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Abstract: Metallic spherica dome shells have received much attention in
recent years because they have proven to possess highly impressive optical
properties. The expected distinctive changes occurring owing to quantum
confinement of conduction electronsin these nanoparticles astheir thickness
isreduced, have not been properly investigated. Here we carry out adetailed
analytical derivation of the quantum contributions by introducing linearly
shifted Associated Legendre Polynomials, which form an approximate
orthonormal eigenbasis for the single-electron Hamiltonian of a spherical
dome shell. Our analytical results clearly show the contribution of different
elements of a spherical dome shell to the effective dielectric function. More
specifically, our results provide an accurate, quantitative correction for the
dielectric function of metallic spherical dome shells with thickness below
10 nm.
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1. Introduction

Metallic spherical dome shells of nanometer sizes have received considerabl e attention because
of their anisotropic, highly tunable, and distinctive optical properties such as unique light-
focusing ahility, highly enhanced localized electric field near the rims, and increased absorption
at longer wavelengths compared with their shell or sphere counterparts [1-7]. Such proper-
ties are expected to have potential applications in the diverse fields of solar energy harvest-
ing [8-10], solar glazing [11], spacer design [12,13], surface-enhanced Raman scattering spec-
troscopy (SERS) [8, 14], optical communications [15], three-dimensional nano-antennas [16]
etc. The spherical metallic dome shell, a so known as anano-cup or asemi-shell, isathin spher-
ical metallic shell that surrounds a dielectric sphere only partly (see Fig.1). Optical properties
of such metallic dome shells depend on both its geometric dimensions and intrinsic material
properties. As a result, they can be easily tuned by varying geometrical parameters (such as
the inner or outer radius, cut-off angle, and orientation with respect to light), in addition to the
materials used for the core and the surrounding medium [2].

When dimensions of nanoparticles are large, the geometrical and material properties are in-
dependent of each other. But when these dimensions are comparable to electron’s mean free
path, intrinsic material properties such as the dielectric function become dependent on the ge-
ometric properties due to the electron confinement effects. Further reduction of the dimensions
until they become comparable to the wavelength of the electron wave function, leads to quan-
tum confinement effects. For example, Ref. [17] provides electron energy loss spectroscopy
(EELS) experiment based evidence for surface plasmon peak shifts of Ag nanospheres due
to quantum confinement effects. Further evidence of such coupling has been experimentally
observed in shapes such as nanoshells [18, 19], nanowires [20], [21] that have close geomet-
ric resemblance to dome shells. Particularly, in Ref. [19], it was experimentally observed that
thickness reductions in nanoshells caused broadening of absorbance peaks. Also in Refs. [21]
and [20] oscillatory behavior owing to quantum effects in conductance was experimentally ob-
served. Although no experimental data is available for spherical dome shells, such effects are
expected to occur with them as well.

Electron confinement results in increased scattering of electrons at the external boundaries
of the particle (so-called surface scattering) compared to the bulk metal. Quantum confinement
leads to discretization of the conduction band of metals, which al so affects the motion of elec-
trons in addition to increased surface scattering [22], both of which also depend on the particle
shape [23, 24].

When the electron confinement effects are not dominant, one can safely use bulk material
properties and predict the optical response of nanoparticles by solving the Maxwell equations.
Existing analytical methods for solving Maxwell equations (such as Mie theory) can give exact
solutions only for a few highly symmetric structures such as spheres or shells. The analyti-
cal tractability of Maxwell’s equations is non-existent for reduced symmetry systems such as
spherical dome shells. As aresult, numerical methods such as discrete-dipole approximation,
T-matrix method, or afinite-element method have to be used.

Also, models such as plasmon hybridization can be conceptually used to understand the
optical behavior of certain composite nanostructures. The dome shell consist of two surfaces
(inside and out), very much similar to fully spherical nano-shells considered by Prodan et al.
in Ref. [25]. In the case of a hollow dome-shell, we can explain the appearance of plasmonic
modes by considering the interaction of solid shell with a vacuum void cavity, as discussed in
Ref. [26]. Interaction of dipolar plasmon mode of the nanohole with the dipolar and quadrupol ar
plasmon modes of the nanoshell leads to four plasmon modes with different energy levels.

All these methods require acritical material property asinput, namely the dielectric function
of the particle. The objective of this paper is to obtain a realistic dielectric function for thin
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spherical dome shells with a small cut-off angle, considering all of the shape and size effects.

Experimentally measured dielectric values are available for bulk materials in the litera-
ture [27]. Approximate theoretical estimates have also been developed for metals based on
the classical free-electron Drude model [28]. However, these estimates require size and shape-
dependent adjustments to account for the electron confinement effects before they can be used
to obtain the optical properties of nanoparticles with reduced dimensions (below 50 nm for
gold [29] and silver [17]). Even with such corrections, they fail to accurately predict the prop-
erties of nanoparticleswhen the sizeis reduced to below 10 nm [17] and quantum confinements
effects appear.

