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Abstract

A quadruplet of RS-stereoisomers appearing in a stereoisogram is categorized
into either one of five types by means of chirality, RS-stereogenicity, and sclerality,
i.e., TypeI (chiral/ RS-stereogenic/ascleral), Type II (chiral/ RS-astereogenic/scleral),
Type III (chiral / RS-stereogenic/scleral), Type IV (achiral/ RS-astereogenic/ascleral),
and Type V (achiral/RS-stereogenic/scleral). Each quadruplet is considered to be
an entity to be counted just once, where the entity can be regarded as an equiv-
alence class under the corresponding RS-stereoisomeric group G (e.g., T 7 for a
quadruplet of tetrahedral promolecules). To accomplish itemized enumeration of
such quadruplets, three modes of action of G are discussed by considering three
subgroups of index 2, i.e., the maximum point subgroup G¢,, the maximum RS-
permutation group Gz, and the maximum ligand-inversion group G, (e.g., T4,
T3, or T for a quadruplet of tetrahedral promolecules). Such a quadruplet consists

of two E-pairs, each of which is defined as a pair of enantiomers (chiral promolecules)
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or a pair of self-enantiomers (an achiral promolecule); it consists of two D-pairs, each
of which is defined as a pair of RS-diastercomers (RS-stereogenic promolecules) or
a pair of self-RS-diastereomers (an RS-astereogenic promolecule); and it consists of
two H-pairs, each of which is defined as a pair of holantimers (scleral promolecules)
or a pair of self-holantimers (an ascleral promolecule). The two E-pairs, D-pairs,
or H-pairs contained in each quadruplet are considered to construct an equivalence
class of G and also an equivalence class of Goo, Geg, or G7. Thereby, such equiv-
alence classes are enumerated under G and G¢, (or Ggg or GCT) to give partially
itemized generating functions, where the number of the equivalence classes can be
regarded as the number of quadruplets to be counted. The results of the enumera-
tions by means of E-pairs, D-pairs, and H-pairs are combined to accomplish itemized
enumeration with respect to Types I-V. Polya’s theorem is discussed as a special

case of the present approach.

1 Introduction

The dichotomy between enantiomers and “diastereomers” has been one of the fundamental
concepts in stereochemistry [1, 2| . The dichotomy has been adopted in most textbooks on
organic stereochemistry [3 5] and on organic chemistry [6 —10] , although there appeared
some confusion caused by a verbal transmutation of the term “diastereomers”, as indicated

from a chemical philological point of view [11] .

| enantiomers ! diastereomers (others) ;
RS-stereoisomers
; enantio- || |RS-diastereo- holanti- others |
: mers s mers mers :

Figure 1: Conventional terminology vs. the present terminology for stereoisomerism. A
broken-lined box represents a term of the conventional terminology, while a solid-lined
box represents a term of the present terminology.

The term “diastereomers” connotes various kinds of stereoisomers, because it represents
“others” derived from a set of stereoisomers minus pairs of enantiomers, as shown by
broken-lined boxes in Fig. 1. Obviously, the term “diastereomers” suffers from diverse
connotation just as the term “nonnatives” coming from the dichotomy between natives

and nonnatives indefinitely refers to all people other than natives. In other words from a
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mathematical point of view, such diastereomers as specified by the conventional definition
cannot be categorized into an equivalence class, whereas a set of stereoisomers is an
equivalence class and a pair of enantiomers is an equivalence class.

The indefiniteness of the term “diastereomers” has provided organic chemists with at
least two serious confusions: a confusion over chirality and stereogenicity (Confusion 1)
in the history of the CIP (Cahn, Ingold and Prelog) system [12 —14] and a confusion over
prochirality and prostereogenicity (Confusion 2) in generating pro-R/pro-S-descriptors
[15, 16] .

