserving its width, one has to impose an
external potential well given by (8), which takes into
account the transverse BEC breathers. A discussion of
some special cases is in order. First, we consider the
case of stationary transverse states (eigenstates of the

transverse Hamiltonian Hp). Here, the rms of the
modes associated with the jth transverse direction satis-

fiestheinitial condition in the matched case (0j, = 07
withy,, = 0) and, consequently, does not changeintime
(there is no spread variation of the transverse BEC
state). Thus, the external longitudinal potential well is

reduced to the following time-independent form: V(2) =
—(h2m12)(1 + mNIgd S, /aTeh2a oy )sech’(z/1),
which showsthat, in order to preserve the soliton distri-
bution width (no spread variations), the potential con-

trolling system does not have to account for breather
effects. It follows that the corresponding controlled 3D

BEC stateis l'I'Jnmlz(x’ Y, Z, t) = lIJnmIZ (X, Y, Z)eXp[IEnm/h]’
Enn = (N + U2)fi03, + (M + U2)hi0y, — h22m, 12,

I,

exp[-(xXC/40 %) — (Y140 )]
[4mtat ot 1,2" mnimi] 2
x Ho(X/ /202 ) Hn(Y/ /2% ) sech(2]1,),

where the subscript |, accounts for the continuity of the
longitudinal energy spectrum. On the contrary, the
transverse energy is characterized by a discrete spec-

trum; i.e., Honm0= (N + V2)ho, + (M + L2)haw,.

Figure 1 clearly shows the oscillatory breathers of
both the BEC transverse density distributions and the
temporal controlling potential function dueto thetrans-
verse rms (spot size) oscillations. While this BEC “res-
piration” takes place, the soliton-like BEC longitudinal
profile remains unchanged. For n=m= 0, the 2D trans-
verse BEC cross section (transverse spot) is an ellipse
whose shape changes progressively as the ratio
o,(t)/oy(t) changes in time. In particular, this ratio,
which initidly is <1, reaches 1 and subsequently
becomes >1. For n and/or m greater than 1, the trans-
verse spot ismorethan 1. For increasing values of nand

ll-’nmlz(x! Y, Z, t) = (9)
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Fig. 1. Cross sections of the BEC transverse probability
density |W? at z= 0 and different times: t; = 1.57/c, (a),
ty = 3.14/wy (b), t3 = 4.7Vwy (C), and t4 = 6.28/wy (d). The
three groups of panels are plotted for different values of
modeindices n=0,m=0;n=1,m=1,n=2m=2.The
calculations refer to w = wj/w, = 0.5, oy /I, = 05, and
oy ll, = oy Nl;Jo = 1//2. The normalized transverse
widths are g,g/l, = 0.5 and oyg/l, = 1; Y/, = 0.5 and
Yoy =1
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Fig. 2. Centroid motion of the coherent wavepacket per
forming Lissajousfigures (left panel) and the corresponding
BEC transverse probability density |W|° at z = 0 (right
panel) for the ratio wy/w, equal to 1.5, 1.0, and 0.5, respec-
tively (from top to bottom). The x and y components of the
maximum amplitude of the centroid motion normalized
with respect to |, are 5 and 10, respectively. The relative

phase between them is 1.57 rad and o /1, = 0.5, o) /I, =

ax ll, w,/w, . The ellipse eccentricity o} /c;‘ is gov-

emed by /o, /0, .

m (higher modes), the numbers of transverse spots
increase correspondingly and the time evolution of al
the transverse spots shows the oscillatory breathers.

Second, we consider the case where the transverse
BEC profile correspondsto a 2D coherent state. Conse-
guently, while the soliton-like longitudinal BEC profile
is kept by potential controlling, the transverse oneis a
bi-Gaussian with a moving centroid (guiding center)
whose coordinates, say Xy(t) and yy(t), satisfy the clas-
sical harmonic oscillator equations: d%y/dt? + w jo = 0,
Po; = —Mydjo/dt. Thus, the Gaussian transverse BEC dis-
tribution moves, asits centroid, around in the transverse
x—Yy planeasarigid body preserving shape and rms (no
spread variations). This motion is the composition of
the rigid oscillations along each transverse direction of
each Gaussian distribution (preserving shape and rms
as well) according to the corresponding centroid oscil-
lation. The phase relation between these two oscilla
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Fig. 3. Cross sections of the BEC transverse probability
density |WD|2 associated with the even coherent state
(Schrodinger cat) at z= 0 and different tunes: t; = 6.0/,
t, = 6.3/w,, t3 = 6.5/w,, and t; = 6.7/w,. At time t,, the
Schrodinger cat state shows a marked interference effect as
can be seen by the formation of a clear interference fringe
pattern. The x and y components of the maximum amplitude
of the centroid motion normalized with respect to |, are 5

and 5, respectively. The relative phase between them is
157 radand o} /1,=05, oy /= 0} /I, Jo /oo, (o is
put at 1/5).

tions should be imposed by the initial conditions. In
principle, the transverse BEC centroid describes the
Lissgjous figures. While the transverse motion takes
place, the shape of the longitudinal soliton distribution
is preserved together with its width (no spread varia-
tions). Figure 2 shows the Lissgjous figures described
by the “rigid” motion of a BEC coherent state distribu-
tioninthe x —y plane, which does not exhibit any oscil-
latory breathers.

The third special case is the one where W is a
Schrédinger cat state. In the Dirac formalism, we can
construct such a state by taking, for the jth transverse
direction, the superposition (|a; [t I—O(j[j/ﬁ, whichis
called the even (sign “+") or odd (sign “—") coherent
state, where o (t) = jo(t)/207 + 0} po(t)/%. This combi-
nation is also known as the Schrédinger cat (associated
with the jth transverse direction). In order to have a2D
Schrédinger cat, one may construct the combination
(Id Gt |-d //2, where @ isthe complex vector: & =
Xay + ya,. Figure 3 shows density plotsinthe x/o} —
y/ay plane of |W(x, y)I? corresponding to a transverse
BEC Schrodinger cat state at different times.
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In conclusion, we have presented a controlling
potential method for solving the 3D GPE that governs
the nonlinear dynamics of BECsin nonuniform confin-
ing potentias. This novel approach seems to be possi-
ble thanks to the increasingly employed techniques
used to produce almost arbitrary potential trap shapes,
by using suitably tapered wires as in the microtraps
techniques as well as by using suitably shaped laser
beams as in the optical potential techniques. We have
shown that stationary bright solitonswith afinite trans-
verse extent are filtered and controlled by a proper
potential trap which, inturn, is selected on the basis of
the shape of a soliton excited in BECs; therefore,

Dsechz(zllz) . The present result shows that, by con-

trolling the longitudinal potential, it is possible to con-
trol the transverse characteristics of a BEC. This is of
crucial importance for the possible redization of
atomic waveguides, especialy, in the framework of
lithographic microtraps. We would like to point out that
the present solitonic solutions are stable; i.e., a small
deviation from the potential V(z, t) will not result in

JETP LETTERS Vol. 80 No.8 2004
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destruction of the soliton. A more complete stability
analysis will be the subject of future work.
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The spin-attice and spin—spin relaxation times have been measured for 68°Cu NMR in the infinite-layer anti-
ferromagnet SrCuO, in the ordered state for temperatures from 4.2 to 361 K. In the region of low temperatures
(T < 250 K), both relaxation processes are of the same nature and the main contribution to the relaxation rateis
associated with the diffusion of a small humber of holes with an activation energy of ~42 meV. In the high-
temperature range (T > 250 K), contributions to the transverse relaxation rate exhibit redistribution and this
relaxation process is determined predominantly by indirect interactions. © 2004 MAIK “ Nauka/|nterperiod-

ica”.
PACS numbers: 75.50.Ee; 76.60.—k

A considerable part of high-T, superconductors
were synthesized via heterovalent substitution or by
changing the degree of oxidation in theinitia antiferro-
magnetic compounds such as La,CuO,, YBa,Cu;0,
and Ca(Sr)CuO,. All these compounds are quasi-two-
dimensional (2D) Heizenberg antiferromagnets with
S=1/2 and are of considerable basic significance as
model systems featuring anisotropic interactions.
These antiferromagnets are also of interest for investi-
gations of the possible relationship between magnetism
and superconductivity. For these reasons, such systems
have been extensively studied in recent years [1-3].

Theinfinite-layer antiferromagnet SrCuO, (SCO) is
the initial compound for the synthesis of a series of
electron-doped superconductors of the Sr; _,R,CuO,
system (R = La, Nd, Pr, ...) with record high values of
the superconducting transition temperatures for this
class of compounds (T, ~ 40 K). At the same time, the
SCO ischaracterized by the simplest structural formula
and crystal structure, since no apical oxygen is present
between the copper planes. It should be also noted that
the SCO is the least studied compound in the group of
such oxides. The long-range magnetic order in this
compound was found for the first time when the NMR
spectrain the local field were measured by Ishidaet al.
[4] and then confirmed in [5]. The magnetic properties
of the SCO were aso studied only recently in [6],
where we determined for thefirst time the Néel temper-
ature (Ty = 442 K) and evaluated the exchange inte-
grals. These data allowed the SCO, like its analogs, to
be classified into 2D antiferromagnets.

The NMR technique, which is frequently used for
the investigation of such compounds, isavery effective
tool capable of replacing magnetic neutron diffractom-
etry. In some cases [1, 3], NMR measurements even

refine the data obtained by neutron diffraction. This
ability is due to the fact that the nuclear magnetic
moment is coupled with the electron spin moment via
the hyperfine interaction constant. Hence, by recording
the NMR spectra in the internal local field in the
ordered state, it is possible to determine the value of the
hyperfinefield proportional to the sublattice magnetiza-
tion. At the same time, by measuring the relaxation
characteristicsin the ordered state, it is possible to ana-
lyze the parameters of low-frequency spin correlations

[7]

It should be noted that investigations of the spin
dynamicsby NMR intheinitial 2D antiferromagnetsin
the ordered state are very few. In one of these studies
performed for the infinite-layer antiferromagnet
Sr.15C8y,85CUO, (SCCO) [8], it was demonstrated that
the rates of both spin—spin and spin-attice relaxations
are determined primarily by mechanisms associated
with the diffusion of holes, rather than by the spectrum
of spinwavesasit had been suggested previously [7, 9].
However, the SCCO is aless convenient abject for the
investigation of spin dynamics, since the considerable
linewidth of the central transition in this compound,
being much greater than that in the SCO, complicates
determination of the spin relaxation times. Moreover,
the SCCO features additional compositional disorder
ion Ca(Sr) layers [6], which may influence the mecha-
nism of hole diffusion. Thus, the behavior of the relax-
ation characteristicsin the SCO may differ significantly
from that in the SCCO.

Thispaper presentsthe results of investigation of the
temperature dependence of the spin-attice and spin—
spin relaxation timesin the infinite-layer antiferromag-
net SrCuQ, in the ordered state. An analysis of the
relaxation characteristics for two copper isotopes, %Cu
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Fig. 1. Typical 5365Cu NMR spectrum of SrCuO; in the
local field at T =295 K. The rel axation timeswere measured
at the frequencies corresponding to the centra transition
(/2=——= —-1/2) for both copper isotopes.

and %Cu (I = 3/2), with different gyromagnetic ratios
and nuclear quadrupole moments allowed us to deter-
mine the main contributions to the relaxation rates in
the entire temperature range from 4.2 to 361 K.

Peculiarities of the synthesis of the infinite-layer
antiferromagnetic oxide SrCuO, with a tetragonal
structure are described in detail elsewhere [6]. The
x-ray diffraction measurements showed that the synthe-
sized sample was single-phase and had the unit cell
parameters a = 3.9266(4) A and ¢ = 3.4331(5) A.

The NM R measurements were performed on apul se
phase-coherent spectrometer. The spin—spin (T,) and
spin-attice (T,) relaxation times were measured at the
frequencies corresponding (at every temperature step)
to the maximum of the central transition line (/2 ~—
—1/2) in the copper nuclei (*Cu, %Cu). In order to
obtain the maximum amplitude of the RF magnetic
field H, in a coil with the sample and, hence, to
decrease the 172 pulse duration, we used an RF coil of
minimum diameter (2.5 mm). The spin-spin relaxation
time (T,) was determined using the Tv2—t—Te—echo pulse
sequence. We analyzed the integral intensity of the spin
echo signal proportional to the nuclear magnetization
M. The spin echo decay was described by the function
M(T) = Myexp(=2t/T,). The spin-attice relaxation time
(T,) was determined using the inverted pul se sequence:
Te—TU2—1-Te-echo. The integral intensity of the spin
echo signal in this case could be well described by the
expresson 1 — M@{)/M, = 09exp(-6t/T) +
0.1exp(-t/T,) [10], which gave the T, value at each
temperature step.

Figure 1 shows the characteristic room-temperature
NMR spectrum of copper. Six linesin this spectrum are
due to the presence of two isotopes, 3Cu and ®Cu. For
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Fig. 2. Spin-echo signal amplitude for 8365Cu NMR in
SrCuO,, versus double delay of the second pulse at 295 K
(m, 83cu; O, 8°Cu) and 4.2 K (e, %3Cu; o, 85Cu). Dashed
curves are data processing by least squares in the single-
exponent approximation (see the text for explanations).

each isotope, the spectrum consists of three lines repre-
senting the central transition line (1/2 ~—— -1/2) and
two quadrupole satellites (£3/2 —— £1/2). The dis-
tance between these satellites determines the quadru-
pole frequency vq proportional to the main component
V5 of the electric-field gradient tensor. Since the
behavior of both V,, and the position of the central line
maximum was described in detail in [6], we will not
dwell on this point here.

Figure 2 shows plots of the spin echo signal ampli-
tude versus double delay of the second pulse. Ascan be
seen, this dependence is satisfactorily described by the
same exponent for both low and high temperatures. At
the same time, the magnetization decays differently for
various copper isotopes. The magnetization M(T)
exhibitsamorerapid decay in theregion of low temper-
atures for °Cu and at high temperatures for 5Cui.