An dternative is to use an ab initio approach based on density functional theory [30]. Such
atheory will use detailed potential information inside the nanoparticle and consider the whole
system as a quantum-mechanical many-body problem to calculate various quantities of interest.
However, a many-body approach is likely to be limited to nanoparticle sizes of lessthan 2 nm
dueto its excessively high computational costs. Most importantly, such a full-blown numerical
analysis will lead to loss of physical insight that is very valuable to engineer these systems.
Therefore, we have adopted in this work, a much simpler single-electron model, which as-
sumes a non-interacting electron gas confined under a uniform background potential. We use
this model to obtain numerically the size and shape dependent dielectric values for thin metal-
lic spherical dome shells with thickness in the range of 2-10 nm and a small cut-off angle.
This model has been successfully adopted for other geometries such as nanospheres [17] and
nanorods as well [31].

2. Classical model for dielectric function

In general, the dielectric function of a metal has contributions from both the interband(inter)
and intraband(intra) electron transitions and can be written as,

€(®) = €inter(®) + Eintra( @), D

where o isthe angular frequency of incident electric field. Theinterband component dominates
for semiconductors but is often ignored for metals. It cannot be neglected for noble metals
(such as Ag, Au and Cu) because they exhibit more complex electronic features than other
metals owing to completely occupied d-orbital electrons [32]. The interband effects on the
permittivity coincide with the bulk values when particle dimensions are above afew nanometers
[30]. Therefore, we assume that the interband component is size independent in the 2-10 nm
range for the metals under consideration.

The intraband component in Eg. (1) corresponds to electron transitionsin incompletely filled
bands, or to those in filled bandsthat overlap partially with an empty band. Thesetransitions can
betriggered by photons of very small energies because the energy difference between theinitial
and final electronic statesis small compared to interband transitions. The intraband contribution
iswell described by the Drude model and has the form [33],

2
®p

1-———— 2
0%+ joy’ L)

Eintra(®) =

where w,, isthe plasmafrequency, | istheunitimaginary number and y isthe damping constant.
The plasma frequency w, depends on the electron density ne as,

Ne2
wp == 5
U
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Fig. 1. Cross section of a spherical dome shell along the xz plane with the center on the
origin. The axis of symmetry isaong the z direction of aright-handed Cartesian coordinate
system.

where u, ge and g denote the electron mass, electron charge, and permittivity of free space,
respectively.

The value of y for a bulk metal is influenced by several processes such as the Coulomb
interaction, electron-phonon interaction, and electron scattering at interfaces. In the case of
nanoparticles made of metals such as Ag and Au with sizes of 50 nm or less, the classical
Drude model incorporates the quantum-confinement effects by phenomenologically modifying

the damping constant as [29],

Avi
Y = Youlk + [

ff

where ik is the damping factor measured for the bulk metal, A is a material interface and
shape dependent factor, and vs isthe Fermi velocity. Les is the effective mean free path of an
electron, taken to be the radius for a sphere and the thickness for a shell. When the nanoparti-
cledimensions are less than 10nm, this size-dependent correction fails to describe the quantum
effects properly. Thisiswhere the size-dependent quantum-mechanical contributionsfor the di-
electric function enter the picture. Quantitative characterization of these effects for the spherical
dome shellsis the main focus of this paper.

3. Quantum mechanical dielectric function of a spherical dome shell

A spherical dome shell, as shown in Fig. 1, can be described by itsinner radius a, outer radius
b and the cut-off angle 6’. As our focusis on subwavelength spherical dome shells, we take the
diameter of the spherical dome shell to be small compared to the wavelength A of the incident
electric field (b <« A). Therefore, we can assume that the incident electric field is uniform and
does not vary spatially inside the particle [34]. In this quasi-static approximation, the response
of the spherical dome shell to the electric field is given by a spatially invariant dielectric tensor
of the genera form
SXX 8xy £XZ
g= |e¥X Yy g¥2
8ZX ezy SZZ

When the principle axes of the particle coincide with the Cartesian coordinate axes, al off-
diagonal components of the dielectric tensor vanish. In addition, if we take the axis of rotational
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symmetry of the spherical dome shell along the z axis, % = £¥¥, and we are left with only two
independent components ** and £%. Without loss of generality, we assume that the electric
field is linearly polarized along the z direction and write it in the form &(zt) = &;Snot.
Noting that the polarizability P#(w) o« &(z,t), €% can be expressed in the form

P (o)
g&zsnot’ &)

