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A detailed theoretical study of cascade ionization of air by rf fields and by laser beams is
given. Experimental rate constants for energy loss, ionization, and attachment are used.
The Boltzmann equation for the electrons is solved in both classical and quantum form. Pro-
visionis made for both single-photon and multiphotonionization and detachment processes. The
latter processes have been incorporated parametrically inour calculations owing to the lack of a
quantitative description of multiphoton absorption. Possible anomalies in comparison with
available experiments are noted for photons in the 1-2-eV range when the illuminated volume

is large.

L. INTRODUCTION

The cascade breakdown, or ionization, of a gas
by rf electric fields has been studied in some de-
tail, both theoretically and experimentally.! More
recently, breakdown experiments have been re-
ported®= with intense focused laser beams. Such
experiments have been done at wavelengths A
=10.6 u (COy), A=1.086 yu (neodymium), x=0.694 p
(ruby). Some aspects of these experiments do not
seem to be consistent with simple extrapolations
from the microwave regime. This is not neces-
sarily surprising since the photon energy ¢, is
equal to 1.24/x eV (the wavelength ) will always
be expressed in microns in this paper) is not neg-
ligible on an atomic scale. That is,

€=0.12eV, Xx=10.6 pu
€=1.17evV, 1=1,06 u
€=1.79eV, X=0.69 u.

(1.1)

In this paper we shall discuss the breakdown
phenomena in air near 300 °K. Account will be
taken of the appropriate molecular processes and
the classical Boltzmann equation will be solved to
give a detailed description of the cascade ioniza-
tion phenomena. We shall see that this provides an
adequate description of the microwave regime, but
is inadequate when the photon energy becomes sig-
nificant. A modified Boltzmann equation, taking
account of the discrete photon energy will then be
used and the results compared with available ex-
periments.

At sufficiently low frequency air will break down
when the rms electric field intensity is greater than

E=[30 V/cm]x[air pressure in mm Hg] .
(When the frequency is low enough that breakdown

can occur during a fraction of the rf cycle, E; is

5

the peak field.) At higher frequencies Ej scales
linearly with f, the frequency. We shall find the
power per unit area P more convenient to use than
the field intensity E, these being related by

E=(1.94x10%) P2,

where E is the rms field in V/cm and P is ex-
pressed in MW/cm?.

The breakdown phenomena in air for radiated
volumes large enough that diffusion losses are neg-
ligible was reviewed some time ago by Kroll.® He
expressed the threshold power flux for breakdown
in the form

Py=1.44(p% +2.4%x10° %) MW/cm? . (1.2a)

Here pjy is the atmospheric pressure in units of
standard pressure and f is the rf frequency in units
of GHz. Reexpressed in terms of the wavelength

A (in microns), Eq. (1.2) has the form

Pp=1.44(p%+2.2X10° ) MW /cm?, (1. 2b)

Equation (1. 2) is descriptive of data obtained
by MacDonald’ and Scharfman and Morita.® We
emphasize, however, that it is based on observa-
tions at microwave frequencies and pressures much
below atmospheric (pr<<1). Extrapolated to laser
frequencies and higher pressures Eq. (1. 2) pre-
dicts the powers shown in Fig. 1. As we shall dis-
cuss later, this prediction seems to overestimate
the breakdown power by more than an order of
magnitude under certain conditions.

In discussing breakdown, we shall restrict our-
selves to the early phase when

e <n(Ng) , n,<n(0y) . (1.3)

Here #n, is the free-electron density and #(N;) and
n(0;) are the respective densities of N, and O,.
Since we are assuming the air temperature to be
near standard, we may write
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FIG. 1. Breakdown power as a function of photon wave-
length as predicted by the microwave formula (1. 3).

n(Ny) = (2. 01X 10') pr cm™® |

(1. 4)
n(0z) = (5. 36X 10%®) pr cm™ |

The condition (1. 3) permits us to neglect the role
of positive ions. The negative ions O,” and O™ are
of importance in determining the breakdown thresh-
old and we must calculate the respective densities
7n(0,7) and #(0~). Other chemical species will be
neglected.

The breakdown process is governed by the source
of energy and the sink of energy for the free elec-
trons, and also by the loss of free electrons from
the radiated volume. The energy source is the
electromagnetic wave. In the microwave regime
this provides Joule heating. In the quantum regime
the net effect of inverse and stimulated brems-
strahlung provides the mechanism of electron heat-
ing. The sink results from the transfer of energy
from the electrons to O, and N, by exciting rota-
tional, vibrational, and electronic levels.

In Table I we summarize some excitation and
ionization energies which will be needed. (The
particular choice of electronic levels is explained
later.)

In the classical theory the only source of elec-
trons is provided by ionizing collisions of elec-
trons with O, and N,;. To ionize, an electron must
have passed the energy loss “hurdles” to have

reached an energy greater than 12 eV. Electrons
may be lost by attachment to O, and O and by dif-
fusion out of the radiated volume. Cascade break-
down occurs when free electrons appear at a faster
rate than that at which they are lost.

At laser frequencies an additional source of
electrons may be provided by photoionization and
photodetachment with laser beam photons. If ¢,
is greater than the required threshold energy, a
single photon can produce a free electron. When
€, is less, multiphoton absorption can lead to photo-
ejection of electrons.

At the power levels required for breakdown single-
photon ionization processes will be very fast. The
photon flux is

¢,= (5x10**) AP (photons/cm?)/sec . (1.5)

Since photo-cross-sections tend to be in the range
from 107'% to 107 cm? the time to photoeject a
given electron [when energetically possible] is
about 107%/AP sec.

Multiphoton absorption tends to be slower, but
can still play a significant role in the breakdown
processes. In the wavelength range from 0.7 to
10 u, photoionization of N, and O, does not seem
to be of much importance. Reference to Egs. (1.1)
and Table I suggests that photodetachment may be
quite significant. Also, we may anticipate that
photoionization from excited states (created by
electron impact) of N, and O, may be of importance.

The multiphoton absorption phenomena are com-
plicated and not at present quantitatively under-
stood. Bebb and Gold® have done perturbation the-
ory calculations. Because of the difficulty of doing
the sums over intermediate states, their results
are somewhat qualitative. A ‘“tunneling” mecha-
nism in the electric field of the beam has also been
studied. 1! It is to be noted that Stark broadening
of lines may greatly enhance the multiphoton-ion-
ization process. In particular, where the line
width is greater than the spacing, the electron can
sequentially absorb photons by inverse bremsstrah-

TABLE I. Some atomic constants.

Tonization thresholds
Ny: 15.58eV, Oy 12,06eV
Detachment energy
0,7: 0.44eV, O°: 1.46eV
Vibrational energy spacing
Now!Z)): 0.29eV, Op(®Z): 0.19eV
Electronic excitation
N,(A3Z}): 6.7eV, 0,(43%)): 4.5eV

Nya!I): 8.4eV, 0,B3Z,): 8.0eV
N,(C311): 11.2eV, Oy(=): 9.7eV
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To illustrate the possible effects of multiphoton
absorption we consider a simple model due to Toz-
er, 13 which provides a result very similar to that
of perturbation theory.

Let AE be the energy required to eject an elec-
tron. The required number of photons # is that in-
teger just greater than AE/¢,. These must be ab-
sorbed in a time

T~h/€,=4.1x107/¢, sec , (1.6)

where in the last form ¢, is expressed in eV. The
mean number of photons arriving in time 7 in an
area 0=2x10"" cm?® is

f=¢,0T7=4.0x107 (AP/¢,) . (1.7)

The rate at which a given electron is ejected is then
Ly <Gr (1.8)
T m=n m:

For 7 <1, we take e7=1 and keep the first term
only to obtain

(1/7) (m)"

rate~ 7
n!