This character of the decay leads to a difference in
the behavior of thetransverserelaxation rate for the two

isotopes (Fig. 3). The temperature dependence of T5"
can be divided into two parts: alow-temperature region
(4.2-50 K), where the spin—spin relaxation time
increases with temperature, and a high-temperature
region (50-361 K), where T, isvirtually independent of
the temperature below 300 K and then increases as the
temperature approaches Ty. Inthis respect (considering
the results for 83Cu), these data are very close to those
reported for the isostructural SCCO compound [8].
However, considering the behavior of the relaxation for
different isotopes, the dataat T < 250 K exhibit a sub-
stantial difference.

In this region, we have ®T," < ®T," for the SCO, in

contrast to the opposite relation (*T," > *T;") for the
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Fig. 3. Temperature dependence of the spin—spin relaxation
rate for (@) %3Cu and (0) ®°Cu in SrCuO,.

SCCO [8]. In the high-temperature region (T > 250 K),
the relation between the rel axation rates for the two iso-
topes coincides with that reported in [8].

The spin—spin relaxation rate can be represented as
asum of two contributions,

UT, = UT,g+1T,, (1)

where 1/T, isthe Redfield contribution related to fluc-
tuations of the nuclear spin-attice interaction [11] and
1T, isthe contribution due to the indirect interaction
between nuclear spins. The contribution related to the
direct dipole—dipole interaction [11] is very smal
(according to our estimates, not exceeding 3% of the
relaxation rate) and will be ignored below.

If thefirst term dominatesin Eq. (1), we may expect
the following relation between the spin—spin relaxation
times [8, 11]: 85T,x/%Tr = Yas/Yas = 0.87, Where g
and ygs are the corresponding gyromagnetic ratios. This
very relation was observed (to within the experimental
error) in our experimentsin the low-temperature region
(4.2-20 K). Therefore, we may suggest that the same
mechanism determines the spin-attice relaxation. If
the second term dominatesin Eq. (1), we have to expect

another relation [12, 13]: "T," ~ y- C°5, where C isthe
native isotope content. This relation was observed in
the region of high temperatures.

The spin- attice rel axation rate exhibited nonmono-
tonic behavior (Fig. 4). In the temperature range T >
150 K, this quantity weakly varied with the temperature
(to within the experimental error). In contrast, at low
temperatures, 1/T, exhibited a well pronounced maxi-
mum a T ~ 50 K. Since the same maximum was
observed for the isostructural compound SCCO [8], it
would be expedient to relate this behavior to the diffu-
sion of asmall number of holes formed during the syn-
thesis in the CuO, planes of the infinite-layer SCO.
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Fig. 4. Temperature dependence of the spin-attice relax-
ation rate for the ®3Cu isotope in SrCuO,. Dashed curve is
dataprocessing by |least squares according to Eq. (2) (within
the BPP modél).

For the quantitative description of the behavior of
the spin-attice relaxation rate in the SCO, we use the
Bloembergen—Purcell-Pound (BPP) model [14] and
write the semiempirical expression

1 _ 2 2m 1(E)
— = R.+2v"h5[G E)——~2—dE. 2
T, ptcy D-!)- g, ae( )l+(.02T2(E) 2

Here, Gg_ e (E) isthe Gaussian distribution of the

activation energy, T isthe correlation time (according to
the Arrheniuslaw, T = Toexp(Ey/KT), E, isthe activation
energy, wisthe NMR frequency, h;,=h, = h, isthe aver-
age amplitude of the fluctuating field in the direction
perpendicular tothelocal field, and Ry isatemperature-
independent contribution to the spin-attice relaxation
rate.

Upon fitting relation (2) to the experimental depen-
dence, we obtained 1, ~ 1.3 x 1023 s for the character-
istic time of the electron—electron correlations and E =
42 meV, AE = 14 meV, and R, = 620(250) s=. All the
fitting parameters are rather close to the analogous val-
ues determined for the SCCO [8], which has to be
expected for isostructural compounds with close hole
densities. However, it should be noted that the some-
what higher activation energy, in our case, is evidence
2004
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of ahigher degree of localization of the charge carriers
in the SCO. The temperature-independent contribution

R-in T[l (T) is observed in most cases for |ow-doped
cuprates [8, 15]. This contribution probably originates
from the paramagnetic relaxation caused by localized
moments in the defect structure of the high-pressure
phase of the SCO. The hole density c in our case is
directly proportiona to the peak amplitude in the tem-
perature dependence of the spin-attice relaxation rate.
For estimating this value by the order of magnitude, we

can usethedatafor one SCCO sample[8] whose T[l(T)
peak amplitude was close to that observed for the SCO,
whichyieldsc ~ 104

As was demonstrated above, the behavior of the
transverse relaxation rate in the region of low tempera-
tures is determined by the same mechanism as that for
the spindattice relation. This mechanism is directly
associated with the diffusion of asmall number of holes

in the CuO, planes. However, the expression for T;l,
according to the BPP model, differs from the expres-

sion for T;* [11]:

1 _ 2[ 2 2 T }
= = h,T+hp——— |, 3
T, S P ®)
where h, is the average amplitude of the fluctuating

field in the direction parallel to the local field. In this

case, we may expect that Tgl will be temperature inde-
pendent in the high-temperature range (T > ~50 K) and
that it will decrease with decreasing temperature in the
region of T < 50 K, in agreement with the observed

behavior of T;l (T (Fig. 3). Thiscircumstance provides
additional evidence in favor of the adopted model. The

difference between the T;" and T,' magnitudes is
explained by the possible anisotropy of fluctuations of
the hyperfine field, whereby h, > h,.

In conclusion, we demonstrated that the infinite-
layer antiferromagnet SrCuO, contains asmall amount
of holes, the motion of which primarily determines the
low-temperature behavior of the relaxation rates. At the
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sametime, the behavior of the spin—spin relaxation rate
at high temperatures (T > 250 K) is determined by
indirect interactions, which issimilar to the behavior of
this parameter in the isostructura compound
Sr0.15C3.g5CUO,.

We are grateful to S.V. Verkhovskii for fruitful dis-
cussions and valuable remarks. This study was sup-
ported by the Russian Foundation for Basic Research,
project nos. 03-02-16673 and 02-03-32380.
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Silicon nanopowders produced by electron-beam-induced evaporation of a bulk silicon sample in an argon
atmosphere are studied by the photoluminescence technique and Raman scattering spectroscopy. A photolumi-
nescence peak in the visible region of the spectrum has been detected at room temperature in powders consist-
ing of silicon nanocrystals. The strong short-wavel ength shift of the photoluminescence peak can be attributed
to the quantum size effect of electrons and holes in small silicon nanocrystals (about 2 nm). The size of silicon
nanocrystalsis determined by analyzing Raman spectra, and it is consistent with estimates obtained from pho-
toluminescence data. © 2004 MAIK “ Nauka/Interperiodica” .

PACS numbers; 63.22.+m; 78.40.Fy; 78.55.-m; 81.15.—z

Interest in semiconductor nanocrystals is initiated
by the possibility of modifying their electronic and
optical properties determined by guantum size effects
(band gap engineering). Starting with the pioneering
studies performed in the early 1980s [1], a number of
techniques have been developed for the production of
semiconductor nanoclusters in a dielectric environ-
ment. Almost all of them are based either on the self-
assembly of semiconductor nanoclusters in the course
of thermal treatment of dielectrics or on the use of the
controlled oxidation of semiconductor nanostructures.
With the use of these techniques, which employ self-
assembly effects, nanocrystals with a size of a few
nanometers can be produced. We note that this limit
cannot be achieved in modern lithography. Interest in
silicon nanocrystalsis primarily stimulated by the pos-
sibility of quasi-direct optical transitions in them as a
result of k-space band folding due to the quantum size
effect of electrons[2].

The optical properties of silicon nanocrystals
formed in silicon dioxide films by various techniques
are well understood [3-6]. The quantum size effect on
the optical properties of such a heterostructure was
directly demonstrated for a thin two-dimensional sili-

con layer (quantum well) surrounded by silicon dioxide
[7]. A short-wavel ength shift of the photoluminescence
signal maximum was observed as the size of the nanoc-
rystals decreased. With the release of excess silicon in
SO, (x < 2), the average size of the nanocrystals can be
dlightly varied by changing either the concentration of
excess silicon or the thermal treatment conditions [3—
6]. However, stable silicon nanocrystals smaller than
3 nm cannot be produced using this approach likely due
to agreat surface contribution to the free energy of such
nanocrystals. The minimum wavelength of the photolu-
minescence peak shifted to the short-wavelength region
of the spectrum was as high as 700 nm.

Smaller clusters can be produced by using other
approaches to the formation of silicon nanoclusters.
Form this standpoint, the formation of silicon nanopar-
ticles immediately in the course of plasma-chemical
deposition [8, 9], as well as techniques based on the
laser ablation of silicon[10], ispromising. Inthiswork,
we applied an original radiation technique for forming
silicon nanoparticles due to the evaporation of silicon
ingots under the action of a high-power electron beam
in an inert-gas (argon) atmosphere.
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Fig. 1. Raman spectra of (dashed line) bulk silicon and
(solid line) a silicon nanopowder prepared by electron-
beam-induced evaporation.

Silicon nanopowders were prepared with the use of
an ELV-6 dc electron accelerator built at the Budker
Institute of Nuclear Physics, Siberian Division, Russian
Academy of Sciences. The accelerator was equipped
with a system for extracting a beam into the atmo-
sphere. The energy of irradiating electrons was
1.4 MeV. The power of the electron beam was sufficient
to evaporate a bulk silicon sample in an argon atmo-
sphere at a gas pressure slightly higher than atmo-
spheric pressure. Silicon nanopowders were collected
on a special filter and subsequently stored in an open
atmosphere so that they might be coated with a silicon-
oxide layer.

A pulsed N, laser (A = 337 nm) was used to excite
photoluminescence, and the spectra were measured by
an SDL-1 spectrometer with an FEU-79 photomulti-
plier tube as a detector. Raman scattering spectra were
obtained at room temperature by a DFS-52 spectrome-
ter (using a514.5-nm Ar-laser line) and a Dylor micro-
Raman spectrometer. Quasi-backscattering geometry
was used without analyzing the polarization of theinci-
dent and scattered light.

Raman spectroscopy, which is a rapid and nonde-
structive technique, combined with calculations, is
highly informative for studying nanomaterials. The
position of a Raman peak corresponding to scattering
by localized optical phonons in nanocrystals depends
on the size of the nanocrystals. Therefore, the average
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Fig. 2. Photoluminescence spectrum of a silicon nanopow-
der (excitation by a pulsed 337-nm N, laser at 300 K).

nanocrystal size can be determined by the convolution
of the effective density of the states [11, 12]. Figure 1
shows the Raman spectrum of a silicon nanopowder (in
theregion of optical vibrations) in comparison with the
spectrum of bulk silicon. As is seen, the former spec-
trum differs significantly from the latter one: the fre-
guency is shifted, the intensity decreases, and the spec-
tral line is broadened. The nanocrystal peak is shifted
from the bulk-silicon peak toward lower frequencies,
because the momentum selection rules become softer.
Vibrational modes with nonzero wave vectors are man-
ifested in the Raman spectra of nanocrystals. The fre-
guency of these modes was lower than the frequency of
long-wavelength optical phonons. The size of the
nanocrystals was estimated in the approximation of the
effective folding of vibrational modes. The model for
calculating the average nanocrystal size from the posi-
tion of a Raman peak corresponding to scattering by
optical phonons was described in [11, 12]. A compari-
son between the experimental and calculated data
shows that the average diameter of the silicon nanoc-
rystals in the nanopowders is approximately equal to
2 nm. We note that our estimates are consistent with the
calculated frequencies of the Raman-active localized
optical phonons in the spherical clusters of crystaline
silicon. These calculations were performed in the
microscopic model of valence forces [13]. The Raman
peak from the nanopowder is broadened due to both the
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Fig. 3. Calculated optical gap in silicon nanocrystals.

increased anharmonicity in the nanocrystals, which
reduces the lifetime of an optical phonon, and the size
dispersion of the nanocrystals.

Figure 2 demonstrates the photoluminescence spec-
trum of the silicon nanopowder at room temperature.
The photoluminescence spectrum exhibits abroad peak
in the green region of the spectrum. The photolumines-
cence intensity maximum corresponds to 2.4 eV. Con-
sequently, the difference between this maximum and
the band gap of bulk silicon is equal to about 1.3 eV.
This strong shift can be due to quantum size effects in
the silicon nanacrystals. The large peak width is likely
attributed to the size dispersion of the nanocrystals.

The energy levels of the localized states of the elec-
trons and holes in the silicon nanocrystals were esti-
mated in the ssimplest model of a spherically symmetric
well. Calculations in this model were detailed in [12,
14]. The levels in the spherically symmetric well of
radiusr,with abarrier of height U, arefound asfollows
[15]. The separation of variables |eads to the following
one-dimensional equation for the radial wave function
with zero orbital angular momentum:

%a—Z(rZW(r))—zm—g”(E—U(r))W(r) - 0.
reor fi

Being localized, the electron states in the conduction
band with wave vectors both along and across the (1000
crystallographic directions are mixed. Therefore, in
accordance with the approach proposed by Burdov
[14], we take the effective electron mass m, = 0.26 and

EFREMOV et al.

the effective hole mass m, = 0.19 in the units of the free
electron mass. The solution for thefinite barrier (inthis
case, the SIO, barrier is considered) isfound by match-
ing the wave function and its derivative at the boundary.
The corresponding equations are solved numerically
with consideration for the mass gap in the well and bar-
rier. Figure 3 shows the results of the calculations,
which are consistent with the experimental data (the
dashed straight lines indicate the experimental FWHM
for the photoluminescence peak). Thus, the photolumi-
nescence signal detected in the green region of the
spectrum in silicon nanopowders at room temperature
can be attributed to quantum size effects, asin the case
of the Si nanocrystal-SiO, matrix heterosystem.

In conclusion, we discuss the advantages of the
technique chosen for the formation of nanopowders
over the currently availabl e techniques. Thefirst advan-
tage is the potentially high productivity of this tech-
nigque. Thus, the efficiency of the techniques using laser
ablation [10] is determined by the average laser power,
which islimited to afew kilowatts even in state-of-the-
art lasers. At the sametime, the electron-beam power in
an accelerator can be as high as 100 kW. The second
advantage is that the size of the silicon nanoparticles
can beregulated ex situ by controlled surface oxidation.
The third advantage is the potential possibility of sepa-
rating the nanoparticles by their size. This possibility is
of paramount importance for potential applications.
One of these applications (along with optoelectronic
devices) isthe development of memory elements based
on silicon nanocrystals with the possibility of super-
dense packing [9].

