Structure of diatomic molecules

January 28, 2002

1 Nature of molecules; energies of molecular mo-
tions

Molecules are of course atoms that are held together by shared valence electrons. That
is, most of each atom is pretty much as it would be if the atom were isolated, but
one or a few electrons are located in regions (for example, between two atomic cores)
where they lead to an overall attractive effect. To see roughly how this works, you
might consider the case of two protons and two electrons at the corners of a square.
If you calculate (classically) the total electrostatic energy of this arrangement, you
will find that it is negative — the system is bound.

Molecules have several kinds of motion, with quite different energy scales. Assume
that a couple of nuclei and a couple of electrons are confined to a volume with char-
acteristic size a (a couple of A, typically). Then the uncertainty principle requires
that at a minimum, p ~ h/a, so the typical electron energies will be of order

E. ~ p*/2m ~ h*/ma?,
while the purely nuclear motion of rotation for nuclei of mass M will have sizes like
E. ~Rh*/Ma* ~ (m/M)EL.

The nuclear rotation energy may also be estimated using our previous solution for
the rigid rotator, in which the energy of the lowest level was found to be of order
h?/I ~ h®/Ma?. Thus nuclear rotation will involve energies that are of order 104
times smaller than electronic energies.

The nuclei may also participate in vibrations, in which they interact directly
with the electron cloud. The energies of such motions are larger than F,, and may be
estimated by treating the interaction between electrons and nuclei as simple harmonic
motion with a spring constant k, the same (of course) for both parties. In this case
the ratio of electronic (E,) to nuclear vibrational energies (£,) will be of order

B hwy  h(k/M)Y? (m)”
E. hwe h(k/m)Y/? M

Thus we have three rather different energy scales, rotational, vibrational, and elec-
tronic, a fact which will help us to study simple molecular structure.



2 Diatomic molecules: the adiabatic approxima-
tion

Consider the Schrodinger equation for a system of two identical nuclei and two elec-
trons, in the centre of mass system of the nuclei, neglecting spin:
[Tx + T+ To + V]Y(R; 1y, 19) = EY(R; 11, 19)
where
o n? h?

In+T+Ty = VQ——VT——VQ
2m 't
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(47T50)|I'1 — R/2| (47T50)|r1 + R/2| (47T€0)|I'1 — I'2| (4’71'50)R7
R is the separation of the nuclei, and r; and r, are the positions of the two electrons.

We will solve this system by a separation and some approximations. Because the
electrons are much lighter than the nuclei, the nuclei will hardly move at all in the
time that an electron takes to “orbit” once, so let’s suppose that we can solve the
simpler problem of electron motion in the presence of motionless nuclei separated by
a fixed R, for which the electronic wave equation is

(Tl + T2 + V)q)q<R, ry, I'2> = Eq(R)(I)q(R7 ry, 1'2).

V=-—

The energies E,(R) of this system depend parametrically on R. Because these wave
functions form a complete set, we may expand the exact wave function in them:

@Z) R I'1,I'2 ZF R I'1,I'2)

The coefficients F,(R) are the wave functions describing the nuclear motion when the
electrons are in the state q.
To find equations satisfied by the F,(R)’s, put ¢ into the exact Schrédinger equa-
tion and projects using each of the ®,’s:
S UOH[IN+ Ty + T2+ V — E|F,(R)|®,) =

q

Using the equation satisfied by the ®’s, we get
> (TN Fy(R)|®g) + [E(R) — E]F(R) = 0.

q
The complicated part of this is the action of Ty on the product ®,F;, since both
depend on R:
h2
TNF,®, = —E[qu%bq +2VgE,  Vg®, + ®,VLF,].
We now make the adiabatic or Born-Oppenheimer approximation by assuming

that we can neglect |Vz®,| compared to |[VgF,|. In this case, we get the nuclear

wave equation
2

h
——ﬂvi’ 2+ E,(R) - E| F,(R)=0.



3 Nuclear motions: rotation and vibration

The equation for Fj is in the form of a wave equation with the function Es(R) playing
the role of potential energy. Let us consider the specific case of the electrons in a state
of zero orbital angular momentum. In this case, Es(R) = E (R) is a function only
of the radial variable R, and the wave equation for F§ becomes one for a spherically
symmetric potential. In this case, the Hamiltonian commutes with J? and .J,. The
simultaneous eigenfunctions of these operators are the spherical harmonics, and have
eigenvalues J(J 4 1)h* and M;.