To calculate the polarizability PZ(w), we need to use quantum mechanics. We assume the
system is in an unperturbed state for timest < 0 and its behaviour is governed by the time-

independent Schrodinger equation wave function , obtained by solving [35],
HOyi(r) = Eiwi(r), @

where HO is the unperturbed Hamiltonian and w;(r) is the wave function corresponding the
initial statei of the system with the energy E;. The unitr = (x,y, z), isthe position vector of a
point inside the dome shell. When an electric field is applied at timet = 0O, the wave function
becomes time dependent, and electron transitions from theinitial to final statestake place owing
to this perturbation. Let f represent the final state of the electron. The time-dependent wave
function w; (r,t) is obtained by solving

.0 rt '
YUY [0 41 ()] (e, ©
where H'(t) is the time dependent perturbation,

H'(t) = gez&;Sinot, (6)
with h denoting the reduced plank constant. Using the standard time dependent perturbation
theory together with Egs. (5) and (6), the solution is given by
1 —jEft
viltt) = 50efe X (wi(0) |2y (1) i (1) exp(—=—)

I

{1—9<D[j(60i,f +o)t] n 1—explj(aii — o)t] }
Wi+ wif—0 7

where
w ¢ = (Ef —E)/h. O

The dipole moment induced by the transitions to state f by the application of the electric
field can be calculated using

P (@) = (wi (r,0)] — ezl yi (r,1)).

Polarizability is the total dipole moment per unit volume. After considering all possible transi-
tions, it can be written as,

PZZ V z f (8)

pf

where V,, is the volume of the dome shell. We can now calculate the dielectric function £%(w).
After including the damping effects and using Egs. (3) and (8), it can be shown that

e%(w) =

203 (i |Z|ll/f( r) %o
eovpﬁgl'Z 02— jyo
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After taking the interband effects into account, we can write the precding result in the form
[23,36],

SZZ
zz _ oz 1 LU — 9
e%(0) = gher (@) + +wp22 “jye’ 9
where we have introduced 5
O N
%=~ | wildw)l?, (10)

and N = neV,, stands for the total number of conduction electrons within the nanoparticle. All
occupied states qualify as initial states and all unoccupied states qualify as final states. It is
assumed that all states below the Fermi energy of the metal are occupied while the states above
are unoccupied. The electron number N equals to twice the number of occupied states because
of the spin degeneracy of electrons.

Equation (9) provides the general quantum-mechanical expression for the dielectric function
of a spherical dome shell. However, The double sum in this equation is not easy to perform
if we note that the sum over i and f is actually over all quantum numbers needed to specify
the quantum state. Thus, we adopt the following strategy. Rather than cal culating the complex
quantity e*(w), we focus on its imaginary part responsible to absorption. From Eq. (9) it can
be written as,

74
()l = (@l + 03X p
m — Inter m p _wz) +7 wz

Thereal part of the dielectric function can then be cal cuI ated using the Kramers—Kronig relation

[37] ZZ
[£Z(®)]re = 20p / %dwﬁ

(11

where P denotes the Cauchy principal val ue.

We now focus on how to perform the double sum in Eq. (11). It is known that he resonances
of [e%*(w)]im Occur in groups corresponding to changes in the value of the quantum number for
which the energy dependence isthe greatest [23,36]. Let us call this quantum number v and let
the difference of this quantum number between the final and initial states be Av. A Lorenzian
profile can be fitted to [¢%(w)]im by writing §% as afunction of Av and introducing the group
frequency Q% as 7

. St yo
[8 (w)]im:[ Einter ( 'm+wpz szz y) +},20027
where
va:22$z’ (12)
i f
#Av
o~ g XS w
#Av

The summation is restricted to all other quantum numbers and their differences between initial
and final states except Av. Thismodel has proven to match well with the experimental data and
the extrapolated val ues derived from the density functional theory approach for nanospheres of
diametersin the 2-10 nm range, as presented in Ref. [17]. In this paper, it is reported that there
isasubstantial blue shift of resonance peaksin the experimental dataand the density-functional
results when the diameter of nanospheresis reduced to below 10nm. This cannot be explained
by the modified Drude model but agrees well with the results derived from the analytical model
based on Eq. (12).
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3.1. \Wave function of a spherical dome shell

In order to calculate S¢%, we have to derive expressions for the wave functions and correspond-
ing eigenenergiesfor electronsinside the spherical dome shell by solving the Schrodinger equa-
tion (4).

In Ag and Au nano structures with non ultra small dimensions, the behavior of conduction
electrons can be closely approximated as a free-electron gas constrained by infinite potential
barriers at the boundaries of the particle.

This enables us to describe the electronic properties of the particle in terms of a single-
electron wave function that extends over the entire particle and vanishes at the boundaries.
Considering the symmetry of our system, it is convenient to use the spherical coordinates(r, 6,
¢). For a spherical dome shell, the wave function w(r, 6, ¢) is obtained by solving

_R2 2
1 [gnea(rzaw>+a<gn9w>+ L %y +V(r)y =Ey, (14)

2 r2sinf ar\' or ) 26 76 ) " sinf 992

with the the potential energy V (r) given by

V() = 0 ifa<r<b
] otherwise

We also need to remember that for asphericgl dome shell with the cut-off angle 6’ (see Fig. 1),
theangle 0 isrestricted to liein therange 6 < 6 < . Also note that all wave functions must
be orthonormal, i.e.,

[ 6.6.0)1 (16,0))'6™Vp = . (15)

where k and p are labels of the quantum states, &y, is the Kronecker's delta function and the
integration is over the entire volume of the dome shell.