We are grateful to Academician V.M. Buznik (Rus-
sian Academy of Sciences) for fruitful discussions of
the results and helpful remarks. This work was sup-
ported in part by the Siberian Division of the Russian
Academy of Sciences (interdisciplinary integration
project no. 159).
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Abinitio calculations of the superconducting properties have been performed for niobium carbide (NbC) at nor-
mal pressure and upon a 15 and 30% compression. Factors accounting for the relatively low values of the tran-
sition temperature T, in transition metal carbides are considered and the possible ways of increasing this param-
eter are discussed. © 2004 MAIK “ Nauka/lInterperiodica” .
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According to the Bardeen—Cooper—Schrieffer
(BCS) theory, the maximum critical temperature T, of
the superconducting transition might be observed in
metals possessing minimum atomic masses M, since
this theory predicts that T, ~ /M2, For this reason,
much attention was devoted for many years to the pos-
sible superconductivity of metallic hydrogen (see, e.g.,
review [1]). The results of our recent ab initio calcula
tions [2] showed that metallic hydrogen at ultrahigh
pressures (p ~ 20 Mbar) might actually be a supercon-
ductor with T, ~ 600 K. Unfortunately, not only practi-
cal use but even the synthesis of superconducting
metallic hydrogen at such pressuresisimpossible. The
possibility of reaching high T, values was previously
also considered for metal hydrides. Recently, Ashcroft
[3] returned to this problem in the context of the revival
of the genera interest in searching for new high-T,
compounds exhibiting superconductivity in the inter-
mediate temperature range.

In addition to metal hydrides, of considerable inter-
est from the standpoint of reaching high T, values are
transition metal borides, carbides, nitrides, and oxides,
because they are aso characterized by quite high fre-
guencies of optical phonons associated predominantly
with the vibrations of light atoms. One of such com-
pounds, possessing arelatively high transition temper-
ature (T, ~ 40 K), ismagnesium diboride (MgB,) [4], in
which superconductivity is primarily dueto the interac-
tions between optical vibrations and el ectrons|ocalized
at the boron sites. Asis known, T, depends both on the
atomic mass and, which is even more significant, on the
constant of the el ectron—phonon interaction for a given
phonon mode.

In this context, we apply the methods of ab initio
calculations reported in [5, 6] to study superconductiv-
ity in niobium carbide (NbC) so as to ducidate the

causes for the relatively low critical temperature (T, ~
11 K) and to determine the T, change with increasing
pressure.

Previoudly, transition metal carbides and nitrides
were also considered as potentia high-T, materials 7,
8]. Intheseinvestigations, the el ectron—phonon interac-
tion constants for these materials were qualitatively
assessed and it was shown that T, = 30 K might be
expected in MoN. However, the calculations were per-
formed for stoichiometric MoN with a structure of the
NaCl type. Unfortunately, such astructureis never real -
ized for the stoichiometric compoasition and can be sta-
ble only in MoN, _, with x> 0.3.

Complete microscopic calculations of the electron
and phonon spectra of transition metal carbides and
nitrides and their electron—phonon interaction con-
stants were almost not performed because of consider-
able difficulties. One of a few examples is offered by
ab initio calculations of the phonon spectra of NbC [9]
by the full-potential inear muffin-tin orbital method
(FP-LMTO) [5]. In the present study, cal culations were
performed (like those in [2, 6, 9]) using the program
package implementing the FP-LMTO method as
described in [5].

Figure 1 showsthe density of states (DOS) N(E) cal-
culated for NbC at V =V, (V, is the specific volume at
atmospheric pressure) and at V = 0.85V, and 0.70V,
(that is at a 15 and 30% lattice compression, respec-
tively). The compressibility of NbC is relatively small
(the bulk modulus is Ky, = 340 GPa) and these com-
pressions correspond to a pressure of p ~ 0.6 and
1.5 Mbar, respectively. In Fig. 1, the N(E) peak at an
energy of ~0.2 Ry above the Fermi level (Eg) isdueto
the unoccupied Nb 4d states. The peak a ~0.3 Ry
below Er is mostly due to the C 2p states hybridized

0021-3640/04/8008-0548%$26.00 © 2004 MAIK “Nauka/ Interperiodica’



AB INITIO CALCULATIONS OF THE SUPERCONDUCTING TRANSITION TEMPERATURE

with the occupied Nb 4d states. A structureintheregion
of energies about —1 Ry is formed by the so-called
“semi-core” 4p states of niobium. At normal pressure,
the shape of N(E) agrees well with the results of previ-
ous DOS calculations for NbC [7, 8]. As can be seen
fromFig. 1, itismost likely that an increasein pressure
reduces T, because N(E) at the Fermi level decreasesin
this case.

We have also calculated the phonon spectra w(q)
and the spectral density of the el ectron—phonon interac-
tion (the Eliashberg function) for NbC in all the cases
under consideration. The Eliashberg function
o?(w)F(w) for NbC at various pressures is shown in
Fig. 2. The phonon DOS is not depicted in this figure
because the shape of this curveisvery similar to that of
a?(wW)F(w). Asisseenin Fig. 2, the Eliashberg function
(as well asthe phonon DOS) consists of two peaks sig-
nificantly spaced on the frequency scale. The low-fre-
guency peak describes the interaction of electrons with
acoustic phonons, while the high-frequency peak refers
to the interaction with optical phonons. The coupling
constants for the corresponding phonons were calcu-
lated using the formula

A = 2 jdi*’az(oo)F(w) (1)

Integrating in Eq. (1) from w, =0tow, =14 THz (see
Fig. 2), we obtain the constant of coupling with the
acoustic phonons (A,.). At normal pressure and 15 and
30% compressions, this calculation yields A, = 0.71,
0.50, and 0.35, respectively; the constants of coupling
with the optical phonons at the same pressures are
much lower: A,, = 0.21, 0.19, and 0.16, respectively.

Within the framework of the simple “rigid muffin-
tin” approximation used in the early investigations [7,
8], the coupling constant A for binary compounds AB
with substantially different ion masses can be
expressed as

)\ _ )\ + )\ — A(O) D A|:| NB(O) l:l BD (2)
MO Mg’

where N(0) is the DOS at the Fermi level and N(0)@20]
isthe Hopfield parameter [10], which is proportional to
the square of the matrix element of the electron—
phonon interaction integrated over the Fermi surface.
According to estimates [11], carbides obey the relation

M , A00M g [toall ()

The Hopfield parameter for Nb and C atoms was aso
calculated in [11], where the value for carbon has
proved to be less than half of that for niobium. We have
performed more precise calculations, which showed
that, first, the constant of coupling with the optical
modes is less than one-third of that for the acoustic
modes and, second, our values of the constant of cou-
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Fig. 2. Eliashberg function a(w)F(w) for NbC at normal
pressure (p = 0) and upon 15 and 30% compression.

pling with the acoustic modes are about twice as large
asthose obtained in [11]. Qualitatively, the smaller val-
ues of A, obtained in [11] and in our calculations are
explained by alow DOSfor the carbon-bound electrons
on the Fermi surface. The chemical bonds in NbC are
predominantly ionic: electrons from Nb pass to the C
2p states occurring 0.3-0.35 Ry (4-5 €V) below the
Fermi level, and only small tails of these states emerge
at the Fermi surface.

According to the results of our calculations, an
increase in the pressure leads to a decrease in the DOS
Nyp(0) associated with the niobium states at the Fermi
level, while the DOS N(0) associated with the carbon
states at the Fermi level remains virtually unchanged.
Increasing pressure leads to a sharp increase in the
phonon frequency in both optical and acoustic
branches. For a compression corresponding to V =
0.7V,, the MI®?[value increases by afactor of 2.5 and
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2.3 for the optical and acoustic modes, respectively. At
the same time, the coupling constant A, exhibits only a
25% decrease rather than a severalfold drop, asit might
be expected from formula (2) for 0200= const. This
behavior implies that the growth of the pressure is
accompanied by an increase in the matrix element of
the electron—phonon interaction at the carbon atom.
The acoustic coupling constant is halved; that is, it
decreases approximately to the same extent to which

the My,[to5, Cval ue increases.

The superconducting transition temperature T, can
be determined by solving the Eliashberg equation [12]
with the known function a?(w)F(w). With neglect of
the Coulomb repulsion, these calculations give T, =
15.7 K for NbC. However, such ab initio calculations
do not allow the Coulomb contribution to T, to be esti-
mated. For this reason, we have determined the Cou-
lomb pseudopotential u* from the condition of coinci-
dence of the calculated and experimental T, values
(Te® =11.1 K), which yields p* = 0.15. Thisvalue is
likely to be somewhat overstated, since our calculations
were performed for the stoichiometric NbC, while the
real compound usually exhibits a deficiency of carbon.
It is dso known [7] that the transition temperature in
NbC, _, quite rapidly drops with increasing x. Accord-
ing to the results of our calculations, T, also decreases
rapidly with increasing pressure: T, = 4.9 K for a15%
compression and T, = 0.98 K for a 30% compression
(the calculations were performed for the same pseudo-
potential p* = 0.15).

The good accuracy of our calculations of the Eliash-
berg function and coupling constants is confirmed by
the following fact. We have calculated the transport

Eliashberg function O(fr(w)F(w) and the electron—

phonon interaction contribution to the resistivity p of
NbC (the method of calculation is described in [5, 6]).
At room temperature (T = 273 K), the calculated resistiv-
ity isp = 18.1 pQ cm. The measurements of resistivity
for anearly stoichiometric niobium carbide NbC g5 [13]
showed arather high residual value of p, = 24 uQ cm.
When the temperature was changed from low valuesto
300 K, the resistivity increment amounted to py, =
15.5 uQ cm. Thisvalueisvery closeto the result of our
calculation (the difference is less than 20%). Taking
into account that, for such a high value of py, Matthies-
sen’s rule of the ssimple additivity of the residual and
temperature-related contributions to the resistivity may
itself be violated to within 20%, the obtained agree-
ment between the calculated and experimental values
of theresistivity can be considered as quite satisfactory.

Returning to our analysis of the possibility of reach-
ing relatively high T, values in transition metal car-
bides, it is possible to describe the situation as follows.
According to formula (2), the el ectron—phonon interac-
tion constant is determined to a considerable extent by
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the DOS at the Fermi level. For ZrC, NbC, MoC, and
MoN systems with a cubic structure, N(E) is well
described using the “rigid band” approximation [14],
that is, by ssimply shifting the Fermi level position. In
ZrC, the number of electrons per unit cell is lower by
one than that in NbC and, accordingly, the Fermi level
is situated approximately 0.15 Ry (about 2 €V) lower
and falls within aminimum in the DOS (see Fig. 1). In
agreement with this picture, ZrC is not a superconduc-
tor. In NbN, where the number of valence €lectronsis
greater by one than that in NbC, the Fermi level shifts
rightward to higher DOS vaues. Accordingly, this
compound is characterized by a higher transition tem-
perature (T, = 17 K). In MoN, E¢ shiftsrightward to an
even greater extent, since the number of electrons per
unit cell isgreater by two than that in NbC. The DOS at
the Fermi level in MoN is almost twice that in NbC. As
was noted above, in accordance with the estimates
obtained in [7], the transition temperature in MoN must
be on the order of 30 K, athough the experimental
valueis much lower. Thefact isthat this compound was
never obtained with the stoichiometric composition and
real samples always exhibited a deficiency of nitrogen.
It was pointed out [14] that the cubic MON phase is
dynamically unstable and only the presence of nitrogen
vacancies can stabilize this phase.

An even amore promising way of abtaining high T,
values would be the synthesis of carbides having the
number of electrons per unit cell smaller by one than
that in ZrC. An example could be offered by yttrium
carbide with a structure of the NaCl type, where asitu-
ation (now purely hypothetical) might take place in
which the Fermi level would fall within a peak in the
DOS at 0.33 Ry (~4.5 eV) below Er in NbC. In this
energy region, the DOS s already sufficiently high, but
it is even more important that, after such arigid energy
shift, the C 2p states strongly hybridized with theY 5d
states emerge directly at the Fermi level. However, it
should be taken into account that it is the high value of
N(0) in MoN [14] that accountsfor theinstability of the
cubic phase of thiscompound. In all probability, acubic
structure of the NaCl type is not more readily achieved
in the stoichiometric Y C. Moreover, a high concentra-
tion of carbon vacancies renders yttrium carbide either
a poor metal (with alow density of carriers) or even a
semiconductor [15].

It should be noted that, nevertheless, these are
yttrium carbides in which record high T, values have
been observed. In particular, the transition temperature
inY,C;is 18 K [16], whilethat in yttrium borocarbides
reachesalevel of 1523 K [17]. In any case, the search
for superconductors with relatively high T, values
(~40-50 K) among the compounds of metalswith light
elements is very interesting from the basic standpoint
and important for practical applications.

At present, thereare quiterealistic projectsfor using
the superconducting compound MgB,, which offers
considerable technological advantages in comparison,
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for example, with high-T, cuprates. Metal nitrides and
carbides may be even more promising materialsin this
respect, provided that samples with transition tempera-
tures on the order of ~40 K will be synthesized.
Thiswork was supported by the Council of the Pres-
ident of the Russian Federation for Support of Young
Russian Scientists and L eading Scientific Schools; Pre-
sidium of the Russian Academy of Sciences; Branch of
General Physics and Astronomy, Russian Academy of
Sciences; the Netherlands Organization for Scientific
Research jointly with the Russian Foundation for Basic
Research (NWO-RFBR grant no. 047.016.005); and
the Russian Foundation for Basic Research (project
nos. 02-02-16658 and 04-02-16061). All calculations
were performed on the computers of the Joint Super-
computer Center, Russian Academy of Sciences.
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It has been shown that, if the amplitude of uniform time-periodic variation in the density of a quasi-one-dimen-
sional Bose gas exceeds a certain critical value, interactions between acoustic phonons lead to the formation of
the condensate of correlated phonon pairs with energy equal to half the frequency of the gas-density oscilla-

tions. © 2004 MAIK “ Nauka/Interperiodica” .
PACS numbers: 03.75.Fi; 05.30.Jp; 67.40.Db

1. Recently, interest in low-dimensional systems
including one-dimensional systemsis refreshed in con-
nection with the creation of degenerate quantum gases
in quasi-one-dimensional magnetic and optical traps. In
particular, atomic Bose condensates were obtained in
strongly anisotropic quasi-1D traps (see, eg., [1],
review [2] and references cited therein). The properties
of quantum 1D gases upon time variation in their
parameters (density or scattering length) are of great
interest. In the experiment reported in [3], a magnetic-
field-induced change in the frequency of the transverse
parabolic potential in a strongly anisotropic cylindrical
trap gave rise to radial (transverse) oscillations of the
condensate as awhole. Aswas shown in [4], transverse
oscillations of the condensate are responsible for peri-
odic variation in the speed of sound and, as a conse-
guence, the parametric resonance, which leads to the
energy transfer to the subsystem of longitudinal (acous-
tic) modes. In addition, mechanisms of damping of the
transverse mode that were attributed to the parametric
resonance at zero temperature T = 0 were also consid-
eredin[4].