(1.9
We illustrate Eq. (1.9) in Fig. 2 with two ex-
amples, for both of which €,=1.17 eV. In the first
we take AE=1, 46 eV, corresponding to O7, with »n
=2. In the second we take AE=3.5 eV, with n=3.
We emphasize the qualitative aspect of this mod-
¢l. It does suggest, however, that for x<1.0 u
negative ions will not survive in a laser beam of
the anticipated power level. (Application of the
more elaborate theory of Keldysh!! leads to a simi-
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lar conclusion.) It also suggests that photoioniza-
tion may occur with significant probability from the
excited electronic states of N, and O,, the mecha-
nism being a sequential photoexcitation process to
higher excited states andeventual ionization.

In the following sections we shall discuss the
cascade breakdown process in some detail. The
classical Boltzmann equation is presented in Sec.
II. The appropriate rate constants are described
in Sec. III. In Sec. IV we present the Boltzmann
equation with modifications to take account of the
finite photon energy. The results of numerical in-
tegration of the classical Boltzmann equation are
given in Sec. V, while in Sec. VI are given the re-
sults obtained from the quantum version. Finally,
in Sec. VII we compare our calculations with some
experimental observations.

II. BOLTZMANN EQUATION

Where numerical results are given, we shall ex-
press energies in eV, lengths in cm, and time in
sec.

The Boltzmann function describing the distribu-
tion of electrons at position X and time ¢ and having
an energy € is written as F(X, €, t). The normal-
ization of F and the effective temperature T, are
determined by

ne=[  Fde, in, T,=f, <Fde. @.1)

The equation satisfied by F has been derived by
Allis'* and discussed in some detail in Ref. 1. We
suppose the rf electric field in the radiated volume
to have the form
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E=vV2 Eycos[(21x10° ft] . (2.2)

Then the Boltzmann equation is of the form

8F 2 _, 8 (3 32 8 F)
- v — (2 —
57 3mv, © T *he <3€ Qs 5¢ a2

+‘3‘a€‘ [QvF]+fG(e, ¢)F()ae'-A"F (2.3)

[valid only in the linear regime (1. 3)].

Here m is the electron mass and v,(€) the mo-
mentum transfer collision frequency. The Joule
heating rate per electron is determined from the
quantity

Q (€)= (e¥/m) v (€) [v2+(3.94x 10" f2 EZ |
(2. 4a)
where e is the charge on an electron. If we ex-
press E% in terms of the power flux P, this be-
comes

Qs(€)=(6.7%x10%%) v,
x[12+(3. 94x 10'%) 21 P eV/sec . (2. 4b)

(Note that the units of @, here are eV/sec and P is,
as before, expressed in MW/cm?)

The quantity @,(¢) in Eq. (2. 3) represents the rate
of transfer of energy from an electron of energy
€ to rotational and vibrational levels of O, and Nj.
The rate of loss of electrons at energy ¢ is ex-
pressed by A’(¢€), while the rate of appearance of
electrons at energy € is [ GF de’.

The first term on the right-hand side of Eq. (2.3)
represents the rate of loss of electrons from the
radiated volume due to diffusion. We shall here

follow the custom of rewriting this by setting
VEF=-1/A%F | (2.5)

where A is the “diffusion length,” assumed to be
energy independent. This lets us define

Aple)=[2¢/(8mv,)| A2 (2.6)

as the rate of loss of electrons of energy € due to
diffusion. We also define

Ae)=A(e) + Ap(e)

and rewrite Eq. (2. 3) in the form

3F _8 [z 52, 8 ( F 2
9l o€ [3€ @ 5e (T72) |5 (@F)

2.7

+ I Gle, €YF(e')de’ -AF . (2.8)

The expression (2. 6) describes free-electron
diffusion., This is valid when A < R,, the Debye
length. When A>>R,, A, must be replaced by the
ambipolar diffusion coefficient, Since we are in-
terested in the onset of the cascade phenomena, we
shall use the free-electron diffusion coefficient
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(2. 6). If the process is followed to electron den-
sities greater than 10%/A% the ambipolar diffusion
constant should be used. Our calculations may
easily be modified to account for this by the sub-
stitution

A= (u/p) 202360 . 2.9
The electron loss rate A is of the form
A(e)=A(e)+ A (e)+ Ay(e)+ Ap(e) . (2.10)

Here A; is the rate at which an electron of energy

€ ionizes O, or N,. A, is the rate at which an elec-
tron of energy € undergoes collisions which excite
electronic levels of O, or N,. Finally, A, is the
rate at which an electron of energy € attaches to O,
or O.

The quantity [ G(¢, €’) F(¢’) de’ represents the ap-
pearance of electrons at energy € due to reactions
initiated by electrons of energy €'. The relevant
processes for our application are excitation of

electronic levels and ionization. We have
| Gle, €)F(€')de’ de= [ Ag(€)F()de= W,
(2.11)
where
Ar=2A;+A, . (2.12)

The quantity W represents the total number of elec-
trons emerging from these reactions. The form
(2. 12) is seen to satisfy particle conservation,
since two electrons emerge from each ionizing col-
lision. Evidently, G(¢, €')=0 for €>¢’, corre-
sponding to the fact that the reactions involved are
endothermic.

A commonly used approximation is that of setting

J Gle, €)F(') ae’= wa(e) . (2.13)

This satisfies particle conservation but violates en-
ergy conservation. To satisfy both conditions we
shall assume that

J Gle, ) F(e) de' =N, B(e) [~ Ap(¢') F(€") ae’
(2.14)
with
Ble)=[2/(n¥2 T3 %) e/ Txel/2 (2. 15)

[Note that ;" B(¢)de=1.] N, is determined by the
particle-conservation condition and T, by energy
conservation. The method of doing this is explained
in Sec. V. Calculations were also made using Eq.
(2.13). Little difference was found, the greatest
being about a 20% increase in the breakdown power.
At optical frequencies it may be necessary to
augment Ap with photoelectric processes such as
photodetachment of negative ions and photoioniza-
tion from excited states of N, and O,. In this case
G(e, €')=0 for €> ¢’ is no longer rigorously correct

but still valid to a good approximation. Thus we
can still use Eq. (2. 14), but with
Ag(€)=2A,(e)+ A (€)+ Ay (e) . (2. 16)
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[In evaluating T,, the contribution of photon ener-
gy in excess of the threshold energy required for
photoelectric processes is assumed small and
omitted. ]

While there is little justification for assuming
A, different from zero in the domain of validity of
the classical Boltzmann equation, we have never-
theless, in order to assess the quantum effect and
photoelectric effect separately, carried out some
classical calculations with A,=A, and A,=A,+A,.
The first case corresponds to complete photode -
tachment from negative ions, the second to this
plus photoionization from all electronically excited
states. More detailed models for A, will be con-
sidered in connection with the quantum Boltzmann
equation.

The appropriate boundary conditions on Eq. (2. 8)
are

F(e)=0 for €=0, €=, (2.17)

If Eq. (2. 8) is integrated over energy, we may
use Eqgs. (2.1), (2.12), and (2. 17) to obtain

o — - - -
'—a'f:ne[At'*'fyO A -fr) Ay -Ap],

(2. 18)
where f,, and f,; are zero or unity in accordance
with the form assumed for A, and
Z,sn;lfo AFde, ... . (. 19)

The physical necessity for the particle-conserva-
tion equation (2. 18) is obvious. We note that since
Q,(0)#0, while @,(0), G(0,¢’), and A(0) all vanish,
Eq. (2.18) holds only if F(0)=0.

The equation of energy is obtained, similarly, by
multiplying Eq. (2. 8) with € and integrating:

0
a_t.(%ncTa):: _f

0

-I Q,Fde +f € GFde' de —f €AF de .
0 0

0

w0

9 F
terta, 2 () a

(2. 20)

An approximation sometimes used is to assume
that F has the Maxwell form

F=2[e/(nT3)]'2 e/ Tepy, , (2.21)

This permits integration of Eqs. (2.18) and (2. 20)
to find n, and T, as functions of time. Following
an initial transient period (depending on the start-
ing conditions), the temperature T, approaches a
constant value and n, has a single exponential time
dependence,

n,(t) =n,(0)eS* . (2.22)

If $<0, the power p is insufficient to cause break-
down. If S> 0, cascade breakdown is occurring.
The exponential growth rate S will change to a

larger value when switch over to ambipolar diffu-
sion occurs. When #, has grown to such a value
that the conditions (1.3) are not valid, the linear
theory described by Eq. (2. 8) fails.