We use the standard method of separation of variables and assume that the wave function
y(r,0,¢) can be separated into radial[R(r)], azimuthal[F (¢ )] and polar[Q(6)] components as,

y(r,6,0) =R(r)Q(6)F (¢). (16)
Substitution of Eqg. (16) into Eq. (15) leads to the expressions:

b
/ Re(r)RS (1)r2dr = 8,
a

2n rm
/0 /9 Fe(0)F; Qu(6)Q;(0)sin6 dodg = 5 .
Next step isto find solutions for the radial, polar and azimuthal components of Eq. (14).

3.1.1. Radia component
We can separate the radial part from the Eq. (14) as,

d’R(r)  2dR(r) [ZmE [(1+1)

arz ¥ ar R r? }R(r):o,

where a <r < b and | is the azimuthal quantum number. For a thin shell we can make the
assumption (b—a) << a. The solutions of this equation involve the Bessel and Neumann func-
tions. Using their asymptotic approximations and applying the boundary and normalization
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conditions, we find the radial part [36],

n
n a(r—a)} 17)
and the allowed electron energy E to be
h2 n27.52 |2
= [ a2 wo

withn> 1and| > 0. From this equation it is clear that the main quantum number over which
energy changes rapidly is n because (b — a) << a. Therefore we can associate Av in Eq. (12)
with An.

3.1.2. Azimutha component
The azimuthal component of the Eq. (14) can be separated as,

d’F(¢) _
402 +mPF(¢) =0, (19)

where mis the magnetic quantum number. After considering the boundary condition

F(¢)=F(o+2m),
and the normalization condition, the solution to Eq. (19) is given by
1 .
(¢) Nz p(img) (20)
wherem={----2,-1,0,1,2,--- }.

3.1.3. Polar component

The polar component of the Eq. (14) can be separated as,

. d [. dQ .5 B
snede[snede]Jr[l(IJrl)sn 6-m’]Q=0, (21)
where 8’ < 6 < w and Q(6’) = 0. Introducing x = cos® we can write it in the form
d?Q dQ mé
— 2 _ _ _ —
(1-x9) 02 2de + {I(I—s—l) 1_)(4 Q=0,

where we introduce the boundary point { = cos6’ such that

“1<x<¢, Q@) =o. (22)

Solutions of Eq. (21) are known when the shell is complete so that 8/ = 0 and x = 1. They
are known as the associated L egendre polynomials defined by [35];
-1 | dl+m
Ao = St Sta ). &)
Associated Legendre polynomials have following properties that are important for our deriva
tion:

[SE]

2(m+1)!

1
./71P|m(x) RI(x)dx = m e

(24)
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(I=m)R7(x) = x(2 = )R (x) — (I + m— 1)RT,(x), (25)
[ —m)!
R0 = (1) AR 29)
After normalization using Eq. (24), Q(x) for a complete shell is given by

@A+ —m) .
Zm+UP R0,

>0, —I<m<lI.

Q(x)

Thissolution isunusablefor spherical dome shellsfor which 6’ £ 0. However, for sufficiently
small 8, we can define anew set of linearly shifted Associated L egendre polynomials (shifted
ALP) as,

A™(X) = RM(kix+ka), (27)
where,
2 1-¢

ki=— ko=-—. 28
LT 2= T (28)

These shifted ALPs enable us to write Q(x) after normalization as,

@2+ -m)! 5,
= A S A -l <m<l.

Q) \/kl ST 9 1>0. i <m<] (29)

As shown in Appendix 5, this function is orthogonal over the interval [{,-1] while satisfying
the boundary condition given in Eq. (22).

¢ - .
| Qr0Qrdx =1

From Egs. (23), (26), (27), and (28) we can see that Islm(c ) = PR™(1) = 0 when m# 0. This
satisfies the boundary condition in Eq. (22). It also sets the lower limit of | as 1 because m= 0
isnot alowed. Further, B™(x) obeys the recurrence relation derived in Appendix 5.

By substituting the radial, azimuthal and polar components, given by Egs. (17), (20), (29)
respectively, in Eq. (16) we obtain the wave function in the form

Vntin(.0.0) = ¢ a1 S [~ )] AMeose) exp(im).

where the three quantum numbers satisfy n > 1, | > 1,and 1 < |m| <.