To avoid these confusions, we have developed the concept of RS-stereoisomers by
means of newly-defined RS-stereoisomeric groups [17, 18] and alternatively by means of
newly-defined stereoisograms [19 —21] . The new concept RS-stereoisomers is an inter-
mediate concept to bridge the gap between stereoisomers and enantiomers, as shown by
solid-lined boxes in Fig. 1. Thereby, Confusion 1 and difficulties of pseudoasymmetry as-
sociated closely with Confusion 1 have been avoided on a rational basis [20] . In addition,
Confusion 2 over prochirality has also been avoided completely [22] .

One of the important features derived from the concept of RS-stereoisomers is the
fact that a set of RS-stereoisomers appearing in a stereoisogram can be characterized as
an equivalence class if a stereo-skeleton (e.g., a tetrahedral stereo-skeleton) is given to
derive the RS-stereoisomers. This feature enables us to count sets of RS-stereoisomers
one by one under the action of an RS-stereoisomeric group of the stereo-skeleton. This
is parallel to the fact that pairs of enantiomers can be counted one by one under the
action of a point group of the stereo-skeleton. Although we have reported an article
entitled “Combinatorial Enumeration of RS-Stereoisomers Itemized by Chirality, RS-
Stereogenicity, and Sclerality” in this journal [23] , the treatment did not directly use such
equivalence classes under the action of RS-stereoisomeric groups but instead it employed
equivalence classes under the actions of point groups, RS-permutation groups, and ligand-
inversion groups distinctly. Hence, it is desirable to investigate the direct action of RS-
stereoisomeric groups in order to comprehend the interaction of the groups related to
RS-stereoisomeric groups.

As found in the preceding paragraphs, the aim of the present article is to count sets of
RS-stereoisomers under the direct action of an RS-stereoisomeric group, where the direct
action will be examined in comparison with the actions of its subgroups of index 2 i.e., the
maximum point subgroup, the maximum RS-permutation subgroup, and the maximum
ligand-inversion subgroup. The results are then compared with those by Polya’s theorem,

which will be derived as a special case of the present approach.
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2 RS-Stereoisomeric Groups

2.1 Quarter Cosets and Five Types of RS-Stereoisomers

In the previous paper reported in this journal [23] , we have defined an RS-stereoisomeric
group (G) which governs a set of substitution positions of a given stereo-skeleton as
follows:

G = G¢ +0Ge +35Ge + IGg. (1)

Although the detailed formulation on G should not be repeated, a brief introduction of
its minimum essences is desirable to keep the present paper self-contained.

The group G¢ appearing in eq. 1 corresponds to the maximum chiral subgroup of the
point group. The element o (€ 0G) corresponds to a rotoreflection of the point group so
that the coset cG¢ contains relevant rotoreflections. The element & (€ G¢) corresponds
to a permutation o but does not provide the reflection of ligands so that the coset oG¢
contains relevant permutations. The element T (e T G() represents an operation which
provides the reflection of ligands, but does not the reflection of the skeleton, so that the
coset IG¢ contains relevant ligand-inversion operations.

The RS-stereoisomeric group G is divided into quarter cosets as shown in eq. 1.

Because the group G¢ is a normal subgroup of G, the set of quarter cosets, i.e.,
G/Ge = {G¢,0Ge, 3G, IGe}, (2)

can be regarded as a factor group. This remarkable feature of the group G has been
applied to prove the existence of five types of RS-stereoisomers, which are characterized

by means of the five subgroups of the factor group G/Ge¢ [18] :

Type L: {Ge, fGC} (3)
Type I~ {G¢,0Gc} (4)
Type III: ~ {G¢} (5)
Type IV:  {Gc.0Ge,5Ge, IGc} (6)
Type V: {G¢,0Ge}. (7)

The five types have been visualized by means of stereoisograms (e.g., Fig. 2) [19, 20| .
Each of the stereoisograms contains four RS-stereoisomers corresponding to the quarter
cosets, where the boldfaced letters A and A (or B and B) represent a pair of enantiomers.