In Sec. V we shall look for solutions to Eq. (2.8)
having the form

F(e, t)=F(e)eSt, (2.23)

for which Eq. (2. 22) is of course valid. The re-
sulting time-~independent form of the Boltzmann
equation is then

9 9 F a
e [% '%Q, 3¢ <—1—7§>]+8—€" (Q,F)

€

=(A+S)F—fGFde' (2.24)
This is an eigenvalue equation for S, with F subject
to the boundary conditions (2.17). The power P
=Ppg, for vhich S =0, evidently represents the
threshold for breakdown, and it is for this case
that we seek a solution to Eq. (2. 24).

If we integrate Eq. (2.24) over energy we obtain
[using the condition that F(e)=0 at € =0]

S=W-A=A;+f,0A,~(1=f,1) A, -A,. (2.25)

Equation (2. 25) will be used in Sec. V to replace the
boundary condition F(e)=0 at € =0.

III. RATE CONSTANTS

In this section we give explicit expressions for
the rate constants introduced in Sec. II. '°

The momentum transfer frequency v, occurs in
both @ ; and A,. For N, this has been measured by
Engelhardt, Phelps, and Risk'® with an accuracy
estimated to be about 10% in the energy range 0.01
<€<10 eV. For O,, v, has been measured by Hake
and Phelps!” with a comparable accuracy for 0.2
<€<10 eV. Based on these measurements, we
have taken, for air,

v€)=7.0x10%[(e +0.1)/(e +4.94)]px sec™,
(3.1)

where € is, as usual, in eV and we recall that pjp
is the pressure measured in units of the standard
pressure. The quantity (3.1) is displayed in Fig.
3.

Using Eq. (3.1) we can write @ ; [Eq. (2.4b)] in
the low- and high-frequency limits [henceforth, ab-
breviated as Lo-f and Hi-f] as

Qs=0.96x10"[(e +4.94)/(e+0.1)|P/pg , Lo-f
Q,=1.2x10"[(e +0.1)/(€ +4.94)] Pp/f?, Hi-f
(3.2)

where the units of @, are eV/sec.
The excitation of vibrational levels in O, and N,
has been measured in Refs. 16 and 17 and further
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FIG. 3. The momentum transfer collision frequency

as a function of electron energy in eV.

analyzed by Henry and McElroy. ® The excitation
of rotational levels in O, has been studied in Ref.
11 and in N, by Takayanagi and Takahashi.'? Using
these results we write

Qy=Qo+@n+Qr -

Here @, represents the vibrational energy loss to
O, and @y the corresponding loss in N, by an elec-
tron of energy €:

Qo =prVe {1.0x10°[1 +12.6(e - 0.75)%]™!

(3.3)

+2.6% 109e'1‘“e'1‘75’z} eV/sec, (3.4)
For the rotational energy loss in air we take
Qr=9.2x10%p, e eV/sec . (3.5)

We see that @y is the only term in @, of practical
importance. This is fortunate, since @y appears
to be accurately determined [perhaps to within 15%].
In Fig. 4 we show @, and @, in the Hi-f and Lo-f
limits. Here pp=1 and P has been chosen to be
unity for the Lo-f case, and P/f2=6x107 in the
Hi-f limit.
The reaction e + O, — O™ +0 has a threshold at
3.7 eV. This has been measured by Rapp and
Briglia®® to an accuracy which we estimate to be
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10-20% (based on consistency with other observa-

tions). The rate constant for this process is taken
to be
Ayp=0 for €<3.7

=8.6x10%p5Ve [1.55/(e +1))e - 3.7)

2
X @"0:8(6=6.1" gl for €>3.7. (3.6)

The three-body attachment reaction
e+03+03~0;"+0,

has been studied by Chanin, Phelps, and Biondi®!
and others. !® The rate coefficient for this process
is here taken to be

Ayg=4.3x10"pR2 € [(1+0. 3¢) (€ + 0. 08)*] sec™! .
3.7
[The functional form of A,; for € >3 eV is unknown
and has been arbitrarily specified above. The con-
tribution of this region to our results is negligible. |
The quantity A, is then

AA:AAZ+AA3' (3.8)

17T
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FIG. 4. Vibrational cooling rate @, and heating rate
Q; (both in units of eV/sec) as functions of the electron
energy in eV,
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In Fig. 5 we show A,z and A, for pp=1. Itis
seen that A,; is largest at very low energies, while
Ay, peaks at about 6.7 eV.

Collisional excitation of electronic levels of O,
and N, represents an important sink of energy from
the electron gas. Observations for O, and N, have
been reported in Refs. 17 and 16, respectively. The
interpretation of these drift tube measurements is
indirect, involving an “unfolding” of the data by
solving the Boltzmann equation. This involves
some ambiguities, particularly in the assumed
levels. For our purpose it has seemed sufficient
to express the excitation rate constant A, in terms
of three levels each for O, and N,—those indicated
in Table I. Analytic expressions were chosen to
approximate the data in Refs. 16 and 17, and the
final expression for A, was multiplied by a single
scale factor adjusted to give the measured low-
frequency breakdown threshold in air. [The scale
correction is included in the expressions (3. 10) be-
low; which seem to be compatible with the data in
Refs. 16 and 17. Because of the absence of a quoted
experimental error, a more elaborate treatment
did not seem justified.] We then write

T

T

A2

sec

7

/
|
\ A

\_'

3 12 16 20 24
e(ev)

FIG. 5. Two-body (A,,) and three~body (A,3) electron
attachment rates in sec™! as functions of electron energy.
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3 3
A=A+ A= 2 Aoy 2 Ay (3.9)
1=1

1=1

corresponding to O, and Np, and where [¢ is as

usual expressed in eV and the rate constants in
-1

sec™]

A01=0 if €<4.,5
=5.0x10%p, Ve (€ -4.5)e/%0 if ¢>4.5,

Auo2=0 if €<8.0
=1.21x10%p, Ve (€ -8.0) /%0 if ¢>8.0,

Ayo3=0 if €<9.17

=3.5x10°px Ve (€-9.7)/(1+0.1€)if €>9.7,

A =0 if €<6.7
=5.5x10"p Ve (e -6.7)e™/%7 if €>6.7,

Ane=0 if €<8.4
=3.1x10V0p Ve(e -8.4) /%% if €>8.4,

Ang=0 if e<11.2

=1.1x10Mp Ve (e =11, 2) /12 if €>11.2.

(3.10)
For the ionization of O, and N, by electron im-
pact we use the measurements of Rapp and Eng-
lander-Golden.? A comparison with other mea-
surements leads us to assign an accuracy of about
20% to these measurements. We then write

Ar=App+Ar,
given in units of sec?, where

Ap=0 if €<12.06
=1.3x10°p, Ve (€ =12, 06)[1+0. 07 (¢ ~ 12. 06)]

if 12.06<€<25,
A;n=0 if €<15,58
=9,6%x10%p,ve (€ -15.58)[1+0. 05 (¢ —15.58)]

if 15.58< €< 25,
(3.11)

In Fig. 6 we show plots of A, and A, for py=1
over the energy range of most interest to us.
From this figure we may anticipate that A, is of
critical importance for describing electron ener-
gy loss.

Using Egs. (2. 6) and (3. 1), we obtain finally

Ap=(845+171¢)/(pr A?) sec™ . (3.12)

In Sec. V we shall present the results of numeri-
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FIG. 6. Electronic excitation rate (4,) and ionization

rate (4) as functions of electron energy.

cal solutions of Eq. (2. 24) using the rate constants
described above. At this point a qualitative de-
scription of the solution may be helpful, however.