3.2. Calculation of Szzf

To obtain the dielectric function, we need to find §% givenin Eq. (11) by calculating the matrix
element (y;i|Zyt), the total number of electrons N, and the frequency difference term aj 5.
Also we have to find the valid ranges for n, |, and mto carry out the double sum indicated in
Eq. (12).

Theinitia state wave function yi = yn | m depends on the three quantum numbers n, |, and
m. We take the final wave function to be yt = Wniani+al.mram By changing these quantum
numbersto n+An, | + Al and m+Am. Using z= r cos(0), the matrix element Mt = (yi|Z|ys)
iscalculated as,

2m bid b
Mif :‘/0 d¢/9, Snede/a rzdr W(r»97¢)n,l,mr coso [‘l/(r79a¢)n+An,I+Al,m+Am}* (30)
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Thetripleintegral is calculated in Appendix 5 and the final result is found to be

Mir = 5Am0[\/(|+1+m)(l+lm)6AI71 Sl oy *Q5A|,0}X

2+0@+3 k \N@-D@+1) Kk
4(b—a)[(—1)*" —1n(n+An)
{ m2(2n+ An)2An2 * bSA"’O}'

To calculate ay s we use its definition in Eq. (7). The initia energy E = Ep) is given in
Eq. (18), and thefinal energy isgiven by Et = Enyanj+al. Thus,

(31)

_ A [An@2n+An)z? | Al(2+AI+1)
“if = 2u (b—a)? a2 '

To calculate total number of electrons, let ns be the value of n at the Fermi level when!| = 1,
which is the minimum value that | can have. From Eqg. (18) we can write Fermi energy Erermi

R [ n¢n? 1 R2 [ n2n?
Erem=s- |7 T3 | 57 | 723 |
2u | (b—a)2 = a2 2u | (b—a)?

where we neglected the second term by noting that (b— a) < a for athin shell. Since all initial
states should lie below the Fermi energy level, Using E; < Eremi, We obtain the condition
following upper bound for I:

Iglmalent[ (n2 —n?) ma }

(b—a)J’
where Int(x) denotes the integer part of x. The total number of electrons N can now be found

by summing over al occupied states such that n < n; and | < Inax. After considering the spin
degeneracy, we find

v xS

[ Mg
M

<m<|

m£0
nt Ar?a?n?

By substituting the expressions for Mi¢, wj ¢, and N in (10), we finally obtain

, , 3(b—a)?2 [An(2n+An)z2  Al(2l +Al +1

Sz,f = Szﬂ,An,l.,AI,mA,Am 4(77,'23.2n)? [ ((b_a)z)n ( az )] X
5 [(I+1+m)(l+1—m) oana . (I+m)(I—m) a1 + 6 }
ORI )@+3) K @-n@+1 Kk ke

16(b—a)?[(—1)A"— 1]?r’(n+An)2
7 YV +b“6ano ¢ -
m4(2n+ An)%An
The appearance of several Kronecker deltafunctionsin this equations helps usin identifying
the range of Amand Al. Clearly, their only allowed valuesare Am=0and Al = —1,0,1. In ad-
dition, the values of nand | arelimited such that n<Int(n¢) and | < la. One more requirement
isthat Ef > Erermi. From Eqg. (18), we obtain

ma

(b—a)

I>g:cei|[ n%—(n—i—An)Z—Al},
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where cell stands for the integer obtained by rounding upward. Since the minimum value | has
to be > 1, we set | min as max{1,g}.

3.3. Calculation of SZ, and Q7

The final step is to calculate S, and Q%7 as defined in Eq. (12). Recalling that Av = An and
that each sum involves all three quantum numbers, we can write S, as,

Max 1 Imax

Sizn = 2 z z 2 Zsﬁ,ZAn,I,AI,m,Am

n=1Al=—1l=lyjn —I <M<l Am
m#£0

Thefive-fold term can not be done analytically. However, we can reduce it to a double sum over
nand | by performing the sums over m and Am analytically. Further, terms with dan,00a1 0 and
Oan,00a1 1, that imply no changein energy level and energy emission respectively are neglected
since we are considering transitions that result only in absorption. The result is found to be

o _ = L e 3(b—a)2{|(5+9|+4|2)[ 2(1+1)(b—a)?H
A a0 A Ankéazng L 3(3+8 +-412) m2a2(2n+ An)An
b? (1431 —412) 2l(b—a)?H
2(1+1)= _ B
+20+ )aZSA”'O} ES 3(1—412) { m2a2(2n+ An)An] A1
+2K8HBy 0 . (32)
where,

16[(—1)2" — 1]°n?(n+ An)?
m2(2n+ An)3And
Similarly, we can calculate Q% using Eq. (31) and (13). The result is found to be

H(n,An) =

1 Mmac 1 Imax h An(Zn + An)n’z Al (2| + Al + l)
QzZ — = [Sca— + (33)
an S rg'lm;—ll=|mm A 2u (b—a)2 o

The dielectric function for the spherical dome shell can now be calculated by substituting
Eg. (32) and (33) in Eq. (12).