Since there is no privileged direction in space, the total energy of the system
cannot depend on M, but it does depend on J. (You may wonder why the direction
of R is not a privileged direction now. It is for the electron cloud, but in a spherically
symmetric electron potential, it is just a coordinate as far as the nuclei are concerned.
Thus R can rotate in space, and the nuclei may have non-zero angular momentum.)
It will be found that there is also another quantum number in the system, v, which
acts as a principal quantum number and will be found to number vibrational states.
Thus we may write (dividing the radial function by R to get a simple form for the
resulting equation)

Fo(R) = (F7,(R)/R)Y)0,(0, D).

We substitute this into the wave equation for F;(R) and find that the functions F; ;
satisfy

L2 [ d2 J(J+1)

2u \ dR? R?
Now in a bound molecular state, the energy F (R) varies from the sum of the

energies of the two atoms separately for large R, through a local minimum, to a large

positive value as the two nuclei get close to one another. We may approximate the
minimum region of Es(R) by a second order expansion:

) + ES(Rﬂ S,J - ES,U,J"TS,J‘

Ey(R) = Ey(Ro) + k(R — Ro)*,
where
d%E,

b= 1w

R=Ry
In the same spirit, evaluate the term with J at R = Ry, and call this quantity F,:
h? h?

E,=—— 1) = — 1)=B 1),
2MR%J(J+ ) =5 +1) = BJ(+1)

where [y = pR32 is the moment of inertia for the reduced mass p and B is known
as the rotational constant of the molecule. Now if we write £, ; as a sum of the
minimum electronic energy, the rotational energy, and a (still unknown) quantity F,,,
we see that the equation for F; ; becomes

R d® ok . \
o F(B=Ro)*| 7oy = BuFy



the familiar simple harmonic oscillator equation, so we see immediately that the
energies I, are given by

E,=hw(v+1), v=0,12...

Because of the relative sizes of F, and F,, each vibrational level is split into a number
of closely spaced rotational levels.

4 Diatomic molecules: electronic structure

4.1 Classification of electronic states

For the electron cloud, the (slowly rotating) internuclear axis R picks out a direction
in space which we take as the z-axis. The electronic structure of the molecule is
invariant under rotation around this axis, so L, commutes with H. However, L2, L,
and L, do not commute with H. The electronic eigenstates ®, of H may also be
made to be eigenstates of L., so that

L&, = +ARd,, A=0,12,...

where A is the absolute value of the projection of the total electronic angular momen-
tum on the internuclear axis. We label states of the electron cloud by their A values
with a system like that used in atomic spectroscopy: A =0, 1,2, ... states are called
3, I, A, ete.

Diatomic molecules are symmetric to reflections through planes including R, such
as the zz plane. Thus if operator A, does this,

[Ay? H| =0,
but since L, = —ih(x0/0y — y0/0x),
AL, = —L.A,.

which means that — if A # 0 — A, converts an eigenstate with eigenvalue Ah into
one of —Ah. But because of commutation of A, with H, both states have the same
energy, and such states are degenerate: two states of different L, eigenvalues have
the same energy (spin effects may break this, an effect called A-doubling).

If A us 0, the state is not degenerate, and A, can only multiply it by a constant.
Since AZQJ = 1, such states are either symmetric or anti-symmetric to reflection through
a plane, and one distinguishes ¥ and X~ states.

If the molecule has two nuclei with identical charge (a homonuclear molecule),
the centre is also a symmetry point, and states have parity. States of even (g) and
uneven (u) parity are denoted by I, Ay, etc. A homonuclear diatomic molecule has
four non-degenerate sigma states, 37, X, ¥, and 3.