For this purpose we shall suppose that B(e)=
for €>¢;, where ¢€; is quite small, and that S=0—
that is, P is near the breakdown threshold. We
first integrate Eq. (2. 24) over the interval 0< e< ¢,
to find, using Eq. (2.11),

( ¥2Q; — WF> =-W. (3.13)
9 € e

In the energy range €y< €<4.5 eV, we neglect (4

+S)F. This lets us integrate Eq. (2. 24) to give

F(e)=ve {Fyexp( —foe de’'/o)
s W [P 2 Q)] exp( [ de"/0)de’ }

(3.14)
where F;is a constant of integration and

1/0=3Q,/€Q, .

Since W is positive, we have immediately

F() ool [7%) e

(3.15)

In the range €>4.5, reference to Figs. 4, 5, and
6 shows that A, and @, are the important rate terms
in Eq. (2.24). F(¢) decreases monotonically from
its value at 4.5 eV, eventually being well repre-
sented by the WKB approximation,

F(e)=F,G(e), (3.17)
where Fyis a conSta.nt,

G(e) =€ exp( ‘f:.,s de’'/e,) , (3.18)
and

1/6,=[34/2¢@ "% . (3.19)

We see that the high-energy end of the electron
distribution is limited by the ratio F;/F,, and it is
these electrons which lead to ionization. It is clear
from Eq. (3.16) that R is determined by the vibra-
tional loss rate, and thus when R <1 the vibrational
loss rate acts as a barrier, limiting the number
of electrons above 3 eV.

To estimate this blocking effect due to vibration-
al excitation, we note that

45 de 2 T
f - ~1. S—EP , Lo-f limit
0
fz
~1.2x107 =, Hi-f limit . (3.20)

Reference to Eq. (1.2a) shows (3. 20) is of order
unity for classical breakdown conditions. In this
regime the blocking effect of vibrational loss is
therefore not very important. [This will be seen
also in Table II, based on numerical integration

of Eq. (2.24).] For some of our laser applications,
however, with lower breakdown powers, Eq. (3. 20)
indicates the presence of a substantial blocking ef-
fect. These phenomena will be illustrated in the
numerical results presented in Sec. V.

1V. FINITE QUANTUM BOLTZMANN EQUATION

Equation (2. 3) treats the Joule heating and the
vibration-excitation cooling of the electron gas as
continuous processes. This is not obviously satis-
factory for photon energies of the order of a volt,
or higher. Zel’dovich and Raizer? have given a

TABLE II. Variation of breakdown power with rate

constants.
Lo-f limit
dlnA, % dlnA
- dinPs [
dlnA,, =09 | ging, | 7006
Hi~f limit
dInPpg ~0.3
d n@, :
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version of the Boltzmann equation which takes ac-
count of the discrete energy of the photons in a
laser beam. 2! In this section we describe a modi-
fied version of their equation.

To do this we introduce the following notation:
R ,(¢€) is the rate of absorption (inverse bremsstrah-
lung) of photons of energy ¢, by an electron of en-
ergy € — ¢, (final energy €). Rg(e€) is the rate of
stimulated emission of photons of energy ¢, by an
electron of energy €. R,(€) is the rate at which an
electron of energy ¢ induces vibrational excita-
tions.

A general relation between Rz and R, is

Rp(€)=Ru(e) (1 - €,/e)V 2,

To second order in the ratio ¢,/€, we have

Ry(6)=%Q (e - &,/2) (/&) [1-¢,/(2¢)]2,

(4.2)
where @, is given by Eq. (2. 4) and € is some en-
ergy characterizing the energy dependence of v (¢).
[Equations (4. 1) and (4. 2) are derived in the Ap-
pendix. |

Since the predominant contributor to @, is the
N, vibrational loss, it seems adequate to use a
single component model for this and write

(4.1)
25—27

Q,(¢=D,)=D,R(¢) . (4. 3)

Here D, is an equivalent vibrational excitation en-
ergy which was chosen to be

D,=0.27 eV . (4. 4)

[Calculations were done for D, ranging from 0. 25
to 0.29 eV. The effect of this variation in D, could
not be seen to within the accuracy of our calcula-
tions (about 1%).]

Obvious physical considerations lead us to re-
quire that

Ru(€)=0 for e<¢,,
Rg(€)=0 for e<¢,, (4.5)
R,(€)=0 for e<D,.

The modified form of Boltzmann’s equation is
now seen to be

BFé(:) =Rp(e+€,)F(e+e,) + Ry(e) Fle - ¢,)

~[Rg(€) + Ryle +€,)] F(e)
+R,(e+D,)F(e+D,) - R,(¢)F(¢)

+N, B(¢) f“AR(s')F(s’)de’ - A(€)F (¢).

(4.6)

The particle-conservation equation (2. 18) is
automatically satisfied provided F(€) is integrable.
The assumed time dependence (2. 23) converts Eq.
(4. 6) into a time-independent equation with the net
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electron growth rate S as an eigenvalue. The meth-
od of solving Eq. (4. 6) and the resulting solutions
will be described in Sec. VL

Equation (4. 6) reduces to Eq. (2. 8) when we con-
sider €, and D, to be very small. To see this we
expand all functions of energy in Eq. (4.6) in a
Taylor series in €,, or D,, about the energy € and
keep only the lowest-order nonvanishing terms.
This leads to the equation

z¢, & {[Rz(€) ~Ru(e+€,)] F(e)}

& o
v o3 {[Rz(€)+ R4(€)] F(e)}

+Dv'£'[Rv(€)F(€)]+IGFd€, -AF. (4.7)

Now, according to Eq. (4.4) D,R,=Q,, and accord-
ing to Egs. (4.1) and (4. 3)

RE(E)-RA(€)E—%— 561 RE(E)_67 BR;;(i) ,
Rg(€)+ Ry(€)=2Ry(e) .

Substitution into (4. 7), using (4. 3) leads imme-
diately to (2. 9).

The conditions under which Eq. (2. 8) accurately
represents (4. 6) require careful analysis. This
will be done in Sec. VI. The energy dependence
of the rate constants shown in Figs. 3-6 suggests
that for €,<0.1 eV the classical approximation is
probably valid, whereas for €,>1.0 eV it cannot
be considered reliable.

V. INTEGRATION OF BOLTZMANN EQUATION

In this section we describe the integration of the
time -independent form (2. 24) of the Boltzmann
equation. The expression (2. 15) for B was adopted.
The “temperature” T, was chosen to conserve en-
ergy in collisions leading to electronic excitation
or ionization. That is, we write

. w
Je Gle, € )F(¢') de’ de= 21 fo (€ - eny) Ayn; Fle) de
1=

+ J’ (€~ €0y) Ao, Fle) de
0

o
+I
0

(€ -12.06)A,o F de

+ f (e —15.58) A,y F de.
0
(5.1)

Here €y; and €, are the appropriate excitation
thresholds, the 4,’s are defined by Egs. (3. 10), and
the A;’s by Egs. (3.11).
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Equation (5. 1) will assure us of net energy con-
servation in the Boltzmann equation (2. 24). It does
involve an approximation, however, in that all elec-
trons emerging from exciting or ionizing collisions
are to a very good approximation assigned a single
Maxwell distribution. To test the sensitivity of our
results to the rather arbitrarily assumed form of
G(eg, €'), several calculations were done using
“wrong” values of T,. In the cases investigated,
factor two variations in T, affected breakdown pow -
er by about 5%, while setting 7,=0, which corre-
sponds to Eq. (2.13) in no case caused a relative
difference greater than 20% for the breakdown
powers.

The integration procedure was as follows. An
initial value was assumed for T, (the final value
was usually about 2 eV), and it was assumed that
S=0. Equation (2.24) was then integrated numeri-
cally. 2® Values of S and T, were then evaluated
from Eqgs. (2.25) and (5. 1), respectively. These
values were next inserted into Eq. (2.24), which
was again integrated to give new values of S and T,.
This was repeated until consistent values were ob-
tained. [Usually, three integrations of (2.24) were
sufficient.

Equation (2. 24) was integrated assuming that at
an energy of 21 eV,

F=0, £

be (5.2)

=assigned constant .
The integration was begun at 21 eV and continued
to €=0.1 eV in steps of z§5 eV. [A comparison
was made using steps of 357 eV and 1} eV, which
indicated a relative error in F due to roundoff of
about 1073.] A correction to S was made for €>21
eV using the expression (3. 18), although this cor-
rection to S did not seem to be greater than about
1%.