Uniform time-periodic variation in the Bose-gas
parameters (density, the scattering length or, equiva
lently, the speed of sound) leads to the generation of
pairs of acoustic phonons with opposite momenta. For
definiteness, let us consider the Bose gas with time-
dependent density that oscillates with an amplitude
exceeding acertain critical value. In this case, the occu-
pation numbers of acoustic phonons with energy equal
to half the density-oscillation frequency (i.e., under the
parametric-resonance condition) begin to increase
exponentialy in time. It is natural to assume that inter-
actions between phonons become significant in this
case. As will be shown below, interactions between
phonons (anharmonisms), including phase-dependent
interactions in 1D systems, are caused by (i) density
fluctuations (along with phase fluctuations) in the

kinetic energy of the 1D Bose gas and (ii) nonzero-
range interaction between atoms in the 1D system
(compared to zero-range interaction in a 3D system).
We note that mechanisms of the appearance of anhar-
monisms and their role in the formation of the ground
state have not yet been discussed in works devoted to
1D systems. Near the parametric resonance for T = 0,
the coherent state of acoustic phononsis formed due to
interactions. The phases of phonons with opposite
momentacorrelate in this state. Thus, the condensate of
correlated phonon pairs is formed near half the fre-
quency of the density oscillationsin the Bose gas. This
guantity serves as the chemical potential for acoustic
phonons in this problem. Owing to the existence of
phonon pairs, the density-oscillation amplitude is
renormalized so that the occupation numbers of acous-
tic phonons reach steady-state values. In a certain
region of the parameters, the condensation of phonon
pairs provides a gap in the phonon spectrum for the
wavenumber proportional to the density-oscillation fre-
quency. In the new state, the stationary periodic modu-
lation of the longitudinal density of the Bose gas occurs
with an amplitude determined by the number of phonon
pairs.

2. Let us consider mechanisms of the time modul a-
tion of the parameters of the Bose gas and the corre-
sponding instability. In the absence of time modulation,
the original Hamiltonian of the 1D Bose gas with inter-
action has the well-known form

2
Hg = L Idxaxw+(x)axw(x)

2m
+ %Idxdx'p(x)U(x—x‘)p(x') +J’de(x)p(x), Q

p(X) = WP (X); [W(x), W (X)] = 8(x~X).
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Here, W*(x) and W(x) are the boson creation and anni-
hilation operators for the atoms, V(X) is the externd
potential, and U(x — X) isthe potential of the two-parti-
cle interaction between the atoms. Hamiltonian (1)
meansthat we consider the gasin astrongly anisotropic
trap whose longitudina size is much larger than its
transverse radius. The 1D model requires two condi-
tions. T < w and U < wy, where wy is the transverse
frequency of the trap and p isthe chemical potential of
the Bose gas. In what follows, the gasin abox with the
length & and the periodic boundary conditions are con-
sidered for simplicity. We emphasize that the phonon
condensation proposed in this work is independent of
the type of the boundary conditions (periodic or open).
It is convenient to describe the 1D system by the phase
and density operators [5]. In this representation, the
boson field operator W*(x) iswritten as
p(x) = n+ 22,

n 2

-16(x).

p(x)e

[0,0(x), B(Y)] = IT&x~y).

In[5], the acoustic spectrum is obtained if density fluc-
tuations are ignored in the kinetic energy; i.e., if p(X) =
n is substituted into Eq. (2). In this case, Eq. (1) takes
the form of the known Hamiltonian of the Luttinger
model

Wi(x) =

fi
Ho = 5o[aX[v,(0,8)" + vy(0,0);
Ol _ TN
_,_[h ) J - m )

©)

VN =

Here, ngand n = N/ are the superfluid and total aver-
age densities in the ground state of the Bose gas,
respectively, and N is the total particle number. The
speed of sound isdefined asc,= ./v ;v . If onedefines
the operators @(x) and 8(x) in the form

_1 [ 2TU _-3|K/2, .+ —ikx ikxy .
(p(x) - zgo glkle (bke +bke )l
(4)

_1 2TU _-3lki2 + —ikx ikx
909 =53 [gg® B+ "),

[b, by] =1, thenitis easy to see that Hamiltonian (3)
corresponds to the inclusion of al the terms that are
bilinear in the operators b,, and b}, . [In Eq. (4), so-
called zero modesthat are not necessary in this problem
are omitted.]

Mechanisms of the generation of phonon pairs by
means of the time modulation of the Bose-gas parame-
ters are attributed to external-field-induced change in
the coefficients of the bilinear terms b, b, in both the

first and second terms of Hamiltonian (3). These arethe
Bose-gas density in the first term and the scattering
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length a in the second term, U(x — x') = Ud(X —X), U =
41th2a/m. Assuming that ng= n for T = 0, we introduce
the uniform density modulation n = n, + n,(t), where
n,(t) ~ exp(—wgt). This mechanism can be realized by
the corresponding time variation in the magnetic-trap
potential, and it is equivalent to the introduction of the

term J’ dxy” (VD W(X) into original Hamiltonian (1)
of the 1D Bose gas. Taking the usual expression Y(x) =
Wo(x) + 8B (), where dB() = % [u()b, +
vi(X)b’, ], we obtain the term J'dxesqf VO)P (x)
responsible, in particular, for the generation of excita-
tion pairs. Near the Feshbach resonance, the time mod-
ulation of the magnetic field can provide periodic time
variation in the scattering length, which also resultsin
the generation of phonon pairsin the 1D Bose gas. As
isknown [6], a= a(B), where Bisthe magneticfield, in
this region. Taking B = By + By(t), where B,(t) ~
exp(—iwgt), we obtain a;(t) ~ exp(—iuyt). Both mecha-
nisms contribute to the Hamiltonian as

1 —iwgt, +, +
H, = EZ(EOe beb  +H.c). (5)

Here, E; is proportional to the amplitude of the time-
dependent parameter of the Bose gas (this quantity can
generally be complex). Only terms important for fur-
ther consideration are retained in Eq. (5). In thiswork,
we analyze the case where E, is a given value. For def-
initeness, we treat E, as the density oscillation ampli-
tude for the entire Bose gas. The total Hamiltonian of
the problem hastheform H = Hg + H, + H;,;, where Hg
and H, are defined in Egs. (3) and (5), respectively, and
the interactions H;,, between phonons are disregarded
in “harmonic” approximation (3). However, the last
interactions can be essential for determining the system
stateif the amplitude n, exceedsthecritical value. These
interactions will be defined later. Hamiltonian (3) is
diagonalized by the canonical transformation @x) =

JK@(x), 8(x) = (U J/K)B'(X), and K = /v /v, = €%,
so that we arrive at the following Bose-gas Hamiltonian
with the acoustic spectrum:

Hy = 3 cJkibib. (6)

k#0
Since H, — Hp =

(U2)Y [ Eoexp(—iwgt)bbc+ H.c] + [nonresonant

terms| in the new representation and the interactions
also conserve their forms, the tilde sign will be omitted
inthe operators and coefficients for simplicity. The sys-
tem described by the Hamiltonian Hy = Hg + H,,, where
H;.; is disregarded, has instability due to the paramag-
netic resonance. Indeed, the egquations of motion for
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Heisenberg operators, i(0b/ot) = [H, by], disregarding
H;,; are written in the form

[dgt+yk+ i(wk—(oo/Z)}aﬁ iE,a’ = 0;

[dgt+Vk—i(wk—w0/2)}atk_iEgak =0 )

—iwyt/2

b, = ae
Here, y; is the phenomenological parameter describing
photon damping. According to Egs. (7), a(t) and a’, (t) ~

exp(a’t) and o =~y + [[Eof + (@ — /272
Thus, the occupation numbers of acoustic phonons gen-
erated by density oscillationsincrease exponentially for
Wy, = Wy/2 and |Ey| > V.. Resonance occurs for wave vec-
tors determined by the relation [Ky| = wy/2c,. Terms that
are disregarded in Eq. (5) and relate acoustic phonons
to external perturbation are responsible for renormal-
izations near the resonance that are immaterial for the
case under consideration.

3. We assume that the stable state of phonons for
|Eo| > v isformed due to interactions between them. L et
us consider mechanisms generating interactions
(anharmonisms) in 1D systems.

We include density fluctuations into the kinetic
energy of Hamiltonian (1) [in addition to phase
fluctuations appearing in Eq. (3)]. To thisend, we write
the boson operator of particles in the form W*(x) =

Jn+0,0(x)exp(=8(x) = [vn + (0,9)/2-/n]exp(-6(x).

The second preexponential term provides kinetic-energy
terms including J’ dx(0,9)%(0,0), J’ dx(0,4)(040)?, etc.,
corresponding to the interactions between phonons.
Using Eq. (4), we show that the terms Idx (0,9)%(0,0)?

include, along with the trivial density—density interac-
tion, the following interaction depending on the sum
phase of two phonons with opposite momenta:

HIY = Y Tudibibbe + Y Viebib'bboy.  (8)
kk'

kk'

The terms [dx(0,9)(0,0)?> contain combinations of

three boson operators. Such terms will be analyzed
below. Other terms are immaterial in this problem.

The inclusion of the nonzero-range interaction
U(x —x') in Eq. (1) is the second source of interac-
tions between phonons. In the Gross—Pitaevskii the-
ory, the energy density of the self-consistent field in the
form U|W} ~ n? ~ (0,9)? corresponds to the assumption
that the interaction range is much smaller than the aver-
age distance between particles. In this case, theinterac-
tion isdescribed by the zero-range potential . Thetheory
based on the zero-range potential can be inapplicable
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for low-dimensiona systems [7]. Indeed, under the
assumption that the interaction range is about the aver-
age distance between particles, R~ nVd, where d isthe
dimension of space, and writing the interaction in the
form U(R) ~ U/RY, we obtain the extra multiplier of
density in the energy of the self-consistent field, i.e.,
U|WPn ~ nd ~ (0,@)°. A similar term appears in the
kinetic energy. The terms ~n® = |WP physically corre-
spond to triple collisions between particles. The role of
these collisions must increase with decreasing dimen-
sion. Since terms with n® ~ (9,¢)® contain various com-
binations of three boson operators, the basic anharmon-

isms can be written as Hy,, = H? + H® | where H{?

aretwo-particleinteractions defined in Eq. (8) and H?

are all the terms containing combinations of the three
boson operators. If the parameters of the system are
such that the energy and momentum conservation laws
cannot be satisfied for the three-particle processes, the

terms H'Y may be excluded from the Hamiltonian by a
canonical transformation. In the second order of the
perturbation theory, they contribute to the matrix ele-

ments of the two-particleinteractions H ,(,ft) .Inthiscase,
y~0(972, V?) [see Egs. (10), (12)]. If some three-parti-
cle processes are allowed by conservation laws, damp-
ing is determined by these processes. For zero temper-
ature, the probability of decaying excitations with
momentum k and energy w is calculated by means of
Fermi’s golden rule as y ~ |V52(k¥/nécy) [8]. Near reso-
nance, we set k = |k;|. In both cases, linear damping
independent of the occupation numbers of phonon pairs
will be considered below. Thisis obviously applicable
slightly above the threshold amplitude of E,.

4. To determine the spectrum of phonons for T =0
with the inclusion of interaction, we calculate the nor-

ma G(k, w) = —i@a, [ and anomaous F(k, w) =
-il&da,ly, Green's functions for the phonons. For the
system with the Hamiltonian H = Hg + H, + H'Z , the
equations of mation for G(k, w) and F(k, w) have the
form

(w—w —2)G(k w) —AF (k w) = 1;

(—w—wy + wy— 2 )F(k w) —A;G(k, ) = 0;

_ o pdkdw o2 \ 2. 9)
> = 2|JJ'(2H)ZG(k,w)+@(J , V),
A, = E0+iVI(zzi;fF(k', W) +0(T? V?);

where O(F2, V?) are terms quadratic in interaction. For
simplicity, the matrix elements of the interaction are
replaced by their values for k = k' = |ky| so that V4 =

JETP LETTERS Vol. 80 No.8 2004



PHONON CONDENSATION IN QUASI-ONE-DIMENSIONAL ATOMIC GASES

Vi EV T = T = J. In this case, the solutions of
Egs. (9) are represented in the form

(0= /2) + E+iy.

R YO R
F(k w) = =————;
D(-k, W)
E = W—W/2; W=(0—W);
k k — Wo (o ~2) (10)
D(k, @) = —[(w-w/2)*~&
—|Ag|? + 2iy(w— w/2);
W = Ww+tReZ=w +N; y = Im:2.
Hereinafter, it is assumed that w, = .. Since

i J' dk' dwG(K, w) is ared quantity, y ~ O(J?2, V). For
the system with the Hamiltonian H,, = HZ + H'Y | the

damping associated with the terms HInt isfirst calcu-
lated and it is then substituted as a parameter into solu-
tion (10) obtained above. The quantity A, in Egs. (9) is
the new amplitude of oscillations of the Bose-gas den-
sity whose magnitude and phase are renormalized due
to the formation of correlated phonon pairs. In the gen-
eral case, the following system of equations for A, and
NinEgs. (9):

. VA
Ay = E0+|————0—2J1(N, Ao);
(2m)

(w +Ek+|y)dw

N = f hf Blepw) D
1 ” si)dm‘
5= j o P

_EO

can be solved only numerically. Here, €2 = £¢ + A7,

2 . . . .
A, = y? —|f, integration with respect to k is replaced
by integration with respect to &, by means of the rela
tion dlk| = d&,/c,, W' = w—wy/2, and &y = min[wy, ] is
the cutoff parameter in the integrals with respect to &,.
However, the mechanisms of the effect of the phonon
pairs on the formation of the system state beyond the
stability threshold are qualitatively different for differ-
ent damping values of the acoustic phonons. For this
reason, we will consider the two limiting cases that are
likely to be of most physical interest.

