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A hydrogen atom or a hydrogen like atom (He™, Li**, Be™, etc.) consists of an atomic
nucleus of charge Ze and an electron of charge —e. Their mutual interaction is given by
the Coulomb potential
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where r1 = r1(21,y1,21) and ro = ry(z2,ye, 22) are the electron and nucleus position

vectors, respectively. The time-independent Schrodinger equation for the system is given
by

h? h?
- Ve — V24 V(-1 U(ry,ro) = Bt V(ry,ra), 2
(o = VR V(i — na) [ ) = B () )
where m, and msy are the masses of electron and nucleus, respectively and the Laplacians
are given in cartesian coordinate as
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1 Separation of the Center of Mass Motion

Since V' depends only on the relative distance between the electron and nucleus, instead
of the position vectors of the electron and nucleus, it is more appropriate to use the
coordinates of the center of mass, R = R(X,Y, Z), and the relative coordinates of the
electron with respect to the nucleus, r = r(x,y, z). The transformation from coordinates
(r1 , ry) to coordinates (R, r) is given by introducing the relative coordinate

r =711 —T9 (4)

and the vector

My + Mol

R (5)

my + Mo
which determines the position of the centre of mass system. We write ¥(ry,r2) = V(R, )

to show
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In three dimension

Vi= vtV (7)
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where p is the reduced mass defined as
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Similarly Vy can be written as

Vo= VeV 9)

m

Changing variables from the coordinates (ri, rs) to the new coordinates (R, r), we find
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where M = mj + my is the total mass of the system. The Schrédinger equation (2)
therefore becomes

h? h?
{—mvg - Zv2 1 V(r)} U(R,r) = By U (R, 1). (11)

At this moment we pause for a while and examine our variables in a bit details. We
started with r; and ry, the electron and nucleus positions vectors respectively. If we
denote the momenta vectors of electro and nucleus by p; and p, respectively, then we
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have two pairs of canonical variables, meaning they satisfy the canonical commutation
relations:

[(£1)i, (P1);] = ihdyy,
[(£2)i, (D2);] = ihdi;.

Here the subscripts i, 7 = 1,2, 3 denote the various components of the vector operators.
Furthermore, the proton variables commute with the electron variables. We have two
pairs of independent canonical variables.

(12)

After center of mass (CM) motion separation we arrived at the Schrodinger equation
(11) where the new position vectors are r and R, the relative and CM position vectors
respectively. To find the corresponding momenta vectors we make use of the equations
(7) and (9) along with the definition of momentum operator in three dimension

p = —i1hV (13)
to have
p1= P +p, (14)
mo
and
po= LP_p. (15)
my

Solving equations (14) and (15) and dropping the operator symbol we have the momenta
vectors which correspond to the coordinates (4) and (5) respectively,

p_M(Pl P2>_m2p mlp
= — — — | = —P1 — — P2,
mp Mma M M (16)

Here p is the relative momentum and P is the total momentum of the system. Note that
p can also be written in terms of relative velocities as p = u(vy — va), where v; and vy
are the velocities of electron and proton.

These new sets of variables (position and momentum) are also canonical that is they
satisfy the following commutation relations.

L (17)
|:Ri, P]:| - 271(5”

The relative coordinates variables also commute with the CM coordinates. Therefore,
we again have two pairs of independent canonical variables.

Since R and r are independent to each other the wave function W(R,r) can be separated
into a product of functions of the centre of mass coordinate R and of relative coordinate
r as V(R,r) = ®(R)y(r). With this the Schrédinger equation (11) can be written as
h? h?
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or
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Thus, we have the following two separate equations
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with the condition Fi,, = Fom + E.

Thus, we have reduced the Schrodinger equation (11), which involves two variables R
and r , into two separate equations (19) and (20) each involving a single variable. Note
that equation (19) shows that the center of mass moves like a free particle of mass M.
The solution to this kind of equation has the form

d(R) = (2m) 32 kR (21)

where k is the wave vector associated with the center of mass. The constant Foy =
h2k?/(2M) gives the kinetic energy of the center of mass in the laboratory system (the
total mass M is located at the origin of the center of mass coordinate system).

The second equation (20) represents the Schrodinger equation of a fictitious particle of
mass p moving in the central potential

1 Ze?

V(r)=— —_— (22)
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We should note that the total wave function W(R, r) is seldom used. When the hydrogen
like problem is mentioned, this implicitly refers to ¢(r) and E. That is, the hydrogenic
wave function and energy are taken to be given by ¢(r) and F, not by V(R,r) and
E.,; This is because nucleus is much massive then electron and compare to the motion of
electron nucleus remain stationary. Since we are only interested to the motion of electron
the Schrédinger equation of the hydrogen like atom is given by (20).