For convenience, the distribution function F was
always normalized to unity in our calculations, that
is,

ST Fle)de=1. (5. 3)

From the consistency and reproducibility of our
results, we estimate a numerical error in our cal-
culated breakdown powers of about 1%.

The classical microwave regime was first
studied. This meant setting A,=0 in Eq. (2. 24).
For low air density (pz<0.1), the three-body at-

tachment rate A 5 is negligible. In this case the
scaling with py is simple. The net electron pro-
duction rate S has then the functional dependence

S=prS. (P/pg%, Mpg) , Lo-t

S=pr Sy (P/f% Apg) ,

where S; and Sy are functions of the indicated
arguments. The breakdown power Pj is obtained

(5. 4)
Hi-f

N. KROLL AND K. M. WATSON
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on setting S=0.

A sensitivity analysis was made of the dependence
of Py on the rate coefficients. To do this each of
the coefficients was in turn multiplied by a constant
factor near unity and the resulting change in Py
noted. The results are summarized in Table II,
where we write

dlnPg
dInA,

(5.5)

0Py/ Py ’ etc
; .

5A,/A,

From Table II we see that Py depends most sen-
sitively on A,, which seems to be the least ac-
curately known. We therefore, as described in
Sec. III, adjusted A, with a single scale factor to
give the coefficient 1. 44 in Eq. (1.2). [The cor-
rect scale factor has been included in Egs. (3.10).]
This scale factor represents the only arbitrary pa-
rameter in our calculations. Although not unique,
a corresponding modification of any other rate
constant to give agreement with Eq. (1. 3) would
seem inconsistent with our assessed accuracies
of these rates.

Our calculated value of the coefficient 2. 4x 107
in Eq. (1. 3) was 2. 0x 10°%, which is consistent with
its known accuracy. This coefficient is determined
by the momentun transfer frequency v., which is
relatively accurately known.

The breakdown power Pz was next studied for a
range of values of pp and App. The results are
summarized by the formula

Pp=1.44[p% K, (Apg, pr)

+2.0x10 £% K, (Apg, pr)], (5.6)

where A is measured in cm. This may be ex-
pressed in terms of the wavelength A (in u) using
the relation

2.0x10% r%=1,8x10%/% .

The Lo-f and Hi-f functions K and Ky are both
normalized to be unity when Apy is large (say
greater than 107%) and p, small (say less than 0. 1),
in agreement with the notation in Eq. (1. 3).

The functions K, (Apg, 0) and K (Apg, 0) are
shown in Figs. 7 and 8, respectively. The ex-
plicit pp dependence (as distinct from the Apy de-
pendence of these functions) takes into account cor-
rections to the simple scaling laws (5. 4) due to the
three-body attachment A,;. It is significant only
when the diffusion rate is comparable to or less
than the attachment rate (i. e., for large Apg). To
exhibit this effect we define Ly, 4(pr)=Ky, 4(, pr)
-1 and plot these functions in Fig. 9. To obtain
K,y for general values of its arguments the follow -
ing functional relation, which holds to an excellent
approximation, may be used:

K, (x, PR)=KL(xyL(x2+y?:)-1/2 ,0), (5.7)
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where the function y,(pg) is defined by taking the
large-x limit. Thus,

Kp(, pr)=1+L(pr) =K (y.(pr),0).

A similar procedure may be applied to K.
functions y,* and y,! are shown in Fig. 10.

The electron temperature T, (in eV) at P= Py is
shown also in Figs. 7 and 8 for the Lo-f and Hi-f
limits, respectively. The increase in T, with de-
creasing Apjy reflects the need for a higher ioniza-
tion rate to compensate for increased diffusion
losses.

The

In Fig. 11 we show the Boltzmann distribution
function F(€) in the Lo-f limit for large A and P
~Pg. The small peak near €=2 eV represents the
effect of Q,, as anticipated in Sec. III. In Fig. 12
we show the net ionization rate S as a function of
P for pr=1 and in the Lo-f limit. We also show the
mean rates A,, and A ,; for the reactions ¢ +0y~ 0"
+0 and e +20;,-~0;"+0,, respectively. The rela-
tively smaller value of 4 45 would be expected from
the small value of L, (Fig. 9) for pp=1.

We now consider the large-volume Hi-f limit. The
Boltzmann function F(¢) is shown in Fig. 13 for

\
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FIG. 8. Function Ky(Apg, 0).
also shown is the electron tem-
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three power levels, with Py=2.7x10® MW/cm?
As the power is reduced the greatly enhanced “bar-
rier effect” of @, is seen, as was anticipated in
Sec. I [see Eq. (3.16)]. Figure 13 illustrates how
close @, comes numerically to playing a significant
role in determining the breakdown power. The rates
S, Au,, and A,; are shown in Fig. 14 as a function
of P. In this case, with pyp=1, the three-body at-
tachment is somewhat greater than two-body at-
tachment at P= Py,

The ionization rate functions are illustrated in
Figs. 15 and 16. In the Lo-f limit we show S/px

20

[in sec™!] as a function of (P - Py)p;? for several
values of App. In the Hi-f limit S/pg is shown as

a function of [108(P - P,)f ?] for several values of
Apg. The rapid increase of S for P> Py illustrates
the reason why Py is so well-defined experimental-
ly.

The expression (5. 6) summarizes the predictions
of kinetic theory for microwave breakdown. We
have mentioned the possible role of direct photode-
tachment and photoionization processes by the laser
beam and allowed for them by introducing the func-
tion A,(¢) in Eq. (2. 16).
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4 FIG. 10. Functions yy and y; to be
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FIG, 11, Boltzmann function for low frequency and

large spot size.

To illustrate the possible effect of this let us
first take

Ay(i) :AA(é) .

This corresponds to complete photodetachment of
negative ions, but with no photoionization from ex-
cited states. The breakdown power in this case is
given by the expression

Py=2,88%x10° f2K (APR) . (5.8)
The quantity K, is shown in Fig. 17.
The second case we consider is
Afe)=Ae)+A () . (5.9)

This corresponds to complete photoionization from
all excited states, as well as photodetachment.

This case represents an extreme limit then for
photoejection of electrons [other than photoionization
from the ground states, for which the cascade pro-
cess would not be relevant]. Corresponding to the
assumption (5.9), we write

P5=2.88x10"%f2K, (AP;) . (5.10)

The quantity K, is also shown in Fig. 17. Compari-
son of Figs. 8 and 17 shows that there is, indeed,

a marked effect associated with photoejection of
electrons.
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In Fig. 18 we show the predicted breakdown power
as a function of Apy for A =1.06 p and the three
cases described by Eqs. (5.6), (5.8), and (5.10).
The successive lowering of the breakdown power as
we add new electron sources is of course expected.
Because the only electron loss mechanism is now
diffusion, Py decreases indefinitely with increasing
Apgr. (We recall that Py is defined by the require-
ment S=0. Had we defined Py by an electron multi-
plication requirement, then Pz would approach a
nonvanishing limit determined by 195, where 7 is
the laser pulse duration.) The decrease of Py with
the added electron sources and especially with in-
creasing Apy is strongly inhibited by the @, vibra-
tional barrier suggested by Eq. (3.19). This is il-
lustrated in Fig. 19 where the drastic effect of @,
is seen for Apr=0.1. (Also shown is a result of the
quantum calculations of Sec. VI. This shows a
greatly reduced effect from Q,.)

It is of some interest to ask how well the break-

//’/
/

®

A2

Lo FREQ

N pR=I

>

A3

1.0 .5 7.0 2.5
P (MW/cm?)

FIG. 12. Quantities S, A,,, and A,; shown as functions
of the power P.
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down phenomena are described by the Maxwell as-
sumption (2. 21) and the time-dependent equations
(2.18) and (2.20). To investigate this we used

(2.21) to calculate the averages (2.19) and integrated
(2.18) and (2. 20) as functions of time. The starting
conditions were

n,=10% cm™, T,=0.1eV . (5.11)

During a brief transient period (about 1071° sec. for
pr=1) T, reached a constant value (comparable to
the values shown in Figs. 7 and 8) and the exponen-
tial growth (decay) (2. 22) began.