Thefirst caseis characterized by sufficiently large
finite damping and small interaction-induced renormal-
ization of the phonon frequency, sothat N' < |A|<Y. In
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this case, the phonon states depend ontime asa,, a_, ~
™ with o = -y + [|A2 — (& — wy/2)]¥2. The new
state with phonon pairs can either be steady for w, —
Wy/2 = 0 and |Ay| < y or have an anomalously low dec-

rement for y— || <€ y. In the latter case, the solution of
system (11) is given by the simple expressions
g Eo
Ji = 5= 0~
2yc, Ci(VE /BTy’ (12)
:JEo
271,

which are obtained under the assumption that d& = dg.
Therelation N < yisvaidif (J/cy) < (y/€y). Whenthe
density-oscillation amplitude is dightly larger than the
threshold value, i.e, E; — E;, << E, =y, the quantity

A7 =y — | A is determined by the expression

Vv 2 -
A2 = Etzh[D &0 [ B Eth] (13)

Y L8 EyH E

We emphasize that the solution with A? > 0 above the
threshold amplitude value exists only for sufficiently
strong interaction V.

The second caseis characterized by thelarge renor-
malization of the frequency due to the interaction inde-
pendent of phonon phases and low damping, so that
N> |A)| > v. In this case, a, = —[(w, — wWy/2)? +
2N (wy — wyf/2) + (N2 —|AP)]Y? - 0* and the steady state
of phonons with the gap in the spectrum A? = N2 — | Ag?
exists for momenta determined by the equalities w, —
wy/2 = 0 and wy, — wy/2 = —2N'. To obtain the solutions

for Ayand N inthiscase, Ek =, + N issubstituted into
Egs. (11) and the integration with respect to §, is per-

formed. When the gap is narrow, i.e., for N'— 4| < N,
we arrive at the expression
E2
A = NP - 0 (14)

[1+ (V/4Te)In(1—4nT ic) ™

According to this expression, the threshold value for
the amplitude E; isdetermined in this case by renormal-
ization that is caused in the frequency of acoustic
modes by density—density interaction, E;, = N'. In par-
ticular, when the amplitude is dightly above the thresh-
old value, i.e, for (E; — E)/Ey, < 1, the gap in the
phonon spectrum is equal to

A? = Em[%v LY Oin(1-4nJ/e)™ EhE““} (15)
1l

We emphasi ze that the gap above the threshold value of
the density oscillation amplitude can exist only for non-
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zero interaction depending on the total phase of the
phonons.

We also note that the solution with Ay # 0 is abso-
lutely unstable for y < N < A,. In other words, the
above mechanism does not lead to the formation of a
stable state in the corresponding region of parameters.

We now present relations determining the applica-
bility limits of the above theory for the Bose gas. First,
the allowable upper limit is determined for the density
oscillation frequency wy,. Thewave vector k, introduced
above is expressed in terms of the parameters of the
Bose gas as |ky| ~ wy/cs = (wy/V;)K. The long-wave-
length approximation, which is described by Hamilto-
nian (3), is valid when |kyJ/n < 1. Hence, the density
oscillation frequency has an upper bound determined
by the inequality wy/v;n < K. For aweakly nonideal
BosegasK > 1, whereasK — 1 values correspond to
strong interaction in the Bose gas [5]. Since vjn ~ <
-, the density oscillation frequency wy, can vary from
103s'to 10s* for, eg., Wy~ 10* st and K ~ 1-100. In
turn, the ratio V/c, determining the existence of solu-
tions above the threshold is estimated as V/c, ~ VIV K.
Theinequality V/v; < 1, where the left-hand side char-
acterizes deviation from the harmonic approximation,
is the applicability condition for the theory. For the
weakly interacting Bose gas, the ratio V/c, can be both
much lower and much larger than unity depending on
whether K islarge or small (or whether the interatomic
interaction is weak or strong). Since the conditions
obtained for wy and V/c, are compatible, the states pre-
dicted in this work for the Bose gas can apparently be
realized for gases with intermediate values K ~ 10,
when wy, is not too low and the ratio V/c, can still vary
over a quite wide range. According to the available
experimental parameters of the quasi-1D atomic Bose
gases, the suitable values K ~ 30 are characteristic of
the Bose gas consisting of 10* Na atoms with U/ng =

102, Uy ~ /1%, and K = /n/mUq; , where | is the
transverse trap size.

MANAKOVA

The single-component Fermi gas with repulsive
interaction in a 1D trap is also described by Hamilto-
nian (6). Inthiscase, 0 < K< 1[5], and, for quite small
K values, the frequency wy, can vary in much wider
ranges than for the Bose gas. In this case, Vic, < 1.
Thus, the above states can be realized for spinless fer-
mions with amost any values of K < 1.

The above analysis implies that the original spec-
trum of phonons in Eq. (6) is continuous. This condi-
tion imposes certain restrictions on the longitudinal
size of the real quasi-1D trap. The spacing between the
longitudinal-quantization levels Aw ~ c/¥ must be
much smaller than the above gap in the phonon spec-
trum A, A. Thus, the above mechanism of condensa-
tion of phonon pairs can be observed in quasi-1D traps
whose longitudinal size satisfies the conditions & >
cd(B,, D).

| am grateful to Yu.M. Kagan for discussions and
critical remarks. This work was supported by the Rus-
sian Foundation for Basic Research.
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The asymmetry of lines has been observed in the spectra of the inelastic scattering of low-energy ions interact-
ing with nanoclusters of d metals. It is attributed to the mechanism of exciting e-h pairs with low energies and
high momenta (infrared catastrophe). Analysis of the asymmetry of x-ray photoelectron spectra and spectra of
low-energy scattered ions shows that the Anderson singularity indices a associated with the electron states on
the surface and in bulk have different behaviors as functions of the nanocluster size. The results cannot be
explained in the framework of the available concepts of the redistribution of these contributions with decreasing
of the nanocluster size. © 2004 MAIK “ Nauka/lInterperiodica” .

PACS numbers; 73.22.—f

The current investigations of the electron properties
of metal nanoclusters are urgent for both fundamental
science and numerous applications. In[1, 2], x-ray pho-
toelectron spectroscopy (XPS) showed that a decrease
in the nanocluster size leadsto a decrease in the density
of the electron states p(eg). Therefore, the valence-elec-
tron screening of a core hole also decreases, which can
change the characteristics of nanoclusters up to their
transition to a nonmetallic state [3, 4]. In this casg,
when a unit positive charge (core hole) suddenly
appears, the response of the electron subsystem
changes, which results in the excitation of electron—
hole (e-h) pairs. This mechanism leads to the asymme-
try of the spectral lines of photoelectrons. The mecha-
nism of the creation of e-h pairs was proposed by
Anderson [5] and Mahan [6]. They showed that the sud-
den photoionization-induced appearance of a long-
lived hole (localized disturbance) on the core level
leads to the creation of e-h pairs with very low energy
and high momentum in the electron gas near the Fermi
level. Since the core hole has infinite effective mass
and, hence, can absorb arbitrarily high momentum, a
large number of such pairs are excited (infrared catas-
trophe) [5, 7]. In this case, the photoel ectron spectrum
issingular [5, 6]:

I(e) = —=—6(e—¢,), (1)
(e —£0)

0

where g, is the electron binding energy on the core
level, a is the Anderson singularity index, and 6(¢) is
the Heaviside step function.

The singularity index is determined by the symme-
try of the electron-hole scattering phases ¢, and
depends quadratically on the screened potential of the
local hole and the density p(gg) of the electron states on
the Fermi level [7, 8]. This behavior makes it possible
to analyze the band structure and density of the electron
states on the Fermi level of metals. Singularity indices
measured for simple metals can befound in [9]. Similar
phenomena were also observed in the absorption and
emission of X rays in metals [10, 11]. The Coulomb
potential of alight helium ion (mYM > 1, where m and
M are the masses of the scatterer atom and ion, respec-
tively) can be used as the exciting potential for e-h
pairs. Varying the kinetic energy of ions, one can
observe the excitations of collective modes in a wide
range of energies and momenta from plasmons to qua-
siparticles (e-h pairs) and separate the energy range
where only e-h pairsare excited. Thisprocedureisfun-
damentally impossible for XPS. We note that the spec-
trum of scattered ions inglastically interacting with
conduction electrons is measured in this case. At the
same time, the spectrum of photoel ectrons whose emis-
sion is responsible for the appearance of the local core
holeis measured in XPS.

In this paper, we report experimental results on the
scattering of low-energy He" ions by nanoclusters of a
number of d metals (Au, Co, Mo) whose spectra exhibit
the asymmetry of lines. Since low-energy-ion spectros-
copy (LEIS) is sensitive only to the surface (~1 mono-
layer), such investigations of the asymmetry of the
spectraof scattered He* ions provideinformation onthe
Anderson singularity index and, therefore, on the spec-
trum of excited e-h pairs in surface electron states,

0021-3640/04/8008-0557$26.00 © 2004 MAIK “Nauka/ Interperiodica’
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Fig. 1. (a) Experimental spectrum of low-energy scattered
ions, (b) approximation of the spectrum by the convolution
of function (9) with the Gaussian distribution, and excita-
tion spectrum for e-h pairs according to (c¢) LEIS and
(d) XPs.

which, asis known, differ from bulk states[12]. Nano-
clusters of Au, Co, and Mo were studied also by XPS,
where the asymmetry of the spectra is determined by
the electron states over the mean free path of a photo-
electron (several monolayers). Owing to thisinvestiga-
tion, the contributions of the surface and bulk electron
states near the Fermi surface are separated as functions
of the nanocluster size. It has been found that the singu-
larity index determined by the surface states in nano-
clusters over the entire size range (20-60 A) does not
changewithin the error. At the sametime, a determined
by bulk electron states increases by afactor of almost 3
with decreasing of the nanocluster size.

Nanoclusters were formed by the pulsed laser depo-
sition of metal (Au, Co, Mo) on the surface of highly
oriented pyrolytic graphite (HOPG) at room tempera-
ture in ultrahigh vacuum (p,& = 5 % 1072° Torr) in the
preparation chamber of an XSAM-800 “Kratos’ elec-
tron spectrometer. In situ control of the surface was car-
ried out by XPS and Auger spectroscopy. The radiation
of aYAG:Nd®* laser (A = 1.06 pm, Q-switched mode,
pulse duration T = 15 ns, repetition frequency 25 Hz,
energy per pulse 80 mJ) was focused on atarget placed
inside the preparation chamber. The surface density of
the metal atoms deposited per pulse varied in the range
10310 atom/cm? for the deposition pulse duration
T, =10 s. Thetotal amount of the deposited substance
as a function of the number of deposition pulses for a
given geometry and laser-radiation energy was deter-
mined by the in situ XPS method and ex situ Ruther-
ford-backscattering method. The size distribution of the
nanoclusters, as well as the mean nanocluster size as a
function of the deposited-substance amount (and the
number of deposition pulses), was determined by ana-
lyzing images obtained by vacuum-—scanning—tunnel-
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ing microscopy with resolution reaching the atomic
value. Thus obtained dependences enabled us to ana-
lyzethesingularity in the XPS and L EI'S spectraof nan-
oclusters as afunction of their mean size.

The creation of e-h pairs in metal nanoclusters on
the HOPG surface can be indicated by the asymmetry
of the spectra of He* ions elastically scattered on the
surface of the samples under investigation on the side of
lower kinetic energies. The LEIS method includes mea-
surement of the spectrum of the ions elastically scat-
tered by the atoms of the surface under investigation.
The energy of the scattered ions is equal to E = KE,
where k = k(8, m/M) is the kinematic factor depending
on the scattering angle 6, which is equal to 125° in the
geometry of the XSAM-800 electron spectrometer. In
particular, k = 0.938 for Au.

Line a in Fig. 1 is the typical spectrum I(E) of
0.5-keV He" ions elastically scattered by the atoms of
gold nanoclusters with the size d = 60 A, which are
formed on the HOPG surface after 5000 deposition
pulses. A low-energy tail (asymmetry) appears in the
entire ion-energy range under investigation. This tail
arises due to inelastic losses in the kinetic energies of
He" ions interacting with the surface atoms of Au nan-
oclusters. Similar dependences were obtained for other
kinetic energies of He" ions from 0.3 to 1.5 keV. The
asymmetry of the Audfs, XPS line was measured for
the same nanoclusters (d = 60 A).

