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ASYMPTOTIC SOLUTION OF A MODEL FOR BILAYER ORGANIC
DIODES AND SOLAR CELLS*

GILES RICHARDSONT, COLIN PLEASE', JAMIE FOSTER', AND JAMES KIRKPATRICK?*

Abstract. Organic diodes and solar cells are constructed by placing together two organic
semiconducting materials with dissimilar electron affinities and ionization potentials. The electrical
behavior of such devices has been successfully modeled numerically using conventional drift diffusion
together with recombination (which is usually assumed to be bimolecular) and thermal generation.
Here a particular model is considered and the dark current-voltage curve and the spatial structure
of the solution across the device is extracted analytically using asymptotic methods. We concentrate
on the case of Shockley-Read-Hall recombination but note the extension to other recombination
mechanisms. We find that there are three regimes of behavior, dependent on the total current.
For small currents—i.e., at reverse bias or moderate forward bias—the structure of the solution
is independent of the total current. For large currents—i.e., at strong forward bias—the current
varies linearly with the voltage and is primarily controlled by drift of charges in the organic layers.
There is then a narrow range of currents where the behavior undergoes a transition between the
two regimes. The magnitude of the parameter that quantifies the interfacial recombination rate is
critical in determining where the transition occurs. The extension of the theory to organic solar cells
generating current under illumination is discussed as is the analogous current-voltage curves derived
where the photo current is small. Finally, by comparing the analytic results to real experimental
data, we show how the model parameters can be extracted from the shape of current-voltage curves
measured in the dark.
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1. Introduction. Organic materials are promising materials for many semicon-
ducting applications, for example, light-emitting diodes [9], field effect transistors [26],
sensors [25], and solar cells [10]. They are already widely applied in the xerographic
industry [6]. Their attraction is that they enable devices to be designed with similar
properties to those made from traditional semiconductors, such as silicon and gallium
arsenide, but at a fraction of the cost. This is primarily due to high throughput
processing techniques such as roll-to-roll printing and screen printing of organic inks.
A timely and exciting application of this technology, which is the main motivator for
this paper, is that such devices provide the possibility of very cheap large-scale solar
cells. There are many companies inching closer to making organic photovoltaic diodes
with energy efficiencies sufficient for commercialization [21, 22].

A solar cell converts solar energy into electrical power by (a) converting photons
into excited charges, (b) separating these charges, and (¢) transporting them to an
external circuit. Under operation, positive charges flow in one direction and negative
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ones in the other. This inherent asymmetry is exactly the reason why photovoltaic
devices act as diodes, even in the dark. Therefore understanding the current voltage
characteristics of a solar cell in the dark is essential to explaining its behavior under
illumination.

In an inorganic solar cell, the asymmetry is achieved by doping [23, 17]. In
contrast, in an organic solar cell the asymmetry is created by using two different
materials with different affinities for charge: one material, known as the acceptor,
supports negative charges (free electrons), whereas the other, known as the donor,
supports positive ones (holes). The material properties which govern this behavior
are called the ionization potential (for donors) and the electron affinity (for acceptors).

A significant problem that influences the design of most organic solar cells is that
when light is absorbed it leads to the formation of an excited state consisting of a
bound charge pair (termed an exciton) which must reach the interface between the
materials in order to separate into a hole and an electron, thereby releasing its energy
as a usable electric current. However, excitons have a short lifetime. As a result they
are only able to travel a short distance before they recombine and their energy is lost
from the device. This distance is known as the exciton diffusion length and is typically
around 10 nm [10]. The material used in organic solar cells must be around 200 nm [10]
thick in order to absorb a large proportion of the solar spectrum. The existing solution
to this problem is to make solar cells 200 nm thick and to create an interface between
the two materials that is convoluted on the length scale of the exciton diffusion length.
Many theoretical studies [1, 3, 16] have therefore concentrated on the crucial role of
this convoluted morphology to determine efficiency but of necessity have required
numerical approaches in order to account for the complex geometry in the models.
Another approach has been to use a homogenized model where the intimate mixture
of the two physical materials is replaced by an effective medium [8, 11, 15].

We believe that analytical results relevant to these technologies would be valuable.
In order to properly account for complex morphology, it is essential to understand the
behavior of a simpler device with a known and well characterized morphology. We
therefore concentrate on bilayer devices where the device consists of two uniform layers
of material so that the device is planar and the interface is flat. Such bilayer organic
devices have been studied experimentally for example by [4, 20] and also modeled
numerically by authors including [1, 2, 5, 7].

The general approach to modeling these devices is to consider the steady state
and to treat charge transport in the donor and acceptor using a drift diffusion model.
Physically recombination and generation of charges is taken to occur in a layer at
the interface on a length scale compared to the size of molecules (1 nm). Two ap-
proaches are taken to account for this layer. In the first approach a special “mixed”
layer is assumed to exist at the interface. In this layer the current continuity equa-
tions include generation and recombination. Different authors use different internal
boundary conditions to account for the change in material properties. For example,
Barker, Ramsdale, and Greenham [1] exclude electrons and holes from crossing the
interface. Some authors account for jumps in the electric field due to dipole effects. In
[2] Brinkman et al. adopt an approach in this vein. Brinkman’s approach eliminates
the sharp interface by smoothly varying ionization potential and electron affinity in
the narrow interface layer. The second approach is to have a discontinuity in charge
fluxes and denisities. This approach has not yet receieved much attention, although
we note the work in [5], which also models a device with a sharp interface between
two materials. In this paper we adopt the latter approach. We show that the jump in
charge densities can be related to the jump in ionization potential and electron affin-



1794 RICHARDSON, PLEASE, FOSTER, AND KIRKPATRICK

ity. We also argue that the current flowing through the interface must be determined
by a local law at the interface that models thermal generation of, and bimolecular re-
combination between, electrons and holes; this is in contrast to the model formulated
in [5] in which bimolecular recombination is assumed to occur within the bulk but
not at the interface and where the interface hole/electron current depends solely on
the local hole/electron concentration at the interface and is controlled by thermionic
emission over an energy barrier. We deduce the general form that this recombina-
tion/generation law must obey to ensure that the solution is compatible with detailed
balance. We also argue that the jump in ionization potential and electron affinity
across the interface is so large that it is reasonable to neglect the free electron con-
centration in the donor and the hole concentration in the acceptor. We then analyze
the problem asymptotically in the physically relevant regime where the nondimen-
sional parameter § (which gives a measure of the ratio of the recombination rate to
the diffusion rate) is small. Three distinct regimes for the resulting current flow are
identified and analyzed. The first is for small currents (in reverse bias or in moder-
ate forward bias) where the current-voltage curve is similar to that of a diode and
the current varies exponentially with voltage [23]. The second is for large currents (in
hard forward bias) where the current-voltage relationship is linear. The third is a nar-
row range of medium-sized currents where the behavior changes character smoothly
between the first and the third. Asymptotic solutions for the small and large current
regimes are derived analytically, while the intermediate current regime is shown to
be characterized by an exact solution to the model whose coefficients are found by
numerical solution of a set of transcendental equations. By comparing our analytical
solutions to experimental data we show that it is possible to fit the behavior of the
device at low and high voltages using the same model. Physically this result is sig-
nificant because it indicates that the series resistance in bilayer cells is dominated by
the resistivity of the materials themselves, whereas the diode behavior is dominated
by recombination at the interface.