In Fig. 2, we use the following symbols for representing relationships which are con-

tained in stereoisograms:
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RS-astereogenic

RS-stereogenic

Type I: [77 77(1]
chiral/
RS-stereogenic/
ascleral

S

>
>

X1

A
chiral
Type II: [*,d,*] Type III: [77777]
chiral/ chiral/
RS-astereogenic/ RS-stereogenic/
scleral scleral
S S
A —o—= A A <o~ B
Type IV: [a.a,d] Type V: [a, —, -]
achiral/ achiral/
RS-astereogenic/ RS-stereogenic/
ascleral scleral
S S
achiral A A A B

Figure 2: Stereoisograms for representing RS-stereoisomers of five types [20] . The sym-
bols A and A (or B and B) represent a pair of enantiomers. Each stereoisogram consists
of a quadruplet of RS-stereoisomers, which may coalesce with one another according
to either one of the five RS-stereoisomeric types. As one extreme case, the four RS-
stereoisomers of a Type-III stereoisogram are different (i.e., A, A, B and B). The other
extreme case is a Type-1V stereoisogram, which consists of a degenerate RS-stereoisomer

(i.e., A).
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symbol relationship [24] attribute [24]
~—®—  cnantiomeric chiral

—@®—  (self-enantiomeric) achiral

~O0—=  RS-diastereomeric RS-stereogenic
—0o—  (self-RS-diastereomeric) RS-astereogenic
~——  holantimeric scleral

—e—  (self-holantimeric) ascleral

It should be noted that the symbol (—@—) represents a “self-enantiomeric” relationship,
which is designated simply as being achiral in stereochemical convention. The symbol
(—@=) in the Type-V stereoisogram shown in Fig. 2 is in agreement with the subgroup
{G¢,0G¢} (eq. 7) for Type V. The symbol (=—o—) represents a “self- RS-diastercomeric”
relationship, which is designated as being RS-astereogenic if we emphasize the symmet-
rical nature of a relevant promolecule in the present terminology. The symbol (—o—) in
the Type-II stereoisogram shown in Fig. 2 is in agreement with the subgroup {G¢, G}
(eq. 4) for Type II. The symbol (—e=—) representing a “self-holantimeric” relationship
indicates that the Type-I stereoisogram shown in Fig. 2 is in agreement with the subgroup
{Ge,IG¢} (eq. 3) for Type L.

The set of four RS-stereoisomers contained in each stereoisogram (Fig. 2) is referred
to as a quadruplet, whether the four are different or superposable according to its RS-
stereoisomeric type (Type I, ..., or Type V). Such a quadruplet of RS-stereoisomers is
regarded as an equivalence class under the action of the RS-stereoisomeric group G, so
that the quadruplet is counted just once during enumeration under G.

Throughout the present article, a tetrahedral stereo-skeleton belonging to the point
group T, is adopted as a typical example to generate derivatives of Types [-V. By start-
ing from the point group T, for treating a tetrahedral skeleton, the corresponding RS-

stereoisomeric group (T ;7) has been discussed in previous articles [17, 19, 25] .

T,; = T+oT+6T+IT (8)
= {I,Co), Caz), Cags), Caqay, Caga)s Oy Oy Cays Oy Cias Oy
a1y Sa(3) Siz) 0a(6)> Ta(2): Taa)> Sa1)> Siny» Ta(3) Saays Oas) 54(2
Ga)s i) iz Fae), Fa2): Fays Sac)s Soays Fae)s Szys sy Saca)

I, 02(1), 02(2)7 02(3), 03(1)7 03(3)-, Ca(z), 03(4)7 Cg(m, 03(4)7 63(3), Cg(z)} 9)
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2.2 Action of RS-Stereoisomeric Groups

2.2.1 Cycle Indices of RS-Stereoisomeric Groups

As an extension of enumerations under point groups (e.g., Fujita’s USCI (unit-subduced-
cycle-index) approach [26 ~29] and Fujita’s proligand method [30 ~32] ), we shall con-
sider cases in which a given skeleton has n substitution positions governed by an RS-
stereoisomeric group G.