Using the rate constants of Sec. III, the coeffi-
cient of Eq. (1.2a) was found to be about 50% larger
than the accepted 1.44 value. The coefficient of f2
was too large by a factor of 2. (This is determined
primarily by v..) The functions K, and K, were
given with comparable accuracy. The functions K,
and K, were in fair agreement with the corresponding
quantities calculated from the Boltzmann equation
(to within a factor of two for Apr<0.02).

VI. SOLUTION OF QUANTUM BOLTZMANN EQUATION
A. Computational Procedure

This section is devoted to a discussion of solu-
tions to the quantum Boltzmann equation (4.7), which
in time-independent form (i.e., assuming 8F/a¢
=SF) takes the form

T T TTTTT
Lol

2 / |
- 2\0 P 1"\01

o Apg = 5.(‘014 _ "' 3
o |
—

=
I o s

Vg tsec™)

[

Lo-f LIMIT

[ R S |

2
(P=Pg)/pp

FIG. 15. Function S/pp as a function of (P~ Pg)p} for
several values of Apg in the Lo-f limit.
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SF(e)=Rg (e +€,)Fle+e,)+Ry(e)Fle —€,)
—[Rg(e) +R (e +€,)] Fle)

+R,(e +D,)Fle +D,) - R () F(e)
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+N,B(e) f‘wAR(e')F(e' Yde' —A(e)F(e) .  (6.1)

Solution of Eq. (6.1) was simplified by confining
our attention to the case in which the factor relating
D, and €, is an integer. Taking D,=0.27, solutions
were obtained for €,=0.27J or 0. 27/J, where J is
a positive integer. Intermediate values can be
found by interpolation. (As noted in Sec. IV, cal-
culations were performed with slightly different
values of D, to test the interpolation procedure, and
no discrepancies were found.)

We note that, apart from the integral term, Eq.
(6.1) is an algebraic equation relating a discrete
set of energy values. Accordingly, we consider
only energy values which are integral multiples of
Ae, where Ae is the smaller of ¢, and D,. The in-
tegral

f:AR(e')F(e')de'

was evaluated in terms of such values using Simp-
son’s rule. The normalization factor N, is defined
by the equation

w0

N,= W/(Ae 2o B(iae) ARFde'> . (6.2)
i=0 iAe
For €,2D, the treatment of the quantum equation
is very similar to the numerical treatment of the
classical equation., The results of the extensive
calculations performed were indistinguishable
(within the accuracy of our calculation) from those
of the classical Boltzmann equation and will there-
fore not be described in any detail. In this case
Ae =€, and Simpson’s rule was used to evaluate W,
Somewhat different boundary conditions (see our
later discussion) were used at the high-energy

7.0 T T Il\lll T T LI B B B |
6.0

T T T 17

I

S \

FIG. 17, Functions Kp and K,, cor-
responding to Egs. (5.7) and (5.9), re-

L\ X

spectively.
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termination, but this did not noticeably affect the
calculated results. ,

Our principal interest was focused on the case
that €,> D,. Henceforth in this section, unless ex-
plicitly stated otherwise, we assume ¢,> D,, A€
=D,, and €,=JA¢€,

First let us discuss some mathematical features
of this problem. We set € =iAe€ in Eq. (6.1) (i =0,
1, 2,...) and study the resulting infinite system of
linear homogeneous algebraic equations. Both
R,(€) and B(¢) are quite negligible for € > ¢,, where
€,~9 eV, Thus, we may set

R,(e)=B(e)=0, €>¢,

and first consider the domain € >¢,. Here Eqgs.
(6. 1) split into J independent sets of the form

Rg[k+1,j]) F[ k+1,/]
=(A[k,j]+S +Rp[k,j]+ R4 [k +1,7]) Flk, j]

~Ru[k,j1FlE-1,5], (6.3)
where F[k,j] =F(e), etc., with €=(kJ~j)Ae, j=0,
1,...,d=1, and k=ky, kg+1,..., where (kg- 1)JA¢
>¢€y>(ky—2)JAe. The general solution of Eq. (6. 3)
evidently involves two arbitrary constants for each
value of j, since specifying F at &, and &y +1 al-
lows one to determine all other values recursively.
Imposing the condition that each F vanish as &~
reduces the number of arbitrary constants to one.
For convenience we define a unique solution of Eq.
(6.3), G[%,7], by adding the requirement that G[M/
J,j]=1 for M/J some integer (to be specified later)
greater than k. '
Assuming the function G[%,j] to have been de-
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termined, we next consider Eq. (6.1) for i =0,
1,..., M. Where this set of equations makes ref-
erence to F(e) for values € >MAe, we make use of
the high-energy solutions assumed to be already
determined and write

F(€)=F((M_j)A€)G[k9j], (6.4)
with €= (kJ - j)Ae€ as before. Thus, Eq. (6.1) may
be regarded as a system of M +1 linear homogeneous
equations in M +1 “unknowns,” the F(iA€). The
growth rate parameter S is determined by the re-
quirement that these equations have a nontrivial
non-negative solution.

The procedure employed to solve the above de-
scribed equations was as follows. Recursive ap-
plication of Eq. (6.1) starting with ¢ =M and con-
tinuing through 7=J +1 allows one to express all
F(iAe), for 154 <M -J, linearly and homogeneous-
ly in terms of F(iAe), for M -J+15iSM. (Recall
that S, N,, and T, must be assumed given from a
prior calculation or estimate.) The expressions
for F(iA€) so obtained may then be substituted in
Eq. (6.1) for 1si<J—1. The J—-1 relations so ob-
tained depend linearly and homogeneously on the
F(ise) (for M—-J +15is M) and may therefore be
used to determine the J — 1 ratios F(iAe€)/F(MA€)
for M=J+15iSM -1, Equation (6.1) with /=0 de-
termines F(0) =0, and the normalization condition
on F, again using Simpson’s rule, determines
F(MAe€). All values of F(iAe€) are thus determined
and all equations of the system are satisfied ex-
cept that for ¢=J. This last equation provides the
condition which determines the growth rate eigen-
value S.
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An alternate (and algebraically equivalent) equa-
tion for determining S, which is more effective in

N,,B(iAe)f Agp Fde'

iAe

(%

i=0

M+J

+ 23 Rp(iAe) Flide) -

i=M+ 1

In discussing the computational procedure we have
tacitly assumed that the high-energy solutions have
been determined. We now call attention to the fact
that the length of the calculation increases only
linearly with M and the complexity is independent
of M. It is convenient, therefore, to choose M
large enough (in practice with MAe well above ¢,)
so that the accuracy with which G[%,j] is deter-
mined has little effect upon the results. Accord-
ingly, MAe was chosen to be approximately 21 eV
and G[k,j] was approximated by means of the clas-
sical high-energy solution (3.17). That is, we

chose
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FIG. 19. Boltzmann function for two spot sizes. Also

shown is the Boltzmann function for the quantum theory,
as described in Sec. VI,
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an iteration procedure, is obtained by summing
both sides of Eq. (6.1) from =0 to M to obtain

M M -1
2 ZF(z‘Ae)) . (6.5)

i=1

R, (iAc+¢e,) F(z'Ae))(

Glk,7]1=G(e)/G(( M -7) A€) , (6.6)

where € =(kJ —j)Ae and G(e) is given by Eq. (3.18).
Ad hoc modifications in (6.6), including the choice
Glk,j]=0 for k> M/J, were investigated and the ex-
pected insensitivity to the precise form of G[Z, j]
verified.

The computation is started by assuming S=0,
T,=2eV, N,=1. After computing a set of values
for all (iA€) by the above described procedure, new
values of S, T,, N, were obtained using (6.5), (3.1),
and (6.2). The procedure was rapidly convergent
with three iterations typically being adequate to
determine S to better than 10%. As a final check,
satisfaction of Eq. (6. 1) with i=J, which should be
guaranteed by Eq. (6.5), was explicitly verified.