2. Equations. The main electrical processes taking place in an organic diode
are charge transport in the bulk of both donor and acceptor materials and charge
generation and recombination at the interface between the two. Before formulating a
model for these processes it is helpful to review the physical mechanisms of electrical
conduction in a semiconductor. In a conventional inorganic semiconducting material
(such as silicon) the electrons have energies that predominantly lie in the valence
band (low energy) and as such are immobile, behaving like electrons in an insulator.
Above the valence band and separated from it by an appreciable energy gap there
is a conduction band into which some electrons may jump if they possess sufficient
thermal energy. Not only are electrons in the conduction band able to conduct elec-
tricity (and freely diffuse), but they leave a vacancy in the valence band (with net
positive charge) termed a hole, which is also mobile and so contributes to the net
electrical conductivity of the material. The energy of an electron at the lower edge of
the conduction band 1), and of a hole at the upper edge of the valence band —1), are
not in general spatially independent, being affected by changes in material properties
and electric fields. The spatial dependence of the energy levels is illustrated in a band
diagram, such as that shown in Figure 2.1, and leads to a force on an electron —V1,
and on a hole V1), which, when balanced with a “viscous drag,” gives rise to electron
and hole velocities down gradients in 1, and up gradients in 1, respectively. In
addition, random thermal excitations lead to diffusive components of the motion for
both particles. In organic semiconductors the picture is slightly more complicated
because both electrons and holes typically lie in shallow (but highly localized) energy
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Fic. 2.1. Sketches of the band diagram for organic diodes in (I) forward bias and (II) reverse
btas showing the energy levels of the HOMO by solid lines and the LUMO edge by dot-dashed lines.
Arrows indicate the directions of the forces on electrons and holes due to variations in their electro-
chemical potential. At the semiconductor interface the jump in energy levels leads to migration of
electrons from the donor to the acceptor and migrations of holes in the reverse direction. In forward
bias the electric field tilts the LUMO and HOMO levels so that electrons flow toward the interface
in the acceptor and holes flow toward the interface in the donor; this leads to high concentrations
of these two species at the interface and to a high recombination current. In contrast, in reverse
bias, the electric field tilts the LUMO and HOMO levels the other way so that electrons in the ac-
ceptor and holes in the donor migrate away from the interface, thus limiting interface recombination
and ensuring that the current flowing in the device is primarily determined by generation on the
interface. Since recombination of the magjority carriers (electons in the acceptor and holes in the
donor) at the interface typically controls current flow in the diode, much higher current flows can
be achieved in forward bias than in reverse bias.

wells, termed traps, and move by hopping from one trap to the next. In part because
of this difference in physics, it is unusual to refer to conduction and valence bands in
organic semiconductors. It is much more common (though far from universal) to refer
to the lowest unoccupied molecular orbital (LUMO), which plays a role analogous to
the conduction band in inorganic materials, and to the highest occupied molecular or-
bital (HOMO), which plays a role analogous to the valence band. The importance of
trapping in organic materials has led to the formulation of a variety of complex models
for charge transport in organic semiconductors, including multiple trapping models
[12], Gaussian disorder models [18], and atomistic models [14]. In this work (as in
many others treating organic devices [2, 3, 5, 7, 11]) the motion of electrons and holes
through the organic semiconductors is modeled by simple drift diffusion, allowing for
the possibility that the diffusion coefficient depends upon electric field, while account-
ing for the differences in electron affinities and ionization potentials of the materials by
letting these quantities be spatially dependent (see, for example, [23]). In the bilayer
device that we consider here both electron affinity and ionization potential are piece-
wise constant with a sharp jump at the acceptor-donor interface. This jump manifests
itself as a jump in the energy levels of the band edges ¢, and ¢, (as illustrated in
Figure 2.1) and leads to the marked preference of the holes for the donor (high v,) and
of electrons for the acceptor (low 1,,). Indeed, in a typical bilayer solar cell, the jumps
in energy are so large that the concentrations of holes in the acceptor and electrons
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in the donor are vanishingly small which is an important factor in limiting (undesir-
able) recombination of charge carriers in the bulk. The jumps in electron affinity and
ionization potential also serve to dissociate excitons (generated by photo-absorption
in the semiconductors) into free electrons in the acceptor and free holes in the donor.

The primary mechanisms by which electric current passes from the acceptor
(where it is predominantly carried by electrons) through the interface into the donor
(where it is predominantly carried by holes) are believed, in photovoltaic devices, to be
the generation and recombination of electron-hole pairs [3, 11, 15]. The latter mech-
anism, which predominates where the current passes from the acceptor to the donor,
results either from thermal emission (of electron-hole pairs) or dissociation of solar
generated excitons (into electron-hole pairs). The former mechanism predominates
where current passes from the donor to the acceptor and is a result of bimolecular re-
combination on the interface between electrons in the acceptor and holes in the donor.

A schematic for a simple bilayer organic photovoltaic device lying between —L <
x < M with the interface at z = 0 between the electron acceptor material (—L < x <
0) and donor material (0 < z < M) is shown in Figure 2.2.

2.1. Current continuity equations in each material. In line with the dis-
cussion above we model the device by drift diffusion equations for electrons and holes
coupled to Poisson’s equation for the electric potential. We include the possibility of a
spatially dependent electron affinity and ionization potential to model the preference
of the donor material for holes and the acceptor for electrons but neglect any bulk
recombination between holes and electrons, since we assume recombination primarily
occurs on the acceptor-donor interface. The resulting one-dimensional equations take
the form

on  O0F,
(2.1) 5 + 9 0,
op  OF,
(2.2) e 9 0,
0 oo B
(2.3) Oz (5%> =q(n—p),

B on 1 0y,
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__p (% _ L 0%
(26) "/Jn = //fn(x) - q(ba
(2.7) Vp = pp(z) — 49,

where F,, is the flux of electrons, 7, is the flux of holes, n is the charge density of
electrons, p is the charge density of holes, and ¢ is the electric potential. The material
parameters in the problem are i, the ionization potential, —s, the electron affinity,
D, the free electron diffusivity, D, the hole diffusivity, £ Boltzmann’s constant, 1" the
absolute temperature, € the permittivity, and ¢ the charge on an electron. We shall
term the functions ,, and v, the energy levels of the LUMO and HOMO, respec-
tively, while noting that there is some dispute about the correct notation for these
quantities with some authors applying them to y, and p, instead.! Electrons in the
LUMO experience a force down gradients in 1,, while holes in the HOMO experience
a force up gradients in 1. At the interface the jumps in ¢, and v, (resulting from
the discontinuities in p,, and p, there) mean that electrons are attracted into the ac-
ceptor from the donor while holes experience a force in the opposite direction. Rough
sketches of the band diagram of an organic diode in both forward and reverse bias
are made in Figure 2.1. Note that the total current density J can be expressed as the
difference of hole and electron fluxes as follows:

(2.8) J=q(Fp—Fn).