Suppose that the action of an element P of G on the skeleton is represented as a
product of d-cycles (d = 1,2,...,n), where the number of the d-cycles is equal to vy(P).
On the same line as Fujita’s proligand method [30 —32] , the number of promolecules
as RS-stereoisomers can be counted by using the following cycle index with chirality
fittingness (CI-CF):

CI—CF(G- $4,b4)

_ |G‘ { Z bV1(P)bV2 .b;n(P)_i_ Z $'1/1(P)$52(P),,,$Zn(1’)

PeGc PeoGe
. Z PP ) Z gnPiga®) . gu(P) § (11)
PesGe PelGe

where the sphericity index (SI) aq4 (for $,) is assigned to a d-cycle appearing in the P of
0Ge or IGe if d is odd; the SI ¢4 (for $,) is assigned to a d-cycle appearing in the P of
0Gg¢ or ch if d is even; and the SI b, is assigned to a d-cycle appearing in the P of G¢
or 0G¢ whether d is odd or even. Note that, during enumeration processes under eq. 11,
each quadruplet which constructs a single stereoisogram is regarded as one entity which

is counted just once. Thus, in one extreme case (Type IV shown in Fig. 2), a degenerate
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promolecule A is counted just once as one quadruplet; and, in the other extreme cases
(Type IIT shown in Fig. 2), the set of four promolecules (A, A, B, and B) is counted just
once as another quadruplet.

Suppose that the n substitution positions in the skeleton of G-symmetry accommodate

n proligands selected from the following warehouse:

X ={X1,Xo,.. ., XiniP1: Pas - - - Py D1, Py - - - P (12)

where X;, Xy, etc. represent achiral proligands; p,, p,, etc. represent chiral proligands;
Dy, Dy, etc. represent chiral proligands of opposite chirality; and m and m’ represent non-
negative integers. The selection of such substituents produces an isomer having 6; of Xy,
0y of Xo, -+ Oy, of X35 07 of py, 0 of py, -+ 0., of p,,; 67 of Dy, 05 of Dy, - -+ 07, of D1,

where these numbers satisfy the following partition:

0] = 61+6+---+06,
+0+ 0+ +0,
+0]+65+-- 400, =n. (13)

Then, each proligand is characterized by a molecular formula represented as follows:

Wo = XEXE - XOplips - b BBy - D (14)
Let the symbol Ny denote the number of such isomers (quadruplets) as having the molec-
ular formula Wy, where each quadruplet of RS-stereoisomers is counted just once. By
using the CI-CF (eq. 11), Theorem 1 of Ref. [30] (or equivalently Theorem 2 of Ref. [32]

) can be applied to this case so as to give the following theorem:

Theorem 1 Suppose that the n substitution positions in the skeleton governed by the
RS-stereoisomeric group G accommodate n proligands selected from the warehouse (eq.
12) so as to give quadruplets of RS-stereoisomers. Then, the number Ny of quadruplets
having the formula Wy (eq. 14) is calculated by means of the CI-CF (eq. 11) so as to give

the following generating function:

> NgWy = CI-CF(G; $4, ba), (15)
)

where the summation is concerned with the partitions represented by [6] (eq. 13) and the
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SIs are replaced by the following ligand inventories:

X{+ X3+ + X, (16)
XE4 X4 4 -+ X 4 2p77 D 4 2p By 4 - 4 2p P (17)

bi = X{+X§+ -+ XL +p{+Ds+ -+ D + DI +Ds+ - +Do.  (18)

Qq

Cd

It should be noted that the three modes of proligand packing due to sphericities are
effective through the Sls for this case of RS-stereoisomeric groups on the same line as the
case of point groups [30, 32] .