The electron growth rate used in determining the
breakdown power was given by the expression (eval-
uated with Simpson’s rule)

S1= [ [Ar€) +A4,(e) - A4 (e) - Ap(e)] Fle) de ,
(6.7)
where A,(€) refers to the rate of electron produc-
tion by direct absorption of photons (to be discussed
later). [A, is also to be added to Ay in Egs. (6. 1),
(6.2), and (6.4).] The S appearing in Eq. (6.1)
should be the same as S;, defined in Eq. (6.7). For
a fixed number of iterations S, is the more accurate.
An example of a calculated Boltzmann function ob-
tained by this procedure is shown in Fig. 20, to-
gether with a classical Boltzmann function computed
for the same conditions. For this example €,=2.4
eV and A4, has (unrealistically) been taken to be
zero. The power corresponds to breakdown power
(S;=0) at A=, The sharp drop in the classical
function at the 2.7-eV peak in R, is again seen. The
quantum function exhibits the same sharp drop. The
subsequent peak (at 3. 9eV)is due to electrons which
which jump the R, barrier. This structure is re-
peated at higher energies, since all of the high-en-
ergy electrons arise through successive photon
absorptions. The majority of electrons emerging
from ionizing or electronic excitation collisions are
returned below the vibrational peak, so that no ef-
fective mechanism exists for smearing out the dis-
tribution at high energies. Modifications in the
guessed Boltzmann function in the asymptotic high-
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energy region had a negligible effect on the main
part of the distribution and, in particular, left the
oscillatory structure intact. On the other hand,
calculations performed with the vibrational peak
suppressed did wash out the oscillatory structure.
We conclude that the oscillatory character of the
Boltzmann function is likely to vary markedly from
gas to gas. In the case of air (or nitrogen) it should
begin to appear as soon as the photon energy be-
comes large enough to jump the vibrational peak,
that is, at energies of about 1 eV.

B. Models for Photoelectric Contribution

Photoelectric processes contribute to gas break-
down in our analysis through the function A, [see
Eq. (2.16)]. In the absence of adequate theoretical
or experimental information to construct a reliable
expression for A, (¢), we have considered a number
of phenomenological! models for this quantity and
have carried out breakdown calculations for each
of them. It is hoped that comparison with experi-
ment will give some information as to their signifi-
cance. The following contributions to A, have been
considered.
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FIG. 20. Quantum Boltzmann function for P=Pp with
no photodetachment or photoionization. For comparison
the classical Boltzmann function is shown for similar con-
ditions.
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1. Single-Photon Processes

As indicated in Sec. I, single-photon photoelec-
tric transitions which are energetically possible
will take place in times short compared to typical
pulse durations. Thus, for 1.78-eV ruby laser
photons both O™ and O," photodetach, while only Oy”
photodetaches (with a single photon) for the Nd case.
To describe these processes we write

Ayle, €,)=0(e, — 1.46) A 1,(¢)

+0(e,—0.46) A q4(€) +Ap(e,€,) . (6.8)

Here A,, is the single-photon contribution to 4,,
Ay,.(€, €,) is the contribution from highly excited
states, and 0(x) =(x+|x1)/(21x1) is the unit step
function. In order to estimate A,,, we have as-
sumed that the upper state excitation functions A,qs
and A,y; [Egqs. (3.10)] really refer to a complex of
levels spread uniformly between the indicated
threshold and the ionization limit. With this in
mind, we chose the form

A€, €)=Gole, €,) Ayoq(€) + Gule, €,) A gle) ,

(6.9)
where

Gole, €,) =(€,/2.36) 0(e +€,—12.06) (e +€, - 12.06)/

(€-9.7), €<2.36

=1, €,22.63
(6.9a)

Gyle, €,)=(e,/4.38) 6(e +¢, ~ 15.58) (€ +€, - 15.58)/

(e-11.2), ¢,<4.38

=1, €24.38.
(6. 9b)

2. Multiphoton Processes

As described in the Introduction, photoelectric
processes which are not energetically possible
through single-photon absorption can nevertheless
occur through multiphoton absorption. Theoretical
estimates of these effects do not, however, seem
to be sufficiently reliable to provide a basis for
their incorporation in our computations. Accord-
ingly, we have adopted a phenomenological approach
which consists of proposing a number of ad hoc
models and computing their effects upon breakdown
thresholds.

A very simple-minded model seems adequate for
an assessment at this point. This is obtained by
writing

A le,n)=Ay,(e,ne,)+2,0(c +ne,— €,) A, () .

(6.10)
The summation here is to be carried out over the
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FIG. 21. Quantity K4 as a function of photon energy.
The deviations from unity indicate the importance of
quantum corrections.

remaining excited states, of energy e, of O, and
Nz- ’

This model is evidently based on the view that
the lower excited states of N, and O, can be treated
as discrete and that multiphoton effects can be use-
fully parametrized by photon multiplicity.

C. Results of Calculations

Results obtained by carrying out the computations
described above are presented in a manner similar

to that of Eqs. (5.8) and (5.10). We write
Pp=3.32%x10" f2 K, (Apg) . (6.11)

The quantity Ko, which we shall call the quantum
breakdown factor, will appear with various addi-
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tional subscripts describing the conditions under
which it is computed. Kg=1 corresponds to clas-
sical breakdown at normal atmospheric pressure.
K, and K, were normalized to unity at pressures
sufficiently low that A,; was negligible. We see
from Fig. 9 that this is not a very substantial dif-
ference from the normalization used in Sec. V.

Figure 21 exhibits the quantum breakdown factor
K, obtained at py =1 with no photoelectric processes
(i.e., A,=0) in the limit of large Ap;. While the
assumption that A, =0 is unrealistic for €,>0.5 eV,
the figure does illustrate the effect of quantum cor-
rections to the Boltzmann equation independent of
the role played by photoelectric processes. In
agreement with our previous discussion the effect
is negligible below a quarter of a volt and begins
to be significant at energies somewhat greater than
1V,

Because quantum corrections to the Boltzmann
equation are insignificant below the detachment
threshold of 0,7(0.46 eV), it seems clear that 4,
must at least include O,” photodetachment whenever
these effects are important. Under these condi-
tions, pressure dependence, except in the combina-
tion Apy, is completely negligible, and hence no
explicit pressure-dependence calculations are re-
ported.

Figures 22 and 23 show the effects of various as-
sumptions for photoelectric processes for 1. 35-
and 1.89-eV photons, respectively. Ko, is the
quantum breakdown factor obtained by assuming all
photoprocesses requiring # or fewer photons con-
tribute to A,, as described by Eq. (6.10). (That
is, we assume photoionization takes place from all
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levels requiring less than ne, ionization energy.)
Because of the energy level structure assumed for
N, and O,, it is possible at certain photon energies
for some of the Ky,’s to be equal, as the addition
of one photon need not make an additional state ac-
cessible. When photoionization can occur from all
the excited states of O, and N, we use the notation
Kqye

In Fig. 24 we show K, as a function of Apy for
photon energies of 1.35 and 1.89 eV. For com-
parison we show K, as obtained from the classical
Boltzmann equation (K, times 1.15). These curves
illustrate the fact that quantum corrections become
more important at lower power levels, because it
is at low power levels that the vibrational barrier
most effectively inhibits classical breakdown.

Also shown in Fig. 24 are two points calculated
from the condition that S=10" sec™!, rather than
for S=0.

To summarize, our results show that in the 1-2-
eV photon energy range quite substantial reduction
of breakdown power below the “frequency squared”
law of the microwave regime may be expected.
This would be true even if multiphoton processes
were not contributing—but the effect of course be-
comes much more pronounced with multiphoton ion-
ization. On the other hand, no effect considered in
this paper would lead one to expect any departure
from the extrapolated microwave behavior for CO,
laser photons (0. 117 eV).