In inorganic materials the diffusion coefficients are usually taken as constant or
as functions of the material and temperature. However, unlike the movement of free
charges in an inorganic semiconductor, transport in an organic material is primarily
through charges jumping between nearby trap states. There is considerable interest
in modeling this transport process, and one of the simplest descriptions is provided
by the Poole-Frenkel model [23, 1, 3], where the diffusivities D,, and D,, are taken to
be functions of the local electric field. The form taken is usually

1/2)

1/2

D, <%> = Dn70 €xXp <A/ ‘% ) ) Dp <%> = Dp,O exp <7 %
where D,, o, Dy o, and 7y are constants. More complex models can be derived account-
ing, for example, for a density of trap states in the material. Such a model results in
the fraction of charges which are free to move being dependent on the charge density
itself [12], so that the diffusivity depends directly on the charge density [24]. We do
not include such effects here noting that the error made in approximating D,, and D,
by constants only becomes appreciable at very high fields.

The model above allows for general structures in the device, but here we are
interested in modeling two adjacent regions, each of a uniform material; therefore we
assume that the electron affinity and ionization potential are constant in each material
so that

_f pn- in 2z <0, | pp— in z<0,
(2.9) u”_{u,H_ in x>0, Mp—{,up+ in x>0.

where fiy, —, fin +, fp—, and p, 1 are constants.

IThese functions are also sometimes termed the electrochemical potentials; this is confusing since
the more standard definition of the electrochemical potentials includes an entropic contribution which
is a function (typically a log) of the species concentration.
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2.2. Organic-organic interface. Two key features must be taken into consid-
eration at the interface between two organic semiconductors. First there is a jump in
electron affinity and the ionization potential, and in order to preserve equilibrium at
the interface, this results in jumps in the electron and hole concentrations. Localized
interface charged states have been postulated at the interface (e.g., [1]), but here we
ignore such states and explicitly neglect the effect of any surface dipoles or charges
so that the electric potential and displacement field are both continuous across the
interface. Therefore we can write the jump conditions

(2.10) oo |5 -0
(2.11) lognl, o= [£%] . logplio =[] .

a result that has been previously noted in [5].

The second important feature of the organic-organic interface is that this is where
recombination, thermal generation, and photo-generation occur in the device. (For
brevity we shall henceforth refer to recombination and thermal generation as the
recombination rate.) Since the ionization potential and electron affinity differ by a
large amount the materials are nearly insulators, and there is negligible recombination
of electrons and holes in the bulk of the device. Electrons from the acceptor side are
able to recombine with holes from the donor side (at the interface) and vice versa.
The resulting recombination flux R} results in jumps in the electron and hole current
fluxes. This is central to the behavior of this type of solar cell—this mechanism allows
the electron current in the acceptor to turn into a hole current in the donor. We expect
the recombination rate to depend on the product of electron densities at x = 0_ and
the holes at = 04, namely, (n|,—o-)(p|z—o+) (or alternatively (n|,—o+)(P|e=0-))-
A general expression could be derived, but because of the conditions in (2.11) the
electron densities at x = 0_ are directly proportional to those at x = 04 and similarly
for holes. This allows us a certain freedom in choosing the form of the interface
recombination rate in terms of the charge densities on either side of the interface.
Since we expect that the most important role is played by majority carriers (electrons
in the acceptor and holes in donor) we express the recombination flux in terms of
those densities only. Hence we take

(212) [Fn]r:() = _Rb (n|w:O*ap|w:O+) 5
(213) [‘Fp]z:() = _Rb (n|z:0*ap|r20+) .

2.3. Existence of an equilibrium state and boundary conditions. Before
considering what are sensible boundary conditions we consider the existence of an
equilibrium state of (2.1)—(2.7). An equilibrium state is a steady state where both the
electron and hole fluxes are simultaneously zero, that is, F57" = 0 and Fg = 0.
Therefore from (2.4)—(2.5) with (2.11) it follows that n and p take the form

n=Aexp (-%%@:)) ,  p=DBexp <%%(w>>

for some constants A and B. We note that this solution has a special property
which we find by multiplying the equilibrium concentrations to give (noting that the
potential terms cancel)

(2.14) = ABexp (= (o) ) ).
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The right-hand side of (2.14) only depends on material properties, so we introduce
the notation

(2.15) = N exp (= () = y(2)))

where we write AB = N3, and this relates to the density of states in the material.

The equilibrium condition in the dark occurs when no applied potential is present.
Since different metals are typically used to contact the electron and donor materials,
the potential difference across the device consists of both the applied potential V'
and a built-in potential Vj; which results from the difference of work functions of the
two metallic contacts. (If the same metal is used for both contacts, then V3; = 0.)
At equilibrium, when by definition V' = 0, the boundary conditions for the (total)
potential is ¢|,=—1 = V3 /2 and @|.=pr = —Vii/2; then

n=~4e L _ g
=Aexp (=g (m-mamr )|
1 Vii

- B Y PR 2

Gy
1 Vii

NI

1 Vi
=B — — .
r=zew (gp (e +o) )|,

These equations show the role of the built-in voltage: it allows large concentrations
of electrons (or holes) at the contacts. The diffusion arising from these large charge
densities must be balanced by a drift term; therefore a built-in voltage allows an
equilibrium state to exist with nonzero electric field.

The recombination and thermal generation rate. The need for an equilibrium
also partly determines the functional form that the recombination at the interface
must take. Since both electron and hole fluxes must be zero at equilibrium, the net
recombination and thermal generation rate R, must also be zero in this case. It is
natural to therefore write Ry as a product with

(2.16)

(2.17)  Ry= K(nlso-,pla=o+) (<n|x_o-><p|r—o+> ~ N exp (‘%»

and K(n,p) > 0. Here the rate can be seen as composed of two parts: the bimolecu-
lar recombination of electrons and holes (proportional to n|,—g-p|y—o+) and a ther-
mal generation proportional to the intrinsic charge density (—N7 exp(—*257F2+)).
Henceforth, for brevity, we refer to the net recombination and thermal generation rate
as the recombination rate. Since other properties also depend on the difference of elec-
tron affinity in the acceptor and the ionization potential in the donor, we define this
quantity as the pseudo band gap Fy = pi,— — pp4. Notice that this is not a band gap
in the conventional sense: usually a band gap is a property of a single material such
as the difference between the electron affinity and the ionization potential, whereas in
this case the pseudo band gap relates to the pair of materials. However, because it de-
fines the temperature dependence of the thermal generation of charges, it plays a very
similar role to the band gap in a traditional semiconductor. Writing the recombina-
tion at the interface in the form of (2.17) allows us considerable freedom in the choice
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of the function K. It could be a constant, giving us direct recombination, or it could
be proportional to the inverse of the charge densities, giving a Shockley—Read—Hall
(SRH) recombination. It could also depend on the electric field or on temperature.
SRH is appropriate for recombination via a single trap, but for an organic device it
may be more appropriate to modify this to account for a distribution of traps (see,
for example, [13]). Henceforth we assume SRH recombination by writing

(n]a=0-) (Ple=o+) = Np GXP(—Eg/(kT))>
1+ u1n|gc:0— + U2p|gg:0+ ’

(2.18) R, = K, (

where Ky, uy, and uy are appropriately chosen constants. This can be interpreted as
recombination controlled by a single intermediate state at the interface. If different
forms of the recombination were used, the form of some of the parameters in the
asymptotic analysis which follows would change, but this would not change the general
thrust of the model.