To exemplify the usefulness of the present approach, let us count methane derivatives
by using eq. 15 and the relevant equations. The RS-stereoisomeric group T ;7 for counting
methane derivatives (eq. 10) has 48 permutation operations, where the cycle structure of

each operation is used by following eq. 11. Thereby, we obtain the following CI-CFs:

1
CI-CF(T 17:$4,04) = = {b + 3b3 + 8b1bs + Gajcs + 6y
+ 6b7by + 6by + af + 3¢ + 8ajas} . (19)

According to eq. 12, we take account of the following warehouse for methane derivatives:
X ={ABXY; p,qrs P,qT5} (20)
where the letters A, B, X, and Y represent achiral proligands and the pairs of p/p, q/q,

/T, and s/8 represent pairs of enantiomeric proligands. Thereby, eqs. 16-18 for counting

methane derivatives are obtained as follows:

ag = AT+ BI XY (21)
cq = Ad + Bd + Xd + Yd + 2pd/2§d/2 + 2qd/2qd/2 + 2rd/2fd/2 + 28d/2§(1/2 (22)
by = A+ B+ X'+ Y 4+ pl+qf 1+ s+ gt T 45 (23)

The ligand inventories (eqs. 21-23) are introduced into the CI-CF (eq. 19) and the

resulting equation is expanded so as to give the corresponding generating function for
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RS-astereogenic

RS-stereogenic

Lok
Y"'/kB 6;7 P
1D 2(Ci.D
Lok
pd p A7 A pd >p
P A P
3(1.10) 4(C, 1) 5(Ci I
q p A
p"'/kp p"'/kp p"'/kA Ak Ak
p p p ;;(/ B q¢7 >B
chiral 6(C;.I)  7(CiI)  8(CplD P
L A A 18(G. 1 19(Gy, 1
q;f p péka q;7kA apikq q;/"'kr
9(Cy, 1) 10(C,, ) 11(Cy, 1) 20(C,, 1) 21(Cy, 1)
A A A V\ 1
p‘VKB p‘fkﬁ p‘fkq A 7
p P p q r
12(c.1p  13(C. 1D 14(Cy. 1D 22(Cp 1 23(Cy 1)
qff\p @"“Lp ry 1)\p
q
151y 16(C.1)  17(Cy. 1)
NP S
A7 A A7 A B7 A
A/ A/ B/
achiral | 24 (T1;,\,IV) BELN) 26C ) . /kB
57 v A"'/KX ﬁ'“/kA 30 v
Y \ g
27(S,IV)  28(CIV)  29(C,.IV)

Figure 3: Quadruplets of RS-Stereoisomers (Types I to V) for tetrahedral molecules. The
symbols A, B, C, and D represent atoms or achiral ligands. The symbols p, q, r, and s
represents chiral ligands, while each symbol with an overbar represents the correspond-
ing chiral ligand with the opposite chirality. An arbitrary promolecule is depicted as a

representative of each quadruplet of RS-stereoisomers (e.g., A in Fig. 2).
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counting promolecules:

M = ABXY + [ppqq + - - -]
+[A'+ ]+ [AB+- ]+ [APB 4]
+APBX 4]+ [APDD 4]+ [P
+ [ABpp+ -]
+ 5[(A% + A%) + -] + L[(A%Bp + A%Bp) + -]

+SI(A%? + A% 4]+ L[(A%q + A% + -]
+%[(ABp2+ABﬁ2)+~~}

+ %[(AﬁwAﬁp) el %[(Ap“‘ +ADY) -]+ %[(Ap2q+ APG) + -]
+ %[(p“ +P) 4]+ %[(pgﬁJrﬁgp) +-o]

+ %[(p3q+ﬁ3a) +e ]+ %[(DZﬁquﬁZp?l) +o]

+ %[(quQ +PT) 0]+ %[(PQQQ-FﬁZ(@ +oe]

+%[(p2qr+§2ﬁ)+m]

+ %[(ABXp +ABXp) + -]+ %[(Aqu+ ABpPq) + - -]

+ %[(ApﬁquApm) o]t %[(quw Apar) + -]

+ 5 (pPar + pPaE) + -] + 2 [(pars + B) + - (24)