4, Resultsand discussion

In this section we calculate the real and imaginary parts of the dielectric function as afunction
of wavelength for a practical configuration of a metallic dome shell. We choose silver (AQ)
as the shell material owing to the availability of a wide range of data for this metal. Using
Eq. (32) and (33) we calculate the dielectric functions of a dome with a fixed cut-off angle
and compared it to that of a complete shell (Appendix 5). We also compare it to the Drude
model with size-dependent correction as given in Egs. (1) and (2). Since the cut-off angle we
consider are relatively small, we assume that the effective mean free path of the electron can be
approximated by its value for acomplete shell [29], i.e., Lgt = (b—a). For similar reasons, we
used A= 1inthe calculations [34]. Values of wp and yuk were taken as 8.97 eV and 0.016 eV,
respectively [17]. Fermi energy of the metal was calculated using Epermi = % uv2, and Fermi
velocity was taken as v = 1.39 x 106ms~1 for Ag [17].

The wavelength range we are interested in corresponds to 300 to 1200 nm. Interband com-
ponent (ginter) Of the dielectric function for Ag does not have a significant variation with size
when dimensions are above 2nm [30]. This alows us to use the following size-independent
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Fig. 2. Imaginary (a) and real (b) parts of the dielectric functions of spherical dome shells of
varying thickness cal culated with the quantum mechanical model are shown by solid lines.
Cut-off angle is 25.8° ({ = 0.9) for the spherical dome shells. Empirical values obtained
from Drude model with size dependent correction for ashell witha=40nm and b =45nm
is shown by the dotted-dashed line. a and b values given in the figure are in nanometers.
The dashed line and dotted line shows the experimental bulk dielectric values taken from
Refs. [27] and [38] respectively.

interband term in our permittivity model, which matches with the experimental bulk data for
this frequency range[17],;

B 3.66 1
- 1-exp(4.08—hw/g)

Calculated dielectric functions of spherical Ag dome shells of four different thickness (2 to
5 nm) are shown in Fig. 2. It can be seen that oscillatory behaviour of the dielectric function
is highly dependent on the thickness of the spherical dome shell. The dot-dashed line shows
the results of the Drude model with size dependent correction for a shell with a= 40 nm and
b = 45 nm. It provides a reasonable approximation to the blue curve obtained numerically but

8inter((l))
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fails to reproduce oscillations seen there. Also when the thickness is increased, the quantum-
mechanical dielectric function of the spherical dome shell gets closer to the experimental bulk
data values.

Behaviour of the dielectric function as we change the cut-off angle is shown by Fig. 3. It can
be seen that the imaginary part of the dielectric function increases slightly with a decreasing
cut-off angle. Also we can see that the quantum mechanical dielectric function of the spherical
shell begins approaching that of a spherical dome shell for the smallest cut-off angle. When the
cut-off angleis reduced to zero, dielectric function of the spherical dome shell we have derived
should match that of the spherical shell. For this, we have to include thel = 0 and m= 0 terms
we discarded in the calculations while calculating Si7, and Q77 since the boundary condition
for a spherical dome shell given in given in Eq. (22) is not relevant for a complete shell.

It is evident from the Figs. 2 and 3 that the influence of varying the shell thickness is much
stronger than varying the cut-off angle on the dielectric function of spherical dome shells. This
is because the quantum confinement is much stronger in the radial direction than in the polar
direction for the spherical dome shells we have considered here.

Also, it is apparent from Figs. 2 and 3 that the quantum-mechanical dielectric function can
exhibit oscillatory behavior for some parameter values, a feature absent from the Drude model
even when size dependent corrections are included. The origin of oscillation lies in the quan-
tization of the energy levels, which clearly cannot be included within the framework of the
Drude model. It can be seen from the expression for the energy levels of an electron [EQ. (18)]
that, because of the term (b — a)? in the denominator of the first term, for thin spherical dome
shells energy difference between different states with different n values is large and therefore
cannot be ignored, asis done in classical models by replacing the sum by an integral. In other
words, when the oscillator strength weighted average transition frequency, Q% is close to the
frequency of the incident electric field, the polarizability of the particle increases substantially
and resultsin distinctive peaksin the dielectric function.

Similar oscillatory behavior due to quantum confinement has been experimentally observed
for material properties such as conductivity in literature [20, 21].

Calculated extinction cross section of a spherical dome shell using our model and the Drude
model with size dependant correction are shown in Fig. 4. It can be seen that the oscillations
in the quantum mechanically derived dielectric function will create variations in the extinction
spectrum as well. The position of oscillations in the dielectric function and therefore, the cor-
responding variations in the extinction spectrum depends on the thickness, aspect ratio and cut
off angle of the spherical dome shell. In Fig. 4, such variations can be seen in the wavelength
range 500 - 600 nm and 900 - 1100 nm. Based on these geometric parameters, if dominant
oscillations occur close to the plasmon resonance frequency, it can shift or broaden the plas-
mon resonance in the extinction spectrum. Knowledge of such variations become important for
sensitive sensing applications such as SERS.