VII. COMPARISON WITH EXPERIMENT

In order to compare our results with experiments
it is necessary to relate the diffusion length A to

the geometry of the beam. It is also necessary to
take the finite pulse duration into account. We have
dealt with these questions in the following crude
way.

First, we assume the field to be constant within
the focal volume and negligible outside the focal
volume. We also assume a square pulse in time of
duration 7. Experimental observations of electron
growth suggest that we take ST=20 as a criterion
for the necessary growth rate S for breakdown.
This corresponds to an electron multiplication factor
of about 5x10% We neglect the fact that the growth
rate will increase when the switch to ambipolar dif-
fusion takes place, although this may have some
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FIG. 24. Comparison of Kg, for the classical Boltz-
mann equation with that for the quantum Boltzmann equa-
tion.
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significance for the smallest Apy results.

In the region within the focal volume the previous-
ly discussed equations apply, as we continue to ne-
glect any dependence of the Boltzmann function on
position within this volume. [That is, we neglect
any dependence of A, Eq. (2.5), on energy, so the
position dependence is factored out in Eq. (2.8)].

As the electrons leave the focal volume they are
cooled in a distance short compared to other dimen-
sions in the problem (*2x10™* cm at atmospheric
pressure) to a temperature of 0.5 eV or less, so
three-body attachment is the dominant loss mecha-
nism in the exterior region.

Treating the thickness of the cooling region as
negligible, we let 7,(X)e"! correspond to the elec-
tron density in the focal volume (region A) and
ng(X)eSt correspond to the electron density in the
exterior region (region B). We then have

Sna=DaVins+viny ,
(7.1)
Sng=DgVng—-y, ng,

The diffusion coefficients D, and Dy differ somewhat
because of the different electron temperatures in the
two regions. v; is the net ionization rate in region
A (ionization and detachment minus attachment) and
v, is the attachment rate in B. Writing

Ving== (/M) ra s VPng=(1/03)ng ,  (7.2)
we have

1/A2=(S+v,)/Dyp , (7.3)

vi=S+D,/Ag. (7.4)

We see that Ay is specified by the experimental con-
ditions, and A, is determined by solving the bound-
ary matching problem between regions A and B.
Equation (7. 4) then determines the required value

of v;. It is convenient to define an effective diffu-
sion length A,,, by the relation

vi=D /N =S+D, /NG . (7.5)

In this way the breakdown curves computed for S=0
in the previous sections can also be used for the
finite pulse duration cases, the breakdown power
being determined by the same functions evaluated
at Agepr. Owing to the energy dependence of the
diffusion rate, this relation is not an exact one.
Numerical investiagion of a particular case indi-
cates, however, that the error involved is less than
our numerical accuracy (=1%) can reveal.

In order to carry out the program described above
it is necessary to make an appropriate and tractable
geometric specification of the focal region. Because
it is the smallest spatial dimension which is most
important in controlling diffusion, we shall treat
the region as though it were cylindrical with in-
finite length. For a circular focal spot we then have
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cylindrical symmetry and the boundary matching
condition is

i () o) -7 ) ()
(7.6)

Here a is the spot radius and J,, K, are Bessel
functions (in conventional notation). For one experi-
mental case the focal spot was highly elliptical., We
treat this case as a plane slab of thickness d, for
which we find

(d/2M,)cot(d/20 ,)=d/2Ag . (7.7

In using Eq. (7. 6) or Eq. (7.7) to determine A,
we took

1/4%=5,7x10%p3 +1.95x10%p,/7 cm™@ |
R R

corresponding to an electron temperature of 0.5 eV.

Figure 25 shows a comparison of our theory with
some representative experimental points for the Nd
glass laser photon energy of 1.17 eV. The theo-
retical curves are based upon Eq. (6. 11) and Fig.
22 for K4, scaled up by 5% to take account of the
fact that the K, curves were computed for ¢,=1, 35
eV. (This factor is based on two points computed
at the correct frequency.) The three experimental
points designated T.D. B. are taken from Ref. 3.
The focal spot was described as highly elliptical,
so for these we have used the slab model for deter-
mining A. The left terminus of the horizontal bars
corresponds to A, computed for a pulse duration
of 40 nsec; the right terminus, to an infinite pulse
duration. The data is presented this way to help
assess the importance of the pulse width.
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FIG. 25. Comparison of experiments at A=1, 06 u

with our multiphoton models.
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The four points marked H. M. S. are taken from
Ref. 2. For these points we took a pulse duration
of 60 nsec to determine the left terminus. The
T.D. B. points are in reasonable agreement with
theory, provided one assumes that most or all ex-
cited states photoionize. On the other hand, the
data of H. M. S. indicates a large dependence on spot
size which seems hard to account for with our the-
ory. Taking the finite pulse width into account, we
would predict about a 30% variation in breakdown
power instead of the observed factor of 7. More
recent results of Smith® for still larger spot sizes
are indicative of the same phenomenon.

Figure 26 shows a similar comparison for ruby
photons (e,: 1.78 eV). In this case K, has been
scaled up by 8%. The experimental points are taken
from Ref. 3. The ellipticity of the focal spot size
was small in this case, so we have used the cylin-
drical model to determine A. Again, the points of
Ref. 3 are in reasonable agreement with the theory.
Recent unpublished results of Smith?® indicate the
same large spot size anomaly that was found at
1.17 eV.

Independent experimental study of multiphoton
processes is probably needed for a quantitative un-
derstanding of the role played in breakdown. Fur-
ther experimental study of the large spot size anom-
aly is also probably required before this is under-
stood.

APPENDIX: DERIVATION OF EQS. (4.1) and (4.2)

We let f(p) be the Boltzmann function for elec -
trons of momentum p. Then
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FIG. 26, Comparison of experiments at A=0, 69 p with

our multiphoton models.
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4 f(p) p*dp="F(c) de , (A1)

where ¢=p%/2m. The rate of stimlllated emission
to produce a photon of momentum k when an elec-
tron scatters from p to p’ is

dRg(e)=de [ d°p'|M|?6(e —€¢' - ¢,)
x f(p) 6(p/2m —€)d®p

=Rg(e) F(e) de , (A2)

where R, was introduced above Eq. (4.1), M is the
appropriate s-matrix element, and €’ =p'%/2m. We
see that

Re(€)=(m/4m) [ dQ,. ds, |M[?6(c - ¢ —¢,)p’ de .
| (A3)

The corresponding rate of absorption of photons of
momentum K with scattering from p’ to p is

dR (€)= de’ [ &% |M|*6(e-€ - €,
X f(p")o(b"*/2m = €)dyp'

= R4(€)F(€") de’ (A4)

Thus
R4(€) = (m/4m)dRQ,. dQ, |M|*6(c - € — €,)pde

= (p/P’) Rg(€) , (A5)

Ru(€) = (1-€,/€)" 2 Ry(e) ,

which is the same as Eq. (4.1). R4(€) can be ex-
pressed in terms of the brehmsstrahlung cross
section for scattering by the constituent molecules.
In the absence of detailed knowledge of this cross
section we made use of the approximate equation
(4. 2). Equation (4. 2) takes into account all kine-
matic factors exactly and is based upon a relation
between the matrix elements involved in brems-
strahlung and those involved in elastic scattering.
We express this relation as follows. Let da(p, p’,
k, €)/dQy, dS,dk e the differential cross section
for bremsstrahlung with polarization 2, and let
do(p,p-')/dR,. be the differential cross section
for elastic scattering. Then

a5 (b, p’, &, ©)
j Ay A2y dQ,. A, dk
_ P a 3 _3n, 212
= el dn7 ) % 4% 1(5-D) €]
do (P, B- ') &\
x gt 0| (3 ) (A6)

where p%= 3(p%+p’?). Equation (A8) follows most

directly from the Brown-Goble®® form of the Low®
theorem. Equation (A6) together with exact kine-
matic factors leads directly to Eq. (4.2). A scale
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for € is suggested by the fact that the derivation of
(A8) involves the assumption that the variation of
the electron scattering amplitude with energy (on
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and off the energy shell) is small over the range
€, as well as the assumption that €, is small com-
pared to characteristic electronic excitations.
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