Boundary conditions. At the boundaries it is typically assumed that there are
many surface states so that local equilibrium is always retained. This is obviously com-
patible with the need to have an equilibrium solution (2.16). The resulting boundary
conditions at the contacts with the electrodes are

1

(2.19) nplo=—1, = Np exp <—k—T (Hn - — up)) :
1

(2.20) oleess = Nhexp (< Gins =) )

The final boundary conditions come from imposing the potential at the contacts,
the electron concentration on x = —L, and ensuring that the conditions (2.16) are
satisfied; they take the form

_ = E, Vi _V+V2n‘ -
n—nexp( 2kT+2/€T> and ¢ = 5 on z=-—L,

N3, E, Wy V+ Vi
p=_"exp < 5% T + kT and ¢ 5 on

(2.21)

The condition on p is equivalent to the assumption of Ohmic contacts (namely, that
the Fermi level in the semiconductor is assumed equal to the work function of the
metal) resulting in an electron and hole density which is independent of the applied
potential. Without loss of generality the boundary conditions on the potential have
been chosen to be antisymmetric in order to simplify later calculations.

2.4. Nondimensionalization. In order to analyze the problem we introduce
dimensionless variables, indicated by the superscript *. This allows us to consider
physically relevant ranges for the resulting dimensional parameters. For most of the
variables the scalings are straightforward. We take

LQ

r = Lx*, tzft*, n = Ign*, p = Iyp*,
_ kT
(2.22) 4, = %_’_kﬂ“w;’ b= 7(25*7 £ = &,
/J’nf"f'MnJr % DHO % DHO * DHO(] *
n— " 5 T ) n — ns = 7 ) =7 ’
" S KDY, Fo= R FL, Fp= TR I =2
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where the constant £ is a typical permittivity and D is a typical diffusivity, and we
choose the typical electron-hole concentration, Iy, to be given by

E
HO = ND exp (—%—OT) s

which has a role similar to the intrinsic carrier concentration used in inorganic semi-
conductor theory.

On substituting the above into (2.1)-(2.7) and (2.18)-(2.21) we obtain the fol-
lowing dimensionless equations:

on*  OF;
(2.23) o T o =0,
opr  OFy _
(2.24) 5 T e =0
o (Lo 1 .
- op |'*\ (on* 09"
(2.26) Fn = —hnexp <y or* (83:* T o )
. 00" |"/*\ (0pr . 0¢x
(2.27) F, = —Kpexp (V 9 <5x* +p 895*)

with the jump conditions on the interface

(2.28)
* 0" : :
[¢ ]m*:O = 07 £ 83:* = 07 [logn ]1*:0 = _Hn7 []'ng ]‘T*ZO = Hp7
z*=0
(2.29)
n*|w*:O,p*|w*:O+ _ >
]:* =0 = ]: z*_ 25 ?
[ n] 0 [ 0= (/\29 + UTL*|I:()— + (]- - U)p*lz:O‘*'

and the boundary conditions

Py
n |z*:—1 —N—eXp< b)

" 1 Dy D + Dy,
- Piler=—1= P < 5 Hp> s e 5
(2.30) y 1 R <<I>Zn)
T*=m — X
p N p
bz o+ q)bz
rr=m — N ) * r*=m —
n’| exp( 5 ) ) 5
The total current density is
(2.31) Jt=F, = F,
and the dimensionless energies of the LUMO and HOMO are
bn=rm 0 In= 79
(2.32) inxr<0 and inxz > 0.
* HP * * HP *
¢p:_7_¢ ’lr/)pZT_qs
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The dimensionless parameters in the problem are defined by

(2.33)
Do ; 1 o (= Es VLT 1/2
n — = = X ) = T 9
=D NEND (ur + w) P\ 2kT L \ 210,
DpO N n_ q
= Th Ny’ kT
]{,‘T 1/2
V:7<_> , po so__ LKo
qL u1 + usg 2D(u1 + ug)
M Hn+ — fn — Hp+ — Hp —
= — Hn = H =
m= kT P kT
q
b kTVb

We use existing physical data to consider the size of the various parameters. A
typical electron-hole concentration is, according to [1], Il = O(10??)m~3, device
width is about L = O(10~7)m, and the permittivity & is similar to the permittivity
of free space g9 = 8.85 x 10712A sV~"Im~!. Buxton and Clarke [3] take v = 5 x
10~*m'/2V~1/2, The charge on an electron is ¢ = 1.6 x 10~ °C. Using these numbers
we estimate the parameters in the model as

(2.34) A~0(1), y~O0(1), H,>50, H,> 50

and will therefore exploit the largeness of H,, and H, in our analysis. Other param-
eters in the problem are less well documented, and part of the motivation for the
analysis done here is to identify how the general behavior depends on these values.
For most parameters we shall assume that they do not take extreme values, however,
we find that the dependency of the voltage on the current is critically altered by the
value of ¢ (the ratio of the recombination rate to the diffusion rate). Unless 0 is very
small the voltage-current characteristic does not have the behavior observed in real
devices (e.g., [19]). We therefore make the assumption that ¢ is very small in our
analysis and indeed we find that the size of § is crucial in determining the electrical
behavior of the device.

Note that from here on we drop the superscript * notation from the dimensionless
variables.

2.5. Simplifications: Large jumps in electron affinity, no Poole—Frenkel
behavior, and an antisymmetric device. Using materials that are strong electron
donors and electron acceptors (i.e., H, > 1 and H, > 1) means that the concen-
tration of holes in the acceptor material and of electrons in the donor material are
extremely small. In a silicon device these minority carriers are responsible for carry-
ing much of the current, whereas in an organic device their role is insignificant. This
is because it is possible for the majority carriers in the donor (holes) to recombine
with the majority carriers in the acceptor (electrons) at the interface between the two
organic semiconductors. This corresponds to the major simplification that the elec-
tron concentration in the donor material and the hole concentration in the acceptor
material of an organic diode are both zero,

p=0 in z<0and n=0 in x>0,

which is justified by the extremely small sizes of exp(—H,) and exp(—H,). We also
make three other simplifications: that the Poole—Frenkel behavior is insignificant;
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that the device is at steady state; and that the device is perfectly antisymmetric,
corresponding to

(2.35) v =0, E_=¢yq, Kp = Fon, N_=1, m =1,
and by suitable choice of £ and D that specifically
(2.36) e_=ey =1, Kp = kn = L.

By assuming that the device is antisymmetric we can deduce that n(—z) = p(z)
(for 0 < 2 < 1) and that the electric potential distribution is antisymmetric ¢(—x) =
—¢(x). These simplifications allow a straightforward analysis of the problem, avoiding
much of the algebraic complexity, and reveal the general structure of the solution for
practical applications. In particular, the neglect of the Poole-Frenkel effect simplifies
the analysis without making major qualitative changes to the device behavior. We
discuss its inclusion in the conclusions.

After making these simplifications and considering only half the antisymmetric
device, the model takes the form

@ +p% — _J
oz oz .
(2.37) - in O<a<l,
__P
0x2 N2
20(p®|lo=0 — 1)
2.38 g 200 1)
(23 (0 -+plm0)
Dy D + Py,
(2.39) ple=1 = exp ( 2b ) ) Gla=1 = —Tb, @la=0 = 0.