Aswasmentioned in [8], theasymmetry observedin
XPSiscaused by e-h pair excitation. The asymmetry of
the LEISline can aso be attributed to the creation of e-h
pairs due to the sudden action of the Coulomb potential
of the ion on the electron subsystem. The Massey
parameter [13] & = Ua/fiv, wherea 1.7 x 108 cm is
the characteristic approach distance between He" ions
and Au atoms[14], U ~ 1 eV isthe potential of the He*
ion at thedistancea, and v = 2.2 x 107 cm/sistheveloc-
ity of He* ionsfor E=1keV, isestimated as& = 0.77 <
1 for the energies under investigation, which shows that
the potentia arises suddenly. In turn, this is the condi-
tion of the excitation of the e-h pairsin the ion field.
Estimations for the above experimental conditions
show that the following relation between the character-
istic timesisvalid:

Tint<TreI <T1- (2)

Here, T, = a/v = 7 x 107® sis the time of the appear-
ance of the potential near the surface, 1,4 = 10°sisthe
time of the screening of the positive charge (relaxation
of valence electrons) [6], and T, = 10 sis the charge
lifetime determined by the Auger-neutralization pro-
cesses in the experiments [14]. According to inequali-
ties (2), neutralization is the slowest process. In this
case, the He* ion loses energy due primarily to the cre-
ation of e-h pairs.
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In view of the conservation of the energy E and
momentum p of the He" ion interacting with the metal
nanoclusters, the energy 7w and momentum q associ-
ated with the creation of an e-h pair in the electron gas
arerelated as

hw = gp/M. 3

The response of the conduction electrons of the nano-
cluster to external perturbation that inducesthe electron
transition from the state with the momentum %k < 7k:
to an unoccupied state with the momentum 7k = 7k
leads to the creation of an e-h pair with low energy
(hw < &) and high momentum (q < 2kg). In this case,
the excitation spectrum of the e-h pairs is represented
in the form [10]

_ #e o
hw = 5-(0" 20Ke). (4)

Figure 2 shows dispersion relation (4) hw/2e- = f(g/ky).
It is seen that excitation energies are not all allowed in
the spectrum of e-h excitations in the homogeneous
electron gas. The allowed values lie between the lines

%qz + gkg In view of Eq. (3), the excitation energy

hw2e- isrelated to the momentum g/k- of the e-h pairs
as

ho _ OV 1
%, D/FCOS[%kF' 5

Here, B isthe angle between theion momentum and the
momentum excited in the electron gasand v and v are
the velocities of the ion and electron on the Fermi sur-
face, respectively. It is seen that electrons with low
energies (hw 1.6 eV for glke = 1.5, e = 5.5 eV [15])
are excited in the continuous spectrum corresponding
to the creation of e-h pairs in Au nanoclusters for the
He*-ion energies under investigation (E = 300 eV). We
emphasize that the spectrum Aw/2ex = f(g/ke) for low
momenta and high energies includes a band, where
electron collective modes (plasmons) can be excited.
However, according to Fig. 2 and the above estimates,
the excitation of plasmons is not very probable for the
low ion energies (E < 1.5 keV) under consideration.
Their excitation is possible for ion energies of E =
50 keV.

Thus, the measured asymmetric dependence |(E)
(Fig. 1, line a) for the He* ions scattered on the nano-
cluster surface can be explained only by the excitation
of alarge number of e-h pairs near the Fermi surface,
which is singular when the perturbing potential appears
suddenly.

The asymmetry of the spectrum is quantitatively
characterized by the Anderson singularity index a,
JETP LETTERS  Vol. 80
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Fig. 2. Dispersion relation (4): (a) the plasmon excitation
region and the (b) left and (c) right boundaries of the
alowed excitation energies of the e-h pairs. These bound-

aries are determined by the formulas % o? — gk and % P+

ok, respectively. The straight lines correspond to formula (5)

for the following kinetic energies of the He" ions: (1) 0.3,
(2)0.5,(3) 0.7, (4) 1.0, (5) 1.3, and (6) 1.5 keV.

which is determined by the nature of the electron-hole
interaction and represented as [6]

a = ZZ(ZI+1)E—E—E. (6)

Here, & are the phase shifts corresponding to the scat-
tering of ions by the Coulomb potential. According to
Eqg. (6), a >0anditislimited by thevaluea = 0.5 given
by the Friedel sum rule [16]

_ BN
Z = Izz(zl +1)EH 7

Here, Z isthe valence of an impurity atom [for the case
under consideration, Z = 1 is the charge of the He" ion
(for LEIS) or loca core hole (for XPS)]. Hence, line
shape (1) divergesfor e —= g, and hasatail fore —»
with the exponent determined by a. The singularity
index is determined by the density p(gr) of the electron
states on the Fermi level and the exciting potential U
[7, 8]

a O U%p(ep). 8

Thus, according to Egs. (6) and (8), measurement of
the singularity index in metal nanoclusters can enable
one to anayze the band structure (scattering phases)
and electron-state density as functions of the nanoclus-
ter size. Studies of the Anderson singularity index for
the excitation of e-h pairs by the suddenly switched-on
Coulomb potential provide measurement of the asym-
metry of the scattering spectrum I(E) of the He" ions
(E isthekinetic energy of anion). Inthiscase, whichis
similar to XPS, singularity is determined by the excita-
tion of e-h pairs. Thus, taking into account the energy
conservation law relating the excitation energy #w of
the conduction electronsto theion kinetic energy E, we
see that the spectrum of scattered ions for the case of
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Table
XPS LEIS
Electron
Metal | p(gp), V1| configuration 5 5
in atom a a
&% | & | & 5 5, 5,
Au 0.25[17] | 5d%st! [15] 0.05* 021 | 003 | 024 | 006001 | 025 | 004 | 018
0.05+0.01
Co 2.07[18] | 3d’4¢ 0.30+0.03 | 1.2 0.03 0.07 | 0.31+£0.05 1.25 0.08 0.6
Mo 0.6 [19] 4db5st 0.06+0.01 | 0.26 0.04 0.03 | 0.09+0.01 0.4 0.05 0.06

* The singularity index is determined for bulk Au [20].

the Coulomb potential of the ion and infinite lifetime
has the form

1
(E-Eo)"™"

Here, E,isthekinetic energy of the elastically scattered
ions. Since the exciting potentials exist for afinitetime
in both XPS and LEIS, the spectral lines are broadened
in the form of Lorentz broadening [9] for XPS and
Gaussian broadening [14] for LEIS. Therefore, the shape
of thelinein XPS and LEIS spectra must be determined
by the convolution of singular function (1) with the
Lorentz distribution and function (9) with the Gaussian
distribution, respectively, and depend on two parame-
ters—singularity index a and spectrum half-width v.
The singularity index a may be determined by using
the spectrum processing procedure proposed in [9].
Figure 1 shows the experimentally observed spec-
trum of low-energy 0.5-keV He* ions scattered by Au
nanoclusters (d = 60 A). The experimental spectrum is
approximated by the solid line that is the convol ution of
singular function (9) with the Gaussian distribution
with the half widthy= 10 eV. It is seen that this approx-

I(E) = > E,. 9)

E, (keV)
03 05 07 09 11 13 1.5
T T T T T T

0.12

0.08

0.04

V10 (cmls)

Fig. 3. Experimental singularity indicesa vs. the velocity v
and kinetic energy Ey,, of ions for the laser-pulse number
N = (squares) 5000 (d = 60 A), (triangles) 400 (d = 40 A),
and (circles) 50 (d = 30 A).

imation satisfactorily reproduces the experimentally
observed spectrum within the errors. Line c is the dif-
ference between the asymmetric and symmetric (a = 0)
spectra, and it can be treated as the excitation spectrum
of the e-h pairs. This spectrum has a bell shape rather
than the singul ar shape predicted theoretically. Thisdif-
ference is likely attributed to both the measurement
errors and errors in the mathematical processing of the
measured spectra. For comparison, Fig. 1 also shows
(line d) the spectrum of e-h pairs excited by the core-
hole potential aswas measured by XPS. The significant
difference observed for the line shapes can be attributed
to the deviation from the suddenness of the appearance
of the Coulomb potential for LEIS.

The resulting singularity indices a for nanoclusters
Au, Co, and Mo (d = 60 A) are presented in the tablein
comparison with the o values obtained for these metals
by the XPS method. It is seen that the a values deter-
mined by XPS are systematically smaller than those
obtained by LEIS. This difference can be attributed to
the fact that He* ions for the energies under consider-
ation interact only with surface atoms of nanoclusters,
and the electron properties of the surface atoms differ
from the properties of bulk atoms. Thisresultis consis-
tent with the observation of asymmetry (singularity
index) in the excitation of surface electron states by
synchrotron radiation [12]. According to the table, the
o values correlate with the densities of the electron
states on the Fermi level of the nanoclusters of the met-
als under consideration. These results are consistent
with the theory presented in [7, 8] [see Eq. (8)].

Using Egs. (6) and (7), one can determine the phases
of the scattering of plane waves by the potential of the
core hole or the Coulomb potential of the He" ion for
the singularity indices of the metals under investigation
(see table). Phase shifts 9, (s waves) make the largest
contribution for both XPS and LEIS. In addition, the
contribution from surface electron states to &, is larger
than the contribution from bulk states. The table also
shows that the dominant contribution to the phase shift
for Co (a = 0.3) comes from s electrons (&, > &,),
whereas the dominant contribution to the phase shift for
Au and Mo (a = 0.06-0.09) comes from both sand d
2004
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electrons (0, and d,). As expected, the phase d, is close
to zero for the s—d metals under investigation (see
table).

A feature of the investigation of the spectra of He*
ions scattered on the surface of metal nanoclusters is
that the singularity index is independent, within the
measurement errors, of the ion velocity in the range
from 1.2 x 107 to 2.2 x 107 cm/s (E = 0.3-1 keV) (see
Fig. 3) for various mean sizes of the nanoclusters. For
high velocities of ions v > 2.5 x 107 cm/s, the singular-
ity index a increases from 0.05 to 0.09, which islikely
caused by the excitation of single-particle electron
states.

Figure 4 showsthe singularity parameter a for LEIS
spectraas afunction of the mean size d of Au nanoclus-
tersfor theion kinetic energy E =300 eV. It is seen that
this parameter depends only dlightly (within the error)
onthesizedinthesizeranged= 20-60 A under inves-
tigation. In addition, Fig. 4 shows singularity in the
XPS spectra of Au4fs,, photoelectrons. For large nano-
clusters (d = 60 A), a = 0.05, which corresponds to the
bulk singularity index [20]. With a decrease in d, the
singularity index o increases and reachesthe value a =
0.15 for d = 20 A. Similar dependences were obtained
for different energies of He" ions.

The above experimental results cannot be explained
within the framework of the accepted assumption on
the change in the number of nearest neighbors [21],
hence, the redistribution of the contributions from the
surface and bulk states with varying of the nanocluster
size. Indeed, let us assume that the singularity index
measured in XPSisrepresentable in theform a = xo ¢ +
(2 —=x)a,, where the quantities a, and a,, determined by
the surface and bulk electron states, respectively, are
independent of sized, and x ~ 1/d and vary from O to 1.
Inthiscase, itiseasy to show that o (d) isastep function
such that o — 0= 0.06 ford — 0 (x — 1) and
o — 0,=0.05for d — oo (x — 0), which isincon-
sistent with the observed a(d) dependence. We note
that, under this assumption, the binding energies of the
core electronsin the XPS spectra of theinitial and final
states are satisfactorily described as functions of the
nanocluster size [1, 2]. Thus, the nanocluster-size
dependence of the singularity index obtained in this
work can be attributed to the fact that a is determined
not only by the changein p(gg) but also by the redistri-
bution of the band structure of the conduction electrons
in the nanocluster with varying of its size. The above
analysis of the experimental results shows that, when
the mean size (d = 20 A) of the Au nanocluster
decreases, the phase shift &, (swave) increasesby afac-
tor of amost 3 (§, = 0.75) compared to the bulk value
(8p = 0.21) and the phase shift &, (d wave) decreases by
afactor of 1.5 (8, = 0.16). Thus, the change in the sin-
gularity index with the nanocluster size is determined
by the band structure of the nanocluster in contrast to

JETP LETTERS  Vol. 80

No. 8 2004

561
0.15 —
o \
0131 %
0.11F N
0.09 }
ol g ﬁ\g
0.05 | } i %g
0'03 | | | | | | | | |
15 20 25 30 35 40 45 50 55 60 65

d (R)

Fig. 4. Experimental singularity indices a vs. the size d of
the Au nanoclusters deposited on the surface of highly ori-
ented pyrolytic graphite according to (circles) LEIS (Ey,, =
0.3 keV) and (triangles) XPS.

the usual characteristics [1, 2] such as the energies of
theinitial and final states.

In conclusion, it should be noted that the asymmetry
observed in metal nanoclustersis attributed to the exci-
tation of the continuous spectrum of e-h pairs. In the
nonmetallic state of matter, instead of the continuous
spectrum of e-h pairs, discrete shake-up satellites and,
hence, discrete excitations appear [19]. Therefore, the
metal-nonmetal transition can be observed when the
cluster size decreases.
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A “collective” attack on the key is considered, and its connection with the classical capacity of aquantum com-
munication channel is analyzed. It has been shown that the allowable error probability for legitimate users to
which the secure key can be extracted isless than half the value for “translucent” eavesdropping and individual
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Quantum key distribution (quantum cryptography)
ensures the security of key distribution at the level of
fundamental quantum-mechanical laws of nature [1-3].

Various eavesdropping strategies can be convention-
ally classified asfollows.

(i) The “opaque’ eavesdropping strategy, which is
often called reception—retransmission, is reduced to
measurement of a transmitted state and further retrans-
mission of a new state depending on the measurement
result.

(i) In individua “tranducent” eavesdropping strat-
egy, the eavesdropper ensures interaction of its auxiliary
state for each message with the transmitted state for a
certain time. After the interaction, the transmitted and
auxiliary states are in a common entangled state. Then,
the eavesdropper carries out measurement of the auxil-
iary state for each message and the informative state is
transmitted to the legitimate user at the receiving end.

(iii) A “collective” attack is similar to the preceding
case, but the eavesdropper accumulates his auxiliary
states in quantum memory and does not carry out mea-
surements until all the states have been transmitted by
the legitimate user. Then, after exchange through an
open channel has been completed in order to correct
errors and enhance security, the eavesdropper carries
out measurements simultaneously over all his states.

(iv) Findly, the most general and apparently most
efficient attack (joint attack) is similar to the preceding
one, but the eavesdropper uses a single auxiliary state
from the Hilbert space of high-dimensional states that
interacts with the transmitted states, and all the mea-
surements over which are carried out at the end.

In thiswork, a“collective” attack on the key is con-
sidered, and its connection with the classical capacity
of a quantum communication channel is analyzed.

Quantum cryptography on two nonorthogonal states
(B92 protocol) [2] is conceptually the simplest. The
security of this protocol was analyzed in a number of
works [4-9] for various measurements at the receiving
end. Collective measurements were considered for this
exchange protocol only for a particular case of the
determination of the parity bit [10].

The standard protocol for the legitimate users is as
follows. A pair of nonorthogonal single-photon states
0 — |udand 1 — |vUis used as the informative
states. We follow the notation from [4] for convenient
comparison:

WvO= sn(2a), [&je,0= 0, (D)

where |g;[land |e,[are the orthonormalized basis vec-
tors in space spanned by |ulland |v(see Fig. 1). The
same measurement is always carried out at the receiv-
ing end. This measurement is described by the unity
decomposition

- (I =|vv)) = (I —julmi)
o = 1+0vo’ o = 1+mvD (2
&1? = I—Sﬂu—SﬂV.