In addition to quantum size effects, interband effects and surface scattering we have discussed
here, dielectric functions of nano particles exhibit nonlocal effects related to in-homogeneous
distribution of surface electrons and electron spill-outs.

In Ref. [17], experimental EEL S datafor Ag nanospheres with dimensionsin 1-10 nm range
has been well matched by a theoretical model which was developed by considering contribu-
tions to the dielectric function from screening effects due to d-electrons (inter band contribu-
tions), surface scattering and discretization electronic energy levels (quantum size effects). This
model is very much similar to the model we have developed here. In the Ref. [39], in addition
to contributions from inter band effects and quantum size effects, nonlocal effects including
electron spill-outs are considered to exlain experimental data of Ref. [17] for Ag spheres. How-
ever, in Ref. [39] they employ a much simpler model, that does not reflect energy gap differ-
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Fig. 3. Imaginary (a) and real (b) parts of the dielectric function of spherical dome shells
for four different cut-off angles (solid lines). The dielectric function of a complete shell
(6" = 0) calculated with the quantum-mechanical model is shown by a dashed line, while

values obtained from the Drude model with size dependent corrections ares shown by a
dotted dash line. In al calculations a = 40nm and b = 43nm.

ences between different electronic levels, to obtain the quantum size effects. The calculationsin
Ref. [17] seem to show strong agreement with experimental data, even without nonlocal effects
including electron spill-outs. Electron spill-outs result in red shiftsin resonance energy. Also, it
has been shown that nonlocal effects [40, 41] on the dielectric function can become significant
for nanoshells [42] when the outer radius of the shells becomes very small (10 nm) or when the
shell thickness becomes very small (1 nm). They become less significant with the increasing
shell radius, even though the thickness is small. Since the dome shell diameter we are consid-
ering is much greater than 10 nm and thicknessis >1 nm, we do not consider the these effects
on the dielectric function in our analysis.
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Fig. 4. Extinction cross section and the imaginary part of the dielectric functions of a spher-
ical dome shell calculated using our model and the Drude model with size dependent cor-
rection. The dimensions are a = 40nm, b = 45nm and cut-off angle = 25.8° ({ = 0.9). For
extinction cross section calculations, the core of the spherical dome shell was taken as Si
(e = 2.04) and the surrounding as air (¢ = 1).

5. Conclusions

We have obtained the quantized energy levels and the corresponding wave functions of a free
electron inside a spherical dome shell. We used them to cal culate the diel ectric function of such
a dome shell with the assumption of a small cut-off angle using shifted associated Legendre
polynomials. We have compared our results with the classical Drude model, modified to include
size-dependent corrections, and also with the experimental bulk permittivity data. We have also
compared the spherical dome shell with its spherical shell counterpart using a fully quantum-
mechanical analysis to study how much the removal of a small part of the shell effects the
results.

Oscillatory behaviour seen in the dielectric function is due to the presence of discreet energy
levelsin our calculations, which cannot be ignored for small dimensions. When the diameter
of the spherical dome shell is large while the cut-off angle is small, the quantum confinement
is much higher in the radial direction than in the polar direction, and the quantum-mechanical
dielectric function of the shell can be taken as a close approximation to that of a spherical
dome shell. The Drude model including the size dependent correction also provides a close
approximation in the frequency range we have considered, particularly when the oscillations
become negligible as the thickness of the spherical dome shell isincreased.

Oscillatory behavior seen in the dielectric function will cause variations in the extinction
spectrum in the corresponding wavel ength range.

The quantum mechanical dielectric function derived in this paper is based on the behaviour
of anon-interacting electron gas confined within a thin spherical-shape dome shell. Our results
provide an insight into how the quantum effects introduce the geometric parameters into the
dielectric function of thin spherical dome shells, at a tolerable computational cost. Study of
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such quantum effects for particles of different shapes are extremely useful for engineering real
world applications such as quantum cryptography, energy harvesters, transistor, lasers, quan-
tum computers, quantum communication systems etc. Spherical dome shells with their unique
optical properties can offer new opportunitiesin the design of these applications.

Appendix A: properties of P™(x)

We can prove the orthogonality of the shifted associated Legendre polynomials, (5,’“(x), as
follows. Let X = kyx+ k. From Eq. (29) and (24) we can write

C o @+10-m)! 5, @+ 10" —m)! 5,
* wopmax = [ \/ S .<x>¢k12(m+|,)_af<>d

20+ 1)(I —m! 2"+ 1) m(
\/kl 2(m+1)! \/kl 2(m+1)! /P

B K 2 +1)(I—m)! K @@'+Hl"-—m!1  2(m+l)! s

— VT 2(mr T2m ) ke @+ DT —myt
@+ -m! 1 2(m+1)!