3. Asymptotic solution of simplified model. We now attempt to find ap-
proximate solutions to the simplified model. In doing this we shall exploit the fact
that ¢ is an extremely small number in practical devices. We justify this assumption
by noting that in efficient devices the current varies by many orders of magnitude as
the potential across the device is varied from hard reverse bias to hard forward bias.
(In, for example, the devices fabricated by Potscavage, Yoo, and Kippelen [19] there
is a variation in the magnitude of the current by a factor of about 10° from hard
reverse bias to hard forward bias.) As we shall demonstrate it is possible to achieve
such large variations in the current only if recombination at the interface between
the two semiconductors is very difficult (i.e., § < 1). If the recombination is easy
the device acts predominantly as an Ohmic resitor. All other parameters are taken
to be order one except for the voltage ® and the current J which we vary in order
to find the relationship between ® and J. In fact we will need to consider different
regimes based on the sizes of these two parameters, relative to 4. We remark that
the dimensionless built-in potential ®,; = ¢Vj,;/(kT) is typically large in practice but
that in comparison to log(1/0) we still expect it to be small. Furthermore, we assert
that under these circumstances investigating the distinguished limit ®,; = O(1) still
yields valid results.

We start by defining the new quantities

1 No=—, J=:=
(3.1) EA e
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and substituting for p (in terms of ¢) in (2.37)—(2.39); this enables us to rewrite these
equations in the form

B3¢ 0p 9% - ,
(32) @-F%@—QJ in 0<ax<l1,
R 2 _N2
(3.3) ¢=0 and J= —5;“”_7(%: on z=0,
_ o4y »Po Pr; _
(3.4) ¢ = —— and o2 = P N, on z=1.

We now proceed to solve this ODE problem in the limits of small and large
currents to obtain the relevant current-voltage characteristics.

3.1. Small current limit. When the current is small, the system lies close
to the equilibrium solution in which drift and diffusion components of the current
density are large compared to the total current density and are almost in balance.
Physically this is a regime in which the current in the bulk of the semiconductors is
small and is determined by the rate of recombination at the interface. Formally we
investigate the distinguished asymptotic limit .J = O(8) and ® 4+ ®,; = O(1) but note
that the approximate solution we derive is asymptotically valid provided J< 1; this
is equivalent to requiring —® < log(1/d). Hence we look for an asymptotic solution
to (3.2)—(3.4) of the form

p=¢o+ b1+, J=0J14---.
Substituting this ansatz into (3.2)—(3.4) yields the following problem at leading order:

00 , 000 P00

(3.5) 5 5 D 0 in x>0,

2 2

. ~N
3.6 bo=0 and = Qe Na g
0—¢
— P0zxax
D+ Dy, Poo P _

3.7 ¢o= 5 and o — N, exp 5 on x=1.

Integrating (3.5) once and applying the boundary conditions (3.7) gives the relation

9% o
02

(3.8) = —N,exp (—%) exp(—o).-

This is all we need in order to derive the current-voltage curve since it allows us to
evaluate ¢g qz|e=0 using the fact that ¢g|,—o = 0 and hence to find J; from (3.6b).
This yields

. 2NZsinh(®/2)
(3.9) = N e @)

Thus this part of the current-voltage curve is given, on substituting for J and N,
from (3.1), by

sinh(®/2)
1+ N0exp(®/2)

(3.10) J ~ 45
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The solution for ¢o. Solving for ¢ from (3.8), together with the boundary con-
ditions (3.6a) and (3.7a), yields a solution that takes either the form

inh
(3.11) oo = —2log (%) , where A and p satisfy
(3.12)
sinh®’p D+ Py, 24* Py
3, N exp and 3, A Na exp y
sinh*(p + A) 2 sinh”(p + A) 2
or the form
(3.13) oo = —2log (%) , where B and ¢ satisfy
.9 , 2 .
. _sme _ ex ©+ Py and L = N, ex i .
(3.14) — p — p
sin“(¢ =+ B) 2 sin“(¢ + B) 2

Thus if N, exp(q;“) < 2, the appropriate form of the solution is (3.11)—(3.12), while

if N, exp(%“) > 2, the appropriate form of the solution is (3.13)-(3.14).

Reverse bias. In hard reverse bias when the applied voltage is much greater than
Dy, (3.10) reduces to

A N2
(3.15) Jy ~ 7‘1 as P — 0.
This corresponds to the reverse saturation current in a traditional Shottky diode. It is
also possible to look at the potential distribution in these conditions. This is done by
solving (3.12) and approximating the hyperbolic arc cosecant function by a logarithm.
The potential can then be written as

(3.16) bo ~ — 2.
2

A physical picture is easy to glean: in reverse bias some charges are generated ther-
mally at the interface and are being removed by a constant electric field. Since in
our model the thermally generated current is voltage independent, the reverse cur-
rent saturates. Figure 3.1(IT) shows this approximate solution and the corresponding
numerical solution for the dimensionless energy levels of the LUMO and HOMO (4,
and 1), respectively) as defined in (2.32).

Forward bias. In forward bias, the potential is large and negative, and in this
case (3.10) can be approximated by an exponential:

. [}
(3.17) Ji ~ —N, exp (—5) as ¢ — —oo.

This situation is very similar to the standard solution to the Shockley equation where
the forward bias current is written as J o« exp(—®/n), where n is the so-called
ideality factor. The ideality factor we obtain here is therefore equal to 2. This is
because in the limit of large charge density and in an antisymmetric configuration,
the SRH recombination term varies as the charge density. Since the charge density
at the interface is proportional to exp(®/2), the ideality factor is 2. If we had used
bare recombination, where the recombination flux is proportional to charge density
squared, we would have obtained an ideality factor of 1.
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Fic. 3.1. Diagrams showing the dimensionless energies of the LUMO, 1y, in x < 0 and the
HOMO, p, in z > 0. Both diagrams assume a pseudo band gap E4 of 40 (1 eV) and ®p; = 12 with
A = 1. However, in (I) ® = —22 corresponding to a device in forward bias, while in (II) & = 38
corresponding to a device in reverse bias. Shown are solutions calculated directly from the numerical
solution to (3.12) (dotted lines) and ones derived from the approzimate solutions (3.19), in forward
bias, and (3.16), in reverse bias (solid lines).

By assuming that both —® > 1 it is again possible to obtain approximate ex-
pressions for the potential distribution both in an exponentially narrow layer in the
immediate vicinity of the junction (i.e., for z = O(exp(—|®|/4))) and away from it
(i.e., for z = O(1)).2 Rather than write both these expressions we write a uniformly
valid asymptotic expression for the potential throughout 0 < z <1,

eI/
sin (7'(' (;1;—|—€26_‘<I>|/4)) 5

/2
where & = ~ and & < 1.

This form of the solution is appropriate for studying both the potential distribu-
tion at equilibrium and in forward bias. An example showing the dimensionless en-
ergy levels of LUMO and HOMO in forward bias (calculated from (3.19) and (2.32))
is shown in Figure 3.1(I). Here, as the bias is increased, the levels bend further and
further at the interface, increasing the charge density. The increase in charge density
drives a greater current through the device. At forward bias electrons are injected in
the donor, holes are injected in the acceptor, and they annihilate at the interface.