Fig. 1.

0021-3640/04/8008-0563%$26.00 © 2004 MAIK “Nauka/Interperiodica’
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The space of results at the receiving end consists of
three results 0, 1, and ?, whose probabilities on the
input states JuCand |vCare

Trg{ jul A} = Trg{|vIV|A} =0,
Tre{ujsd} = Trg{|v¥|sd,} = 1-cos(6), (3)
Tre{ ujsd} = Tre{|viv|sd3 = cosP ).

Subscript B means the trace over the space of states at
the receiving end.! Results 0 and 1 are conclusive
results; i.e., the channel 4, can trigger only on the state
[uOand never on the input state |[vJand vice versa.
Counts in the channel o, are inconclusive results,
because they may occur on both states [uCland v

Further actions of the legitimate users are as fol-
lows. Alice transmits states |uland |vOwith equal prob-
ability to Bob, who carries out measurement (2). After
the transmission of a sufficiently long sequence, Bob,
using an open classical channel, reports in which mes-
sages he has obtained inconclusive measurement
results. These messages are omitted. Further, approxi-
mately half the randomly chosen bits are reported, and
the error probability Q isestimated. These open bitsare
then rejected. The error probability in the unopened
part of the long sequence coincides with Q. If Q < Q,,
the legitimate users correct the errors and extract the
secure key.

The actions of Eve are as follows. Eve prepares her
auxiliary state [e[Tor each message. Thisauxiliary state
interacts with the transmitted state. The joint evolution
is described as (see Fig. 1 and [4])

[ud |e0— U(Juld |eD
ajull] |e,3 blv [T |le,0=¢ 0]

v |led— U(lv |eD
bju™ |g,0+ alv [ e, O=¢ ,0

Here, |e,[Bnd |e,[are states in space spanned by JuCand
|[vJwhereas a and b are real coefficients, which can be
chosen by Eve (are determined by the operator of joint
unitary evolution). Eve stores her modified states in
quantum memory and does not carry out any measure-
ments until the legitimate users do not complete the
exchange of information through both the quantum and
classical channels.

Bob carries out individual measurements over the
states in each message. States that are seen by Baob are
given by the partial trace over Eve's subspace of states.
For the input states [uCand |vL]we have

p(UD = Tref lo, Ty}
= a’Jul| + absin(2y)(Julv| + |v 0Uj) + b|v [V,

(4)

()

1 For brevity, the ordinary names Alice, Bob, and Eve are used for
the transmitter, receiver, and eavesdropper, respectively.

MOLOTKOV

and

p(lvD = Tre{ lg, M} -
= b’jullm + absin(2y)(ulv| + |v ) + a’|v v,

respectively. Taking Egs. (4)—7) into account, we
arrive at the following expressions for the result proba-
bilities at the receiving end (the right-hand symbol cor-
respondsto the sent state, and the I eft-hand symbol cor-
responds to the interpretation of the measurement

result):
Pr{0|0} = Tre{Aup(luD} = a*(1-sin(2a)), (8)
Pr{1|0} = Trg{sd,p(ul} = b*(1-sin(2a)), (9)

Pr{?|0 = Trg{ d-p(Jud}
= 1—(a’+b%)(1-sin(20)).
For the remaining transition probabilities, we similarly
obtain
Pr{1|3} = Pr{O|C}, Pr{O]} = Pr{1|C}, (1)
Pr{?1} = Pr{?|G}.
The legitimate users reject messages where inconclu-
sive results have been obtained. The probabilities of

correctly (Pr{ 1|1}, Pr{0|0}) and erroneously (Pr{ 0|1},
Pr{ 1/0}) interpreted results are determined as

(10)

2

a
= 12
oK = (12)
and
b2
= — 13
Q SR (13)

respectively. Eve also rgects states from quantum
memory in the positions where Bob obtains an incon-
clusive result.

Then, Alice and Bob open approximately half their
bit sequences by random sampling and estimate the
error probability Q. Asaresult, Eve holds statesonly in
the positions where Bob obtains conclusive results.
States in these positions that are seen by Eve after mea-
surements made by Bob are given by the (unnormal-
ized) density matrices

pe" (U = Tro{ /ol ol T 54}

= (l_Q)leuD]éul’
because the operators o4, and 54, are orthogonal pro-
jectors up to normalization. Formula (14) means that
the state |ulis present in Eve's quantum-memory cell,
and Bob’s measurement yields the correct result, which

corresponds to the input state Judsent by Alice. Corre-
spondingly, Eve’'s memory cell contains the state

pe(uD = Tre{ Jot, o, 0] /s4,} = Qle, ], (15)

2004

(14)
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if Bob obtains the measurement result on the state |ul]
with error. Similarly, for the input state |vL]

P (VD) = Tra{ J/od, lg.04 /d }
= (1_Q)|evv|’

pe(vD) = Tre{ /ool /oA } = Qle,[’Y. (17)

There is one-to-one correspondence between the cor-
rect and erroneous positions obtained by Bob and Eve.

Namely, Eve has the state pg" (Jul) in a position corre-

sponding to the position where Bob's measurement
yields aconclusive result and it is correctly interpreted;
e.g., Alice tranamitsthe state JuCand Bob interpretsit as 0.

Eve has the erroneous state 1 — pg (Ju) rather than 0 in

a position corresponding to the position where Bob's
measurement yields aconclusive result, but it iserrone-
ously interpreted: Alice transmits the state [uCJand Bob
interpretsit as 1. The situation is similar for the trans-
mitted state |v[]

Naturally, the positions of the erroneous results are
unknown for Bob and Eve. At that instant, the differ-
ence between Bob and Eve isthat Bab has information
in retained positionsin the classical form (0 and 1 hits),
whereas Eve has information in the form of quantum
states corresponding to Bob's classical bits. Eve will
attempt to determine the secure key by quantum-
mechanical measurements and decision rules that pro-
vide the classical bit sequence closest to the key
sequence used by Alice and Bob. In fact, Eve has only
pure states JuCand |vCin each cell of quantum memory,
and they are found with a probability of 1/2.

At that instant, the legitimate users have classical bit
strings, whereas Eve has a quantum-memory register
with states. The further argumentation is based on ran-
dom codewords. As is known [11, 12], such random
codes provide the Shannon limit. Since Alice and Bab
communicatethrough aclassical binary symmetric chan-
nel with error probability Q, they can use an open chan-
nel to generate a set of M random codewords that allow
them to correct errors with unit probability upon decod-
ing. In this procedure, Alice treats the n-bit unopened
part of the bit string transmitted to her as the first code-
word, randomly generates M — 1 additional codewords of
length n, and openly reports all M codewords to Bob.

Let w!, w2, ..., wM be such aset of codewords. Each
codeword isabinary string of length n: W = {iy, i, ...,
int, wherei,=0or 1. The code redundancy (the number
of codewords for random codewords) must be such that
it ensures the unit-probability correction of errors
occurring with frequency Q. Thisispossibleif the num-
ber of codewords satisfies the inequality [11, 12]

(16)

M < 2"H@ -3
lae(Q) = H(Q) (18)
= 1+Qlog(Q) +(1-Q)log(1-Q),
JETP LETTERS \Vol. 80 No.8 2004
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where H(Q) is the capacity of the binary symmetric
channel. The error probability over al the codewords
satisfies the inequality [12]

Pas(n, M) € 26 + (M —1)2"M@-3 o

under condition (18).

Eve aims to refer to the classical codewords openly
announced by Alice. Then, using the classical code-
words, Eve constructs decision rules for quantum-
mechanical measurements in order to determine the
correct codeword corresponding to the key with the

maximum probability. Eve compares | ; U= |e; [
le, 0.0 |g_Llwhere |e [F |g,Cand |e,Ofor i, = 0 and

1, respectively, with each classical codeword w' = {i;,
iy ..., iny Of Alice and Bob. In fact, Eve compares the
nonorthogonal quantum states |e,[land |e, [with each of
the positions 0 and 1, respectively, of each classical
codeword. If the states were orthogonal, Eve could reli-
ably distinguish them, i.e., write 0 and 1 to the corre-
sponding positions and have the same bit string as Bob.
However, the states are reliably indistinguishable dueto
nonorthogonality, and Eve's measurement provides
extra error compared to Bob's measurement. Eve may
carry out individual measurements [13] of states in
each of the positions and treat the result as 0 or 1. The
error is smaller if Eve carries out collective measure-
ments [14] using the measurement operators described
below.

Since the codewords are chosen randomly and inde-
pendently from each other, the probability of an indi-
vidual codeword is given as (for details, see[14])

1

Aot = LR, PL = S
Y = PP, Py o

(19)

Pr{w = (iy, iy ...
(20)
=1
plk 27
and the mathematical expectation p , =g ; [ip | has
the form
Elp,)
(21)
= Y pp-pe 0.0 | M) = pe',

where

e = SleuTe) + Sle, T2, (22)

is the density matrix describing the quantum-memory
states.

Further, Eve decodes quantum codewords (trans-
formsthem into classical bit strings) by using the deci-
sion rule specified by the measurement operators

% = 1y mbd, 10,0= Pl 0 (23)
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where

P = Z AR, ;0= |)\J-1ED |)\]-2D.. O |)\]-HD(24)
JOB

9% isthe projector on the typical subspace of the density
matrix pg" . Here, |A; Chre the eigenvectors of pgand

Ay=Aj Aj .. A areits eigenvaues. The typica sub-
space of the density matrix is defined as
B={J: 2—n[H(pE)+61<)\J<2 [H(pe) - 5]}1 (25)

and satisfies the conditions (see [14])

loe"®| <297 Tr{p2"(1-P) <e . (26)

The quantity H(pg) isthe von Neumann entropy and, in
the case under consideration, coincides with the classi-
cal capacity of the binary quantum communication
channel [14]:

C(pe) = H(pe) = —Tr{ pelogpg

= —A\;logA; —A,logA,
L= Sin(2y) o c = Sin(2y) 27)
O 2 0=~0 2 4
D1+ 9”(2V)D| D1+ sin(2y)n
2 2 g

whereA; , = (1 + sin(2y))/2 are the eigenvalues of pe.

Eve decodes M codewords, which are generated by
Alice, with the error [14]

pe(n, M) < 2Tr{p "(1-P)} o
+(M=1)Tr{(p""P)3 <28+ (M—1)2""®~

whereas the legitimate users decode with the error [12]

Pas(n, M) € 2 + (M —1)2"H Q-9 (29)

Thus, if

H(Q) > H(pe) = C(pe) (30)

and the legitimate users choose M < 21MH(Q -3l code-
words, then their decoding error tends to zero, whereas
Eve's error is nonzero (tends to unity). In other words,
under condition (18), Alice and Bob have the same
(with unit probability) bit string (secure key) after
decoding, whereas Eve with unit probability does not
know this string.

The quantity C(pg) is the classical capacity of the
binary guantum communication channel [13, 14]. If
Eve carried out optimum individual measurementswith
the minimum error of distinguishing a pair of nonor-
thogonal states, then C (pg) would change to the classi-

MOLOTKOV

cal capacity of the binary quantum communication
channel per one shot [14], which is given as

Cu(Pe) = S[(1+/1-sin’(2y))]

x log(1+ +/1—sin’(2y))
+(1-41-sin’(2y))]log(1—A/1—sin’(2y))]

i.e, Ci(pp) <

(31)

and never exceeds expression (27);
C (pg)

Secure key distribution is possible if, for a given
error Q of the legitimate users, the capacity of the clas-
sical binary symmetric channel between Alice and Bob
exceeds the classical capacity of the binary quantum
channel for Eve. To obtain the final result, it is neces-
sary to express C (pg) [in fact, sin(2y)] in terms of the
parameters a, b, Q, and sin(2a), where a is the angle
between the signal states chosen by the legitimate
users. Let us derive these relations. The unitarity and
normalization conditions for the states |@, ,[in Egs. (4)
and (5) lead to the conditions

sin(2a) = 2ab + (a”+b?)sin(2a)sin(2y),

(32
a’+ b’ +2absin(2a)sin(2y) = 1.
Therefore,
Sn(2y) = J1-(1-2Q)*—sin(2a) (33

sin(20)[4/1-(1-2Q)%sin(2a) — 1]

Let us discuss the results. As is known [15, 16],
secure key distribution is possible if

Cszmaxlag =l ag, 1 ag— 15> 0. (34
Here, C, is the secure capacity of the channel between
Alice and Bab in the presence of Eve (the number of
bits of the secure key per message that can be transmit-
ted by the legitimate users in the long-sequence limit)
and | g, | A, and Iz are the maximum mutual informa-
tion (upon Eve's attack and chosen signal states and
measurements at the receiving end) between Alice and
Bob, Alice and Eve, and Bob and Eve, respectlvely For
Eve's individual measurements (see below), 1,e < lge.
Therefore, condition (34) is reduced to the form

Cs2lag—14>0. (35
The quantities | ,c and | gz are determined by the errors
Qae and Qg in the Alice—Eve and Bob—Eve channels,
respectively. Taking Egs. (6)—(13) into account, we
obtain (for details, see[4, 5])

Que = Qoos’y +(1-Q)sin’y, Qge = siny, (36)

JETP LETTERS Vol. 80 No.8 2004
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Fig. 2.
and
lae = 1+ QaelogQae + (1 - Qae)log(1—Qag), (37)

lge = 1+ QgelogQge + (1—Qge)log(1 —Qge)-

We emphasize that the mutual information between
Eve and both legitimate users is the same upon the col-

lective attack; i.e., |,z = Ige = C(pg). INn this case, con-
dition (34) takes the form

Co21a5—C(pe) >0, 1a52C(pg). (38)

Figure 2 shows (left-hand panels) | g, g, and lge for

translucent eavesdropping and C (pg) for the collective
attack as functions of the error Q introduced by Evein
the channel between the legitimate users for the over-
lapping angle a = (a) 1716, (b) T¢8, and (c) 175 between
the signal states Judand v It is seen that the critical
error to which the secure key distribution is guaranteed
in the presence of the collective attack is approximately
half the critical error upon individual measurements by
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Eve. Therefore, the collective attack is much more effi-
cient for Eve. The right-hand panelsin Fig. 2 show the
secure capacity (38) multiplied by the fraction of con-
clusive results. For small overlapping angles between
the signal states (when the nonorthogonal states are
more distinguishabl€), the secure capacity for, e.g., a =
1716 is sufficiently large (Q issmall, C, ~ 0.6, approxi-
mately every second bit of the initial sequence is
secure). However, the critical error is no more than
1.5%. For large overlapping angles, when the nonor-
thogonal states are less distinguishable, e.g., a = 175,
thecritical error =11%. However, the secure capacity is
very small. Only 5% of the bits of theinitial transmitted
sequence are secure.