Finally, each electronic eigenstate has a total spin S, with eigenvalues of S? of
S(S+1)A%. The value of 25 + 1 is given as a left superscript (the multiplicity) on the
designation. Thus, since most molecular ground states (often labelled X) are ¥ states
of zero total spin, the complete label for a ground state could be X'3* or XlEg.
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4.2 The hydrogen molecular ion

We may start our study of electronic wave functions with the simplest molecule of
all, HJ, with two protons and one electron. To simplify writing, we will switch to
Hartree’s dimensionless atomic units, in which the units of mass, charge, angular
momentum, and length are chosen to be me, e, I, and ag = 47r€0h2/m662, with the
result (you may check this) that the units for time, velocity, and energy become
meal/h, h/meag = ac, and h?/mead = €2 /4negay = 2E;, where F) is the ground
state binding energy of H. In these units, the electronic wave equation becomes
1, 1 1 1
s ) L

where rp and rg are the distances to the electron from nuclei A and B, r is the
distance to the electron from the centre of mass, and R is the internuclear separation.
Note that the energy operator could be with respect to r, ra, or rp.

We will solve this equation using the simple approximation of a linear combination
of atomic orbitals (LCAO). If the nuclei are far apart, the electron will be attached
to one (say A), with wave function

O(R;r) = is(ra) = % exp(—ra).

To give the wave function the correct symmetry about the midpoint of R, construct
the functions

Oy (R;1) = [Vns(ra) + ¢is(rp)]/V2

and

D, (R;1) = [Yh1s(ra) — U1s(r)]/ V2.

These wave functions will only be accurate for large R, but may be used as trial wave
functions in a variational solution, in which the true ground state energy should be
less than

Bgu = [ @,y udr/ [ @, [%dr.

The denominator of this expression is

D= %/[W}ls(TA)P + |¢15(TB)|2 + les(rA)wls(TB)]dr'

This integral may be taken over r, ra, or rg, since all the integrals extend over all
space. Because of the normalization of 114(r), we find

D=1+1I(R)

where

IR) = [dnralonra)de = (14 R+ 1) e

using the result for two-centre integrals proved by B & J (appendix 9).



The numerator is
N = Han+ Has = [ 1(ra) Hor(ra)dea £ [ na(ra) Hibno(rs)drs.

Again we use the two-centre integrals, as well as the fact that the 114’s are solutions

of
1

1
<—§V2 T Els) 77Z11s(7“) =0,
where the kinetic energy operator may be with respect to r, rap, or rg, since all

measure the position of the electron. The final result is

E&H(R) = Fys +

1A+ R +(1—2R)e "
R 1+(1+R+1LiR¥)e R

The variation of E,(R), using the symmetric wave function, shows a minimum be-
low Eig of 1.77 eV at Ry = 1.32 A, and thus is a bonding molecular orbital. The
minimum energy and equilibrium separation are reasonable (though not very accu-
rate) estimates of the exact values of 2.79 eV at 1.06 A.The curve of Ey(R) has no
minimum; it is an anti-bonding state. The symmetric bonding state is held together
by an excess of charge between the two protons, while in the anti-bonding state the
electron spends most of its time away from the centre of the molecule.

This problem may be solved exactly (although numerically, not analytically)
through the use of confocal elliptic coordinates, which are also used in the evalu-
ation of the two-centre integrals.

4.3 Molecular hydrogen
4.3.1 Spin considerations

With two electrons, we must consider the effects of the exclusion principle, which
states that eigenstates must be antisymmetric to exchange of two identical fermions.
The eigenstates of the two-electron cloud are products of spatial wave functions and
spin functions. How does the spin affect the situation?
The total spin operator is
S=5;+8S,,

where S; operates only on electron 1, and Sy only on electron 2. Individual electrons
have spin eigenfunctions a(1), a(2), etc, as previously discussed. We need to find
spin eigenstates of both S, and of S2. Try the simple combinations

x1(1,2) = a(1)a(2)
x2(1,2) = a(1)53(2)
x3(1,2) = B(1)a(2)
xa(1,2) = 8(1)5(2).