(3.18) ¢o ~ —2log <

3.1.1. The large current large potential asymptotics —J = O(log(1/9)),
—® = O(log(1/9)). As the voltage becomes larger in magnitude (in forward bias),
the charge density at the interface increases exponentially as does the current. This
increase in current can only continue in quasi-static equilibrium so long as the increase
in drift current toward the interface can be matched by a similar increase in diffusion

2The asymptotic expansion remains valid provided |5j1| < 1, which is equivalent to the condition
|®| < 2log(Ng/9).
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away from the interface. Such a diffusion relies on draining the bulk of the semicon-
ductor away from the interface of charges, and this cannot be sustained indefinitely.
For sufficiently large voltage the current is controlled by the transport in the bulk of
the device.

Here we write J = log(1/6).J., where J, < 0 and —J, = O(1). In terms of this
new variable the steady state equations are

Po  090%¢ - 1 :
7 J ;w — th
(3.20) =0 and |J|= Toe(1/3) 0 — o on z=0,
O+ Dy 0%¢ B ‘ _
(3.21) ¢ = — 5 and Frch —Ng exp (Pp;/2) on xz=1.

In order to study this problem we need to investigate the boundary layer about z = 0
whose width is found by balancing the right-hand side of (3.20b) with the modulus
of the current density |.J.|.

Inner region (IT). The role of this boundary layer region is to match the charge
density to the recombination condition. This is a region in which a quasi equilibrium
holds with a high concentration of charge and is reminiscent of an inversion layer.
Immediately adjacent to the semiconductor interface on x = 0 we introduce the scaled
variable 1 which is related to = via

51/2
(log(1/6))172 "

In terms of this new variable the equations and boundary conditions (3.19)—(3.20)
become

PBo 9090 [ ap, (1) .
(322) (9—773—’_8_’/]8—’/]2 =01|6""log <g> in n>0,

g, = (log(1/6) N
(3.23) ¢=0 and [|J.|=— 7;;77777 ~5(loa(1/0))-18 on 7 =0.

Expanding ¢ as
oI = g{ID 4.
and substituting into (3.22)—(3.23) yields the leading order problem
ey’ oeyD 020y

= O7
on? on  0n?
92 (I1) .
(bgn) =0 and ;)7722 = —|Jy] on n=0
with solution
L 1/2
(3.24) o =21og [ 1+ |2 g

We now require matching this to an outer region on the O(1) lengthscale. However, in
order to do this, we need to introduce an intermediate inner region and match across
this region from the inner to the outer. In this intermediate inner region (as in the
inner region) a quasi equilibrium exists.
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Intermediate inner region (I). Here we rescale about the interface on x = 0 by
introducing the new variable £, defined by

x:Ej%ﬁ, (€=20"200g (1/3))/* )

in terms of which (3.19) can be rewritten as

Bo  990%  2L

98 T T g (1)

Matching to the leading order solution in the inner region we see that the expansion
for ¢ proceeds, in powers of ¢, as follows:

(3.25) #) =log (%) — log (log (%)) + qsél) N

Proceeding to O(1) in the expansion of (3.25) gives the following equation for
05

oy | 0°0y 903"

oes €2 Of =0

with solution
o = C + 2log (sinh (M¢)),

where the constants C' and M are determined by the matching conditions. Matching
to the leading order inner solution implies

i 1/2
¢(1)~2log 7* 13 as £—=0
and thus implies that
I
(3.26) ) = log | 2| — 21og M + 2log (sinh (M¢)) ,

where the remaining constant M is determined by matching to the outer region.

The outer region (o). Finally we get to the outer region in which we solve (3.19)
with boundary condition (3.21) (where x = O(1)). This is the region where drift
dominates: the semiconductor has a uniform charge density and a constant electric
field dictated by the current. By matching to the solution in the intermediate inner
region it becomes apparent that the asymptotic expansion of the solution in the outer
region takes the form

1\ 1\ (o), (o
¢<0>:1og(5) ¢5>+1og<1og<5>)¢§’+¢§)+---,

1 1
<I>+'1>bi=10g(g) Eo+1og<1og<g>)51+52+....
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Substituting into (3.19) leads to the leading order equation (béo)m = 0 with solution
oy = Av + B,
where A and B are constants. Proceeding to O(log (1/4)) in (3.19) and (3.21b) gives

0 2|J. 0
N |A o and ) Jam1 = —Ngexp (®4;/2)

from which we conclude that A = 2|.J,|/(N, exp (®p;/2)) so that
2[.J.|
N exp (P /2)

Proceeding to O(log(1/6) log(log(1/4))) and to O(log(log(1/0))) leads to the result
that

(3.28) o) =K, = E =-2K,

(3.27) () = z+ B.

where K is a constant.
Matching and the large current current-voltage curve. Matching between the so-
lution in the intermediate region, (3.25), and the solution in the outer region, (3.27)—

(3.28), at the two lowest orders asserts that B = 1 and K = —1. Hence, the two
leading order terms in the outer region are uniquely determined as

o 2|, o
(3.29) o) = A 1, ¢ =-1.

O Nyexp (®p/2)
Applying the boundary condition (3.21a) to this solution allows us to determine the

two leading terms in the potential drop across the cell as

4|J,|
: Sg=———1"* 2 and = =2
(3.30) 07 " Naexp (4:/2) and =

Thus this part of the current-voltage curve is given, on substituting for J and N,
from (3.1), by

(331) T~ % <(<I> + Byy) + 2log(1/6) — 2log (log (%))) exp (®y:/2)

Notably J varies linearly with @, the result of Ohmic dissipation in the semiconductor
bulk, which becomes significant for sufficiently large forwarded biased currents.
Matching the intermediate inner to the outer to find M. As & — oo the solution

(3.26) for g) (the second order intermediate inner) has the far field behavior
oD ~2ME as € — oo
This term matches onto z-dependence of the leading order outer solution as = — 0.
Looking at (3.29) we can thus identify
A
N, exp (P /2)

so that (bél) is uniquely determined as

oA - 2]
— 2log (W) + 2log <smh <W§>> .

J.

65" = log
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3.1.2. The intermediate current asymptotics: J < 0 with J = O(1),
D +P 4y = —2log(1/6) + O(1). In order to complete the asymptotic description
of the current-voltage curve we consider the intermediate current asymptotics. Es-
sentially this is the regime in which the potential is too small for drift to deplete the
charges in the bulk of the semiconductor, yet too large for quasi-static equilibrium to
dominate the current-voltage characteristics. Here it is possible to find analytic so-
lutions to differential equations for the drift diffusion process, but the transcendental
equations that result from fitting this analytic solution to the boundary data have no
explicit analytic solution.

Outer solution (o). Here we look for an asymptotic solution to (3.2) and (3.4) of
the form

1 o o
¢(°):10g<3> oy

1
@+‘bbi:10g<g>50+51+"'.

To leading order we find

(3.32) (béo) = constant = —?,
while at the next order we retrieve the following problem for ¢§i):
00y 991" *9\”
Ox3 dx  Ox?

= —2]J|,
(3.33) .
9?9y’

Ox?