This work was supported by the Academy of Cryp-
tography of the Russian Federation, the Russian Foun-
dation for Basic Research (project no. 02-02-16289),
and Moscow State University (interdisciplinary
project).

REFERENCES

. S. Wiesner, SIGACT News 15, 78 (1983).

. C. H. Bennett and G. Brassard, in Proceedings of IEEE
International Conference on Computers, Systems, and
Sgnal Processing, Bangalore, India (IEEE, New York,
1984), p. 175; C. H. Bennett, Phys. Rev. Lett. 68, 3121
(1992).

3. W. K. Wootters and W. H. Zurek, Nature 299, 802

(1982).

4. A. K. Ekert, B. Huttner, G. M. Pama, and A. Peres,
Phys. Rev. A 50, 1047 (1994).

5. H.E. Brandt, J. M. Myers, and S. J. Lomonaco, Jr., Phys.
Rev. A 56, 4456 (1997).

6. B. A. Slutsky, R. Rao, Pang-Chen Sun, and Y. Fainman,
Phys. Rev. A 57, 2383 (1998).

7. K. Tamaki, M. Koashi, and N. Imoto, quant-ph/0212161.
K. Tamaki, M. Koashi, and N. Imoto, quant-ph/0212162.
9. K. Tamaki and N. Lutkenhaus, quant-ph/0308048.

10. E. Biham and T. Mor, Phys. Rev. Lett. 78, 2256 (1997);
79, 4034 (1997).

11. C. E. Shannon, Bell Syst. Tech. J. 27, 397 (1948); 27,
623 (1948).

12. R. Gallagher, Information Theory and Reliable Commu-
nication (Wiley, New York, 1968; Sovetskoe Radio,
Moscow, 1974).

13. A. S. Kholevo, Introduction to the Quantum Theory of
Information (MTsNMO, Moscow, 2002), Sovrem. Mat.
Fiz., No. 5.

14. A. S. Kholevo, Probl. Peredachi Inf. 8, 63 (1972); 15, 3
(1979); Usp. Mat. Nauk 53, 193 (1998).

15. I. Csiszar and J. Korner, |[EEE Trans. Inf. Theory 24, 339
(1978).

16. D. Maurer, |[EEE Trans. Inf. Theory 39, 733 (1993).

N

©

Trandated by R. Tyapaev



JETP Letters, Vol. 80, No. 8, 2004, pp. 568-571. Translated from Pis' ma v Zhurnal Eksperimental’ nor i Teoreticheskor Fiziki, Vol. 80, No. 8, 2004, pp. 645-649.

Original Russian Text Copyright © 2004 by Aseev, Mironov, Chekalin, Letokhov.

Femtosecond Laser Photoelectron Projection Microscopy
of Organic Nanocomplexes

S. A. Aseev, B. N. Mironov, S. V. Chekalin, and V. S. Letokhov

Institute of Spectroscopy, Russian Academy of Sciences, Troitsk, Moscow region, 142190 Russia
Received September 29, 2004

Organic nanocomplexes obtained by applying an organic dye (Coumarin 153) solution onto the surface of
ametal nanotip were studied by femtosecond laser photoelectron projection microscopy. The tip was a
100-nm-diameter capillary covered with athin nickel layer. The image of athrough hole of the capillary was a
convenient reference for interpretation of the results. The spatial resolution achieved in these experiments was
equal to about 5 nm. © 2004 MAIK “ Nauka/lnterperiodica” .
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Reaching a spatial resolution of several nanometers
is among the most important tasks in nanooptics [1].
The development of such methods is of considerable
importance for the characterization of nanostructured
materials. One possible solution is offered by laser pho-
toelectron projection microscopy (LPPM). Thekey ele-
ments of a photoelectron projector are a sharp tip (the
radius of curvature of the point tip can be significantly
smaller than the laser wavel ength) and a position-sensi-
tive detector of charged particles emitted from the point
tip. When a certain voltage is applied between the nan-
otip and detector, photoelectrons emitted under the
action of the laser radiation travel in the radial electric
field. Since the depth of the escape of photoelectronsis
typically within a few nanometers [2], the object of
investigation in this case isthe point tip surface. Dueto
the projection effect, the photoel ectron-image magnifi-
cation of the laser-irradiated surface nanostructure
obtained in the detector plane can reach up to 10*-106.
Previously, this method was successfully used for the
observation of single color centers on the surface of a
LiF crystal [3].

This investigation was aimed at the optical visual-
ization of organic nanocomplexes by means of femto-
second LPPM. We have studied nanostructures formed
on the surface of ametal tip upon application of a solu-
tion of Coumarin-153 (C153) organic dyein ethyl alco-
hol. The probability of the photoinduced decomposi-
tion of the C153 moleculesin this experimental geom-
etry is very small, because the metal substrate surface
produces rapid quenching of the laser-excited molecu-
lar electron states [4, 5]. The organic dye used in these
experiments belongs to the class of promising chro-
mophores for biologically active macromolecules [6].

The experiments were performed on a setup
described elsewhere [3]. A simplified scheme of the
experimental setup ispresentedin Fig. 1. Thetip wasa
commercialy available quartz capillary (uTIP™, WPI,

Israel) with a diameter of d = 100 nm, onto which a
nickel film of definite thickness was deposited.
Mounted in a vacuum chamber, the capillary was ori-
ented so that its tip faced a position-sensitive detector
of charged particles (microchannel plate, MCP). The
distance between the nanotip and the detector surface
was L = 7 cm. The orientation of the capillary in the
vacuum chamber could be adjusted within £10° with
the aid of a special vacuum feedthrough.

The LPPM measurements were performed using
femtosecond pulses (1, 160 fs) of laser radiation with
a wavelength of A 0400 nm (which falls within the
optical absorption band of C153 [7]) and a pulse repe-
tition rate of (076 MHz. The pulse energy could be var-
ied within 0.03-0.3 nJ. The laser radiation was focused
on the sample by a lens with a focal distance of f, [
12 cm. The use of femtosecond laser pulses provides

Detector

&
AY

Fig. 1. Schematic diagram of the experimental setup. The
asterisks show organic nanocomplexes.
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<+

Fig. 2. Photoelectron images of the tip of a 100-nm-diame-
ter quartz capillary covered with a (a) 25- and (b) 40-nm-
thick nickel layer (an observation time of 1.5 and 3 min,
respectively).

for an effective laser-induced photoelectron emission
without significant heating of the sample.

In thefirst stage of the experiments, we obtained the
photoelectron images of two nickel-coated capillaries
(Fig. 2). For this purpose, a relatively small negative
potential ¢, = —300 V was applied to the irradiated
nanotip. Thethickness of the deposited nickel layer was
controlled by changing the deposition time and
amounted to 25 nm (Fig. 2a) and 40 nm (Fig. 2b). The
difference between the diameters of the capillary chan-
nel in these two cases was Ad (030 + 5 nm. The photo-
electron signal depends linearly on the laser pulse
energy (Fig. 3a). In our case, the applied static field
(F ~1V/nm) reducesthe work function ¢ye (for nickel,
dwre [ 4.6 eV [8]) and provides for single-photon-
induced electron emission from the metal surfaceirra
diated by light with A = 400 nm.
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Fig. 3. Plots of the photoelectron current versus laser-pulse
energy for (a) a capillary covered with a 40-nm-thick layer
of nickel and (b) the same metallized capillary with depos-
ited Coumarin 153 dye molecules. The points present the
experimental datawith error bars; the solid lines correspond
tothe (@) linear and (b) quadratic dependences of the photo-
current on the laser-pul se energy.

The magnification coefficient k of an electron pro-
jection microscope can be calculated using the well-
known expression [9]

kOL/(n*r*9), 1)

where r is the capillary radius, 6 01.5[9], and n isa
factor taking into account the contraction of the image
of the central region of the capillary tip due to converg-
ing field lines. Assuming that n 02, we can estimate the
magnification coefficient ask [14.7 x 10°.

In the LPPM method employed, the main error of
measurement of the characteristic dimensions of nano-
structures, which eventually determines the spatial res-
olution, isrelated to the nonzero initial transverse com-
ponent of the photoelectron velocity. Indeed, electrons
possessing a nonzero energy E, are detected by a posi-
tion-sensitive detector with a spatial uncertainty of

@O2L(Eo/edyp) ™. %)



570
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Fig. 4. Photoelectron images of the tip of a quartz capillary
with a deposited nanocomplex obtained at a laser-pulse
energy of (a) 0.16 and (b) 0.28 nJ.

For E; < 0.1 eV, the error of the measurements is
approximately A @k < 5 nm. This alows the LPPM
method to be used for the investigation of nanoobjects
with a characteristic size as small as~5-10 nm.

Analysis of the images presented in Fig. 2 with the
use of (1) shows that the diameters of the holes are
dosom 035 £5 nm (Fig. 28) and dyp,,y 011 £5 nm
(Fig. 2b). The difference is Ad = 24 + 7 nm, which
agrees (to within the experimental uncertainty) with the
estimate obtained above using the relation between the
hole size and the deposited layer thickness. It should be
emphasi zed that this agreement confirms the validity of
the assumptions made above.

We have also performed experiments with an elec-
tron beam traveling through the capillary channel. For
this purpose, abundle of silicon nanotubes acting as an
electron emitter was introduced into the rear end of the

ASEEV et al.

capillary (not depicted in Fig. 1). It isnatural to assume
that the number of electrons detected in this geometry
at the capillary exit is determined by the channel cross
section. Theratio of electron currents measured for the
two samples studied Was 5 ymfiagnm 0 5. According to
this, the ratio of the output hole diameters can be esti-
mated as d,s ,m/dag nm 2.2, which isalso in good agree-
ment with the independent estimates obtained by
another method. The results of the measurements per-
formed with the nanotube emitter will be reported in
more detail in a separate publication.

In the second stage of our experiments, the nickel-
coated capillary was dipped into asolution of C153 dye
molecules in ethyl alcohol (the solution concentration
was n [02.4 x 10™° cm3) and then dried. Irradiation of
such asample with femtosecond pul ses of 400-nm laser
radiation showed a quadratic dependence of the photo-
electron current on the laser-pulse energy (Fig. 3b).
According to published data[10], the ionization poten-
tial of the organic dye moleculeis=7 V. The photoion-
ization of such molecules in the applied static electric
field (F ~ 1 V/nm) requires at least two photons. It
should be recalled that the dependence of the photo-
electron current on the laser-radiation energy measured
before the application of the dye molecules on the sam-
plewas linear (Fig. 3a).

When the laser-pulse energy was increased from
0.16 t0 0.28 nJ, the complex of dye molecules exhibited
movement over the tip surface (Fig. 4). The displace-
ment observed in Fig. 4 occurred within approximately
1 min. Thisprocessis probably related to heating of the
sample (the used laser-radiation power was 0.28 nJ x
76 MHz = 21 mW).

Using laser radiation with a pulse energy of 0.28 nJ,
we performed an additional series of measurements to
determine the dependence of the coordinate x of the
center-of-gravity of the photoelectron image of the
nanostructure (the x-axis direction is shown in Fig. 4b)
on the time of exposure to the laser radiation (Fig. 5a).
The exposure was additionally accompanied by a sig-
nificant decrease in the signal of the photoelectron
emission (Fig. 5b). A comparison of the data presented
in Figs. 5a and 5b suggests that the drop in the photo-
€l ectron response and the decrease in the vel ocity of the
motion of the nanostructure proceed within approxi-
mately the same interval of time. These changes may
reflect both the photoinduced decomposition of some
of the organic dye molecules (with the corresponding
decrease in the degree of heating of the nanocomplex)
and the desorption of some fragments of the nanocom-
plex under the action of the laser radiation [11].

It should be noted that the experimental data pre-
sented in Fig. 5b are quite well described by the equa-
tion of exponential decay with a characteristic time of
about 1 min. This expression shows that the photoel ec-
tron response at the initial time was about 170000 +
16000 counts per minute (cpm). Assuming a quadratic
energy dependence (Fig. 3b), the signal intensity at the
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Fig. 5. Plots of (a) the coordinate x of the center-of-gravity
of the photoelectron image of a nanocomplex and (b) the
photoelectron current versus the time of irradiation of the
sample at alaser-pulse energy of 0.28 nJ. The x-axis direc-
tion is indicated in Fig. 4b. The points present the experi-
mental data with error bars (the data acquisition time was
30 9); the solid curve shows the results of interpolation.

initial timefor Fig. 5b at alaser pulse energy of 0.28 nJ
should be 133000 + 20000 cpm (this estimation aso
assumes that the spatial nonuniformity of the MCP
detector efficiency for photoel ectrons may reach up to
10% of thetotal count). We note that the two estimates
coincide to within the indicated error limits. Based on
these results, we may assume that the “jump” of the
nanocomplex depicted in Fig. 4 was not accompanied
by significant changes in the photoelectron signal.
Therefore, the observed process cannot be attributed to
the laser-induced desorption of the dye molecules.
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However, it should be recaled that a relatively small
displacement of the center-of-gravity of the nanostruc-
ture (Fig. 5a) was accompanied by a significant
decrease in the photoelectron emission (Fig. 5b) and
might be caused by the desorption of some fragments of
the nanocomplex under the action of the laser radiation.

In conclusion, we have experimentally demon-
strated the possibility of imaging organic nanocom-
plexes on the surface of a nanotip by means of LPPM.
The fact of visuaization of a 10-nm hole in the laser-
irradiated capillary shows evidence of the rather high
spatial resolution (on alevel of 5nm) achieved in these
experiments.

We are grateful to S.K. Sekatskii for kindly provid-
ing 100-nm-diameter quarts capillaries for the experi-
ments. This study was supported by the Ministry of
Industry, Science, and Technology of the Russian Fed-
eration, project no. 40.020.1.1.1163.
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