2 Separation of the Schrodinger Equation in Spher-
ical Polar Coordinates

The Schrodinger equation (20) for the relative motion has the form of an equation for a
central potential with Hamiltonian
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where L2 is the square of the magnitude of the orbital angular momentum and defined
as
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The corresponding time-independent Schrodinger equation is

LEIE2 (2 2) - ] v vt = Bote
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or

In order to simplify the solution of this equation we notice that L? do not operate on the
radial variable r. Since the spherical harmonics Y,, (6, ¢) are eigenfunctions of L? we can
look for solution of the Schrodinger equation (25) having the separable form

¢(r) = 1/}(7", 0, ?/)) = RZ(T)Y;m(Q, ¢) (26)

where R;(r) is the radial function which remains to be found. It is worth stressing
that the angular dependence of the eigenfunction (26) is entirely given by the spherical
harmonics Y,,(6, ¢) characterised by the orbital angular momentum quantum number !
and magnetic quantum number m.

3 Solution of the Radial Equation

Inserting (26) into the Schrodinger equation (25) and using the fact that L?Y},, (6, ¢) =
R21(1 4+ 1)Y;,,(0, ¢), we obtain for the radial function the differential equation

{_ﬁ_ziﬁ (ﬁ%) +%+V(T)}RZ(T) — ER(r). (27)



Note that the magnetic quantum number m does not appear in this equation. There-
fore the radial function is independent of this quantum number. In the domain of the
variable 7, the angular momentum contribution #%/(l + 1)/(2ur?) acts as an effective ad-
dition to the potential energy. It can be identified with centrifugal force, which pulls the
electron outward, in opposition to the Coulomb attraction. Carrying out the successive
differentiations in (27) and simplifying, we obtain

{ﬁ?(d? 2i)+h2l(l+1) Ze?
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another second-order linear differential equation with non-constant coefficients.

3.1 Asymptotic solution of the radial wave function
First we explore the asymptotic solutions to (28), as r — oco. In the asymptotic approx-
imation,

dZRl (7“) — QIUE
dr? h?

Ry(r) = Ry(r) (29)

having noted that the energy F is negative for bound states. Solutions to (29) are
RZ(T) = Ae” V 2u|E|/R2 v + BeV 2u|E|/h? T’ (30)

where A and B are constants to be determined. We reject the positive exponential on
physical grounds, since R;(r) — oo as 7 — 00, in violation of the requirement that the
wave function must be finite everywhere. Choosing the negative exponential (B = 0)
and setting

uz?et uzet
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the ground state energy in the Bohr theory (in center of mass system), we obtain
Ry(r) = AeZr/an (32)
where a, is the modified Bohr radius
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with ag being the Bohr radius.

It turns out, very fortunately, that this asymptotic approximation is also an exact solution
of the Schrédinger equation (28) with [ = 0. The solutions to (28), designated R,;(r), are
labelled by n, known as the principal quantum number, as well as by the orbital angular
momentum /, which is a parameter in the radial equation. The solution (32) corresponds
to Rio(r). This should be normalized according to the condition

/O T B (r)]2r2dr = 1. (34)

Using the definite integral [° r"e™*"dr = nla™"") we get the normalized radial func-
tion

Rig(r) =2 (£>3/2 e~Zr/an, (35)

au

Since this function is nodeless, we identify it with the ground state of the hydrogen like
atom. Multiplying (35) by the spherical harmonic Yyo(6, ¢) = 1/v/4m, we obtain the total
wave function

1 [ Z\*?
V100(7, 0, 9) = Y100(1) = V14(r) = ﬁ (a_) e Zr/ow, (36)

The wave function of the hydrogen atom in ground state is found from (36) by setting
Z =1 as

1 3/2
(r) = <m) e/, (37)
m

3.2 General solution of the radial wave function

The normalized radial function for the bound state of hydrogenic atom has a rather
complicated form which we give without proof:
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Here L§ is an associated Laguerre polynomial. The first few radial eigenfunctions (38)

are given by
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and are illustrated in Fig. 1.

4 The Hydrogenic Wave Function

The solutions of the hydrogenic Schrodinger equation in spherical polar coordinates can
now be written in full

wnlmoﬂ? 6)7 ¢) = Rnl(r>§/lm(97 Qb) (45)
where n = 1,2, 3, ... is the principle quantum number, [ =0,1,2,...,n — 1 is the orbital
angular momentum quantum number and m = 0, +1, +2... 4/ is the magnetic quantum
number.
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Figure 1: The first few radial functions R,,;(r) for hydrogen. The radial length is in units of
the Bohr radius ag. Notice that R,,;(r) has (n —{ — 1) nodes. [2]
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