2 2

= —Ng4 exp (%> ) ¢§O)|w:1 = _11~
z=1
In order to couple this solution to the boundary conditions on £ = 0 we need to
introduce an inner region.

Inner region (i). The inner variable v is defined by

z=0"Y%y
such that (3.2)—(3.3) now read
3 ¢ 0? A
(3.34) 8—;35 + a—fa—ﬁ =—26%2J] in x>0,
. 2 _ 5272
3.35 6=0 and |Jj=o=0Na 0,y
P — 00
We expand ¢ in the inner as follows:
¢(i) — (bgz) ..
At leading order ¢§i) satisfies the problem
o) | 09 00" _ = 99" 60y = 0
ov3 ov  Ov? ’ o2 . ’ 1v=0 ’
with solution
L11/2
(3.36) o =2log |14+ v
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Matching. Taking the large v limit in (3.36) gives

oft)

Writing this in terms of the outer variable v = x/§'/2 gives

¢§i) ~ 2logv + log %

J
2

(3.37) & ~ log <§) +2logz +log| S|+ 0O (51/2) :

Matching to the outer problem at leading order gives

(3.38) =1 Z=-2

At next order the matching condition (3.37) provides conditions that close (3.33), the
outer problem for ¢§o)

¢§"> ~ 2logx + log

J
5’ as x — 0.

The full outer problem. This is found by combining the above matching condition
with (3.33),

83¢§0) N 3¢§O) 82(;550)

: = —2|J
(3:39) o3 dx  Ox? 11
9% Dy,
4 E =-N, ’
(3.40) | = Neew (3.
(3.41) (bgo) ~ 2logx + log %‘ as x—0

with the correction to the potential being given by the solution to this problem via
(3.33¢). The exact solution to (3.39), which was independently derived in [2], is

01" = 2log |BAI(J" (@1 — 2)) +4Bi(| /(a1 — )]
where 1, [, and «y are arbitrary constants and Ai(-) and Bi(-) are Airy functions
of the first and second kinds, respectively. Requiring that the solution satisfies the

matching condition (3.41) determines v and 8 so that the solution can be written in
the form

¢\ = log

|,

Bi(J] 200 Ai( 1 (@4 — 2)) = Ai(T ) Bil T — 2))
L3 (AQ(1T /0B (1 1/30) = Bi([ /5 AT (1T 1/521))

+ 2log

Ai’(-) and Bi’(-) are the derivatives of the Airy functions of the first and second kinds,
respectively. The final condition (3.40) leads to a rather complicated transcendental
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Fic. 3.2. Typical current-voltage curves derived from the low-current asymptotics (3.10)—
shown by dashed curve—jfrom the intermediate asymptotics (3.42)—shown by a solid curve—and
from the high-current asymptotics (3.31)—shown by a dot-dashed curve. Here ®p; = 4, § = e~ 8,
A =1, and 0 = 0.4. The left panel shows the low-, intermediate-, and high-current current-voltage
curves. The right panel shows only the low-current approrimation.

equation which can be solved to find the final parameter x;. The correction to the
potential is given by (3.33¢) so that in this case

_ J
=1 = —2log 3

Bi(|J["2a) Al(|J]/5 (21 — 1)) — Ai(|J]"Pan)Bi(| /3 — 1)
| J[V/3 (Ai(lj|1/3$1)Bi’(|f|1/3w1) - Bi(lj|1/3x1)Ai’(|f|1/3ﬂr1))

—4log

and the intermediate current-voltage curve is given by

P+ &p; = —2log

Sl

Bi(|J|"/321) Ai(| /3 (21 — 1)) — Ai(|J]Pe1)Bi(|J]/5 (21 — 1))
RIRS (Ai(|j|1/3x1)Bi’(|j|1/3x1) - Bi(ljl1/3x1)Ai’(|j|”3x1))

(3.42) —4log

where J = —J/(2)2).

3.1.3. The current-voltage curves for small, intermediate, and large J.
In (3.10), (3.31), and (3.42) we have derived asymptotic expressions for the current-
voltage curve in the limits of small, large, and intermediate currents, respectively. An
example of the results obtained using these expressions is plotted in Figure 3.2 for
Oy, =4, =¢85, A=1, and 6 = 0.4 (where the dashed lines represent the results of
the small J asymptotics, the dot-dashed line that of the large J asymptotics, and the
solid line that of the intermediate asymptotics). As alluded to previously the small
current asymptotics indicates that the current saturates in hard reverse bias with
J ~26/(N\%0) as ® — +o0o (see Figure 3.2, right) and that it grows exponentially with
—® in hard forward bias with J ~ —2§exp(—®/2) as & — +oo (again see Figure 3.2,
right). However, for significantly large negative potentials (when ® + ®;; becomes
comparable with —21og(1/d)) the exponential growth ceases and is replaced by linear
growth of the form J ~ ((® + ®;) + 2log(1/6)) exp (Pr;/2) for potentials ® + Py,
significantly less than —21log(1/d). This linear growth is shown by the dot-dashed line
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in Figure 3.2, left. Notably there is a mismatch between the asymptotic expressions
for the current-voltage curve in the vicinity of ®4®;; = —21og(1/4) which is explained
by the intermediate current asymptotics (solid line).

4. Inclusion of a photo-generated current. Light absorbed in organic pho-
tovoltaic diodes produces excitons (strongly bound excited electron-hole pairs) that
diffuse through the acceptor and the donor until they either recombine, releasing their
energy as heat, or meet the acceptor-donor interface, where they can separate (typ-
ically in a multistage process whose details do not concern us here) into a hole in
the donor and an electron in the acceptor. We can model this process by including a
source term for electrons and holes on the organic-organic interface at « = 0 replacing
the dimensionless equation (2.13) by

Jpho
[-Fn]wZO = [}—p]wzo = % — Ry (n|w:0_7p|120+) )

where Jpnot is a positive variable representing the contribution to the electric current
density from the dissociation of bound excitons at the interface. On nondimensional-
izing (as in section 2.4 with Jphot scaling like the current density J ), approximating
the electron and hole densities in the donor and acceptor, respectively, by zero (as in
section 2.5), and assuming that the diode is antisymmetric (as in section 2.5) leads
to a modification to the dimensionless-antisymmetric model (2.37)-(2.39) in which
(2.38) is replaced by

25(p2|w:0 —1)
(A20 + ple=0)

Provided 0 < Jphot < 1 and —® < log(1/d) the small current asymptotics as ex-
pounded in section 3.1 are appropriate. In this regime the leading order solution
for the potential is independent of the current density and the leading order current
density is derived directly from the solution for the leading order potential. In the
modified current equation J — Jphot plays the role of the current density in (2.38).
It follows that the leading order current density derived from (4.1) is exactly that
derived in section 3.1 with the addition of Jyne so that (3.10) is modified to

sinh(®/2)
14+ A20exp(®/2)

(4.1) J — Jphot = —

(4.2) J ~ Jonot + 46

5. Comparison to experimental data. As summarized in section 3.1.3, the
asymptotic model yields the form of the current at low and high voltages as expressed
in (3.10) and (3.31). When a conventional equivalent circuit model is used to model
the device, the diode and series resistance behaviors of a cell are characterized by
parameters with no physical interpretation. Conversely our model allows us to relate
both of these behvaiors to a single set of physical parameters. The novel element
to this work therefore is that it relates series resistance and the dark current Jy to
the same set of parameters. Physically this is because we find that at high voltages
current is limited by the resistance of each layer, whereas at low voltages it is limited
by the recombination fluxes.