The results are depicted in Fig. 3, where the categorization into five types is shown
for the sake of convenience, although eq. 24 itself involves no such categorization. In
Fig. 3, an arbitrary representative is selected from each quadruplet of RS-stereoisomers.
For example, an entity 18 of Type III is a representative A selected from A, A, B,
and B, which are shown in the Type-IIT stereoisogram (Fig. 2). Note that the four RS-
stereoisomers (A, A, B, and B) is conceptually recognized to become degenerate into
a single entity (counted as one quadruplet) under the action of the RS-stereoisomeric
group T ;. Because the present approach differentiates between a chiral proligand and
its enantiomeric proligand, a quadruplet of RS-stereoisomers is represented by the term
%(ABXerABXﬁ)7 where the participation of two RS-diastereomers for ABXp (or ABXp)
is not explicitly described. Note that the formulas of the two RS-diastereomers are
identical with ABXp (or ABXp), while the formulas of the two enantiomers are different
to be ABXp and ABXp. As a result, the number of such an entity is calculated as the
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coefficient 1 appearing in the term 1 x %(ABXerABXﬁ), where the coefficient 1 is omitted

for the sake of simplicity, as found in eq. 24.

3 Effects of Subgroups of Index 2

The RS-stereoisomeric group (G) contains three subgroups of index 2, which correspond
to the three subgroups of the factor group G/Ge¢ (egs. 3, 4, and 7). This section is

devoted to discuss effects of such subgroups of index 2.

3.1 Simultaneous Action of an RS-Stereoisomeric Group and its

Maximum Point Subgroup

One of the three subgroups of index 2 contained in the RS-stereoisomeric group (G) is

the maximum point-subgroup represented as follows:
GCO’ = GC + JGC7 (25)

which is concerned with chirality /achirality. The index 2 of the group G¢, is represented

by the following coset decomposition:
G = Gg, + Gy, (26)

where we have |G|/|G¢o| = 2.

Under the the action of the point group Ge,, each pair of enantiomeric promolecules
or each achiral promolecule is counted just once. In agreement of this feature, let us
encircle the two promolecules of each enantiomeric or self-enantiomeric pair appearing
in Fig. 2. Thereby, we obtain Fig. 4, where each enantiomeric pair (e.g., A~@—~A) or
each self-enantiomeric pair (e.g.,, A—@—A) in a stereoisogram is regarded as an entity
to be taken into consideration. It should be noted that such a self-enantiomeric pair as
A—@—A is conceptually derived by putting A = A in the enantiomeric pair A~@—A.
In order to clarify our standpoint of enumeration (cf. Fig. 4), let us refer to the entity
(i.e., the pair of two enantiomeric or self-enantiomeric promolecules) as an E-pair. In
this treatment, an E-pair for a pair two enantiomeric promolecules is regarded as being
chiral, while an E-pair for a pair of self-enantiomeric promolecules (a hypothetical pair)
is regarded as being achiral.

Our present target is to count inequivalent E-pairs under the action of the point group

G, and of the RS-stereoisomeric group G:

Self-RS-diastereomeric and/or Self-Holantimeric E-Pairs—Types I, II, and IV
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RS-astereogenic RS-stereogenic
’I‘ype I: [777751]
chiral/
RS-stereogenic/
ascleral

S
Al <o~ | A
A ~o~|A
chiral

Type IL: [—,a,—] Type IIL: [—,—, —]

chiral/ chiral/

RS-astereogenic/ RS-stereogenic/

scleral scleral

S S
Al =— | A Al ~o— | B
A == | A Al ~o>|B

Type IV: [a,a,d] Type V: [a,—,—]

achiral/ achiral/

RS-astereogenic/ RS-stereogenic/

ascleral scleral

S S
achiral A A A B

Figure 4: Stereoisograms of five types, each of which contains two chiral or achiral E-
pairs encircled by oval boxes. Two E-pairs contained in a stereoisogram of Type I, II, or
IV are self-RS-diastereomeric and/or self-holantimeric, while two E-pairs contained in a
stereoisogram of Type III or V are RS-diastereomeric and holantimeric.



The two chiral E-pairs of the Type-I stereoisogram (Fig. 4) are identical with each
other in isolation [33] . After incorporated in the