2(m+1)! ke (20 +1)(1—m)!

0
= 1

We can also obtain a recurrence relation for the shifted associated Legendre polynomials.
From Eq. (25), (27) and (28), we obtain

(l — m)P|m(k1x+ kz) = (k1X—|— k2)(2| — 1)P|”j1(k1x+ kz) — (| +m— l)P|nl2(k1X—|— kz)
(1-mANKX) = (kx+ke)(2 — DB (0 — 1+ m— 1AM,
(kix ko) (2 — DR™. (%) — (I—m)B™(x) + (I + mk— 1)PLT2(X) —ko(21 - 1)P|”21(X)- (3
(2 1)

Appendix B: calculation of the matrix element M;¢

The matrix element in Eq. (30) can be written explicitly as,

2n
/O /9, {SineCOSQQ(G)I,m[Q(G)I+AI,m+Am]*F((P)m“:((]))m.mm]* d9d¢} X

b
| PROmIR s ans ) o (35)

Theintegrationinvolving theradial part isthe same asfor aspherical shell and can be performed
as|[36],

4(b—a)[(—1)2"— 1n(n+ An)
m2(2n+ An)2An2

b
/a r3R(r)n,| [R(MNn+ani4al]™ dr = +bdan,o-

The remaining part of the integration, which involves the polar and azimuthal components
is different from a spherical shell. It can be calculated using expressions derived for F(¢) and
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Q(0) in Eqg. (29) and (20) asfollows.

/(;271 '/;SineCOSGQ(Q)I’m[Q(9>|+AI,m+Am]*F(¢)m[F(¢)m+Am]* dedo

o 2D —mt L [2004+AD + 1] +A]) — (m-+ Am))!
Y 2(mE ) ! 2[(m+Am) + (I +AD]!

2t 1 . 1 .
J T3 P im0)——expl-i(m-+ am)g|do

/ sin® cosOR™(cos0)RT ™ (cos) d6
o

s @D —mt |20+ A1 + 2+ Al - m)
MmO T ) ! 2m+ (I AD]!

- N N
/, sind cosR™(cosO)R™ 5 (cos) dO
0

@+ —mt [ 20+a)+1[( +AI
= SAm,o\/k1 2(m-+ )i \/k1 2lm+ (1 + AD)] / XA ()R y (%

(36)

After substituting the recurrence relation given by Eq. (34) in (36), this can be further sim-
plified as,

/-027I /:,tg‘ﬂeCOSGQ(G)I’m[Q(0)|+AI,m+Am]*F((P)m[l: (¢)m+Am]* d6d¢
5Am70\/k1(2I+1)(|—m)!\/kl[Z(I+AI)+1][(I+A|)_m]! .

2(m+1)! 2m+ (1 + A
¢ 10+ D) =BT, 00+ (1) + m—TBT,, 00— kel2(1 1)~ IB, (9
/_1{ k20 +1) -1 *

F~’|IEA| (X)} dx

_ 5Amo[\/(l+1+m)(l+1—m)6A|71+ (I+m)( —m) 6A|7,1_k25&’0].

2+1)(2+3) ke 2@-1D2+1) ki Kk

Therefore, we can write M+ as,

_ yAb-—a)[(-1)*"—1n(n+An)
M|f - { 7r2(2n+An)2An2 + b6An,0} X
s (I+14+m+1-m) dns (I+m)(l—m) Sx._1 5
Amo[ @+0@+3) Kk \@-D@+1) k Kk AI,O}
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Appendix C: quantum mechanical dielectric function for shell
The terms S, and Q% for a spherical shell of small thickness can be given as[36],

v
Sho=

Nmax Imax 1 ({ 4(b7 a)Z[(il)An _ 1]2n2(n+An)2(I + 1)
N=11=Imin Al=——1 7T4azn?(2n+An)3An3
L 8= (-1~ PP (n+ A1+ 1) (b—a)(1+1)?
mbatn? (2n+ An)4An? a2n2rd
=2 “U=DT - 1Pns(n+An)? _ 8(b—a)*(=1)" — L2n?(n+ An)*2 Jo )
m4a2n? (2n+ An)3An3 76a%n3 (2n 1 An)?And Al 1

3An.o}5A| +1

+

1 Nmax | max 1 ﬁ An(zn + An) 7'62 Al (2' + Al + 1)
of = & S o7 { } -
" A n:ll:lzmmAI;l " 2u (b—a)? &

where,
2 b—a)2E ermi
- - [[EE=]
Imax = \\(bﬂaa) (n%—nZ)J7
lmin = max{O,{(ba_na) n%—(n+An)2—Al-‘}.
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