As an example we consider the dark current of a pentacene fullerene bilayer
which was recently discussed by Credgington et al. in [4]. Our focus here is not to
investigate the physical origin of the recombination current but rather to show how
both high and low voltage parts of the J-V curve are related. In order to compare
our idealized device to real data, it is necessary to account for two effects: shunt
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resistance and series resistance. Comparing experimental data to our model, it is
evident that real devices have a much smaller resistance at zero bias than is predicted
by our idealized bilayer. In keeping with the literature [4] this behavior is attributed
to pinholes which act as short circuits between the two contacts. This can be modeled
by adding a constant linear shunt resistance in parallel to our idealized, pinhole-free
one-dimensional device. Furthermore, it is important to remove the load resistance
from the experimental data before extracting the model parameters. For example,
Credgington et al. used a resistor with resistance Rj,qq = 60 {2 to measure the current
across the devices. Therefore we removed this contribution to the series resistance
by transforming the measured experimental voltage V.., into the real bias across the
device as V = Vegp — J(Veap) RioadA, where A is the area of the device.

In order to fit real data it is helpful to convert (3.10) and (3.31) into the conven-
tional notation used in equivalent circuit models. At low bias, including the shunt
resistance Rgpunt, the dimensional model takes the form

B \%4 Vq
(5.1) Jsmall(v) = R A + Jo (exp (2kT> 1) .

Similarly, at high bias, the dimensional form of the equations becomes

(V —W)

(52) JlaTQE(V) - ARserics .

The parameters of these equivalent circuit models can be related to the parameters
of our model as follows:

(5.3) Jo = 2Jpé,
2kT 1
o e B (1)
q )
2 kT —qPp; 2 kT —qVo
. A series — - )
(5:5) R Tpg P < 2kT ) g Jpo ( okT )

where we have introduced the notation Jp = q% for the diffusion current den-
sity used to nondimensionalize currents. Note that (5.4) and (5.5) only allow us to
determine the combination Jpd, whereas (5.5) does not allow us to find either ®y;
or § independently. The main observation we make is that Jpd can therefore be
determined experimentally in two independent ways: either by measuring Jy or by
measuring Rgeries and Vj.

Fitting the data using these two methods gives values of Jpd = 7.2 x 1072 Am 2
and Jpd = 2.8 x 1073 Am ™2 using the low and high bias formulae, respectively. These
parameters were obtained by applying a least squares fit to (5.1) and (5.2) using data
only at extreme ends of the voltage range. Figure 5.1 shows a good fit for such models
and lists the values found. Taking values for the electron diffusivity in fullerene of
6.3x 107 %m?s~! and assuming an intrinsic carrier density Iy of 2.5 x 102°m =3 [15], we
find that 6 = O(5 x 107?), which justifies our asymptotic treatment of the problem.
Of course, the value of Jpd could be obtained using more sophisticated techniques, for
example, by numerically simulating the entire J-V curve. However, our main result is
that the two values found are very similar and hence that extremes of the curve can
be fitted consistently with a single model. In addition, we note that we developed the
model for a highly simiplified case, assuming the device to be symmetric and using
SRH recombination via a single trap level (so that the ideality factor is necessarily
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Fic. 5.1. Ezperimental (line) and modeled (symbols) dark current characteristic for a fullerene-
pentacene bilayer device. The data shows the logarithm of the current density. The experimental
curves were fitted using (5.1) and (5.2) with parameters Rgpun: = 153k, Jo = 1.43 1076 Acm =2,
Vo = 0.506 V, Rseries = 160Q2. The device parameters were Rjoqq = 60, A = 0.045¢m?, and
finally kTT =25mV.

2). These simplifications could be removed, the analysis repeated, and more accurate
physical parameters determined. However, it is important to note that an excellent
fit has been obtained without such complications, indicating that the essence of the
physical process has been captured in the model.

6. Discussion and conclusions. The asymptotic analysis presented in this pa-
per is successful in predicting analytic relationships for the current-voltage curve of a
flat organic semiconducting diode. The curve has three distinct parts: the low-current
part is characteristic of a conventional diode showing current saturation in reverse bias
and exponential behavior in forward bias; the high-current part is dominated by the
Ohmic resistance of the bulk, usually interpreted as a series resistance; and there is a
subtle intermediate-current behavior that covers a relatively small range of potentials
and currents and which smoothly connects the other two parts. The current-voltage
curve displays the same features as the phenomenological Shockley equivalent circuit
model with small shunt resistance (see, for example, [19]). That is, in reverse bias, it
saturates to a constant current, in forward bias it displays exponential behavior, and
for very large forward bias the behavior is linear. As shown in [19] such models can be
very successfully fitted to experimental data. For the simple model presented here the
ideality factor is always 2. This is a consequence of the recombination law assumed at
the interface, which is in our case proportional to charge density. Recombination laws
with a different dependence on charge density could be exploited to model different
ideality factors.

The diode can act as a photovoltaic device when exposed to radiation of the right
wavelengths. This leads to the generation of excitons states (strongly bound electron-
hole pairs) which, if they reach the acceptor-donor interface before recombining, can
separate into an electron in the acceptor and a hole in the donor and drive an electric
current. Typically organic photovoltaics operate in the low-current limit, in which
the device lies close to its equilibrium. In this limit the additional photo-generated
current J,; has the effect of shifting the current-voltage curve (as plotted in the right
panel of Figure 3.2) up the J-axis by an amount Jppot.
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The analysis presented has assumed that the Poole-Frenkel effect is negligible.
Notably this effect does not change the small current behavior since the system is in
quasi equilibrium away from the interface. The Poole-Frenkel term does, however,
change the position of the intermediate region of the current-voltage curve and in
particular delays the transition to the high-current (and intermediate) limits since it
enhances diffusion at high electric fields, thus keeping the system near quasi equilib-
rium for longer. In the high-current limit the nonlinear resistance encapsulated in
the Poole-Frenkel effect leads to a nonlinear current-voltage curve that in the limit
of large (negative) applied voltage ® has asymptotic behavior that depends upon the
Poole—Frenkel parameter v through

log(—J) ~ v <_T

In fact our analysis points to the interesting observation that it may be possible to use
the series resistance part of the current-voltage curve to better understand transport
in the bulk of the semiconductors.

The analysis performed here forms the basis of an understanding of the behavior
of organic photovoltaic devices. The effects of illumination of the photovoltaic device
have been considered where the photovoltaic generation is relatively small and could
be treated more generally together with a description of the behavior of the generation
and transport of excitons, as well as their dissociation, into electrons and holes at the
interface. In practice the interface between the donor and acceptor in a photovoltaic
device is rarely planar and is typically manufactured with a highly convoluted struc-
ture in order to maximize the chance of excitons diffusing there. For such devices
we believe that an approach based on homogenizing the drift diffusion equations in
acceptor and donor over the scale of the microstructure may be more appropriate.
Extending the analysis to account for these and other phenomena remains an open
question.
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