It is easily shown by operating on these functions that each is an eigenstate of S, =
S.1+ 5.2 with eigenvalues respectively 1, 0, 0, and -1. However, when we operate
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with S? = S? + S2 + 2S; - S, using the relations (proved in B & J, appendix 4, with
the aid of raising and lowering operators)

Sa=15  5,0="a
Syo = %ﬁ, Sy = —%a
Sza - ha; Szﬁ = %67

2
we find that neither Y, nor ys is an eigenstate of S2. But it is easy to make linear
combinations of these two functions that are eigenstates, and that also have symmetry
under particle exchange:

Y (1,2) = %b@(w T a(1,2)]

and
v (1,2) = %mu,m —(L2)]

It is easily shown that y, has eigenvalues of S? and S, of S = 1 and Mg = 0,
while x_ has S = 0 and Mg = 0. We now have four normalized and orthogonal spin
eigenstates that we will denote by xg a¢ for clarity. xo, is antisymmetric to particle
exchange, while the other three states are symmetric. We call the one S = 0 state a
spin singlet, while the other three states form a spin triplet.

4.3.2 Molecular orbital treatment of H,

In solving (approximately) the problem of the electron cloud structure for the two-
electron system H,, we have the obvious choice of using as a basis set the molecular
orbitals found for Hj, or the atomic orbitals of the individual H atoms. Either
provides a useful basis for solution. We will start with the molecular orbitals.

Recall that we have two molecular orbitals ®, and ®, (which are even and odd
under reflection through the midpoint of R). The product ®4(1)®,4(2) is symmet-
ric under exchange of electrons 1 and 2, as are the combinations ®,(1)®,(2) and
[@,(1)P,(2) + @u(1)®4(2)]/v/2. On the other hand, the function [®g(1)®,(2) —
®,(1)®,(2)]/v/2 is antisymmetric under exchange of the electrons. Thus we may
form (only) four orthogonal eigenfunctions that are antisymmetric under exchange:

Pa(1,2) = Dg(1)Py(2)x00(1,2)

Pp(1,2) = u(1)Pu(2)x00(1,2)

0o(1,2) = (1/v2)[@4(1)Dg(2) + ©u(1)Pu(2)]x00(L,2)
Bo(1,2) = (1/VD)[B(1)8,(2) — Bu(1)B,(2)]x 110, (1,2).

where in ®p Mg can take the values 0 and £1. It is easy to see that &, and &y are
'Y} states, while ®@¢ is a 'Y state and the three ®p states are Y states.



To get a bonding state, we need the two electrons to prefer to be between the two
protons. If they both occupy the bonding orbitals of the Hj system, and have opposite
spins (so that the exclusion principle will not require them to occupy different spatial
states), we guess that we should get maximum bonding. Thus we guess that ®4(1,2)
may a reasonable approximation to the ground state of Hs.

We now need to solve the equation

(H — E,)®, = [(Ho(1) + Ho(2) + (i + i)]cps ~0

where Hj is given by
1 1 1
Ho(i) = —=V? = — — —.
ol?) 2" ra, T

Using the fact that the individual molecular orbitals are solutions of

. 1
Hy(i) g = <Eg7u — E) o, .y,

one finds that the Rayleigh-Ritz variational functional is given by

2, (1)®(2)

12

1 3
Ex = 2B,(R) - + / drdry

If one uses the approximate LCAO molecular orbitals found above, the binding
energy D, is calculated to be 2.68 eV (compared to an accurate value of 4.75 eV),
with a computed equilibrium Ry of 0.8 A, compared to an accurate value of 0.74 A.

The trial wavefunction that we have used may be written as the sum of two terms,

Dy = O + O

where 1
ORY = S lis(ra)vis(e2) + Yus(ra2)tis(rei)lxoo (1, 2)

and
PR = %[@/Jls(TAl)%s(TM) + s (rB1)t1s(rB2)]X00(1, 2).

O represents the situation in which one electron is associated with each nucleus (a
sum of terms in which either electron 1 is measured from nucleus A and electron 2 is
measured from nucleus B, or vice versa), while ®" represents a situation in which
both electrons are associated either with nucleus A or with nucleus B. These are two
basic limiting forms of the electronic wavefunctions which represent covalent bonding
(bonding by electron sharing) and ionic bonding (exchange of electrons and bonding
by ionic attraction). In the case of Hy, the exact wavefunction has predominantly
a covalent character for all values of R, but particularly so for large R, where the
probability that both electrons will be associated with one nucleus is very small, and
for small R where the two nuclei are close and so the two electron clouds must largely
overlap. Other molecules (e.g. NaCl) have wavefunctions that have a much more

nearly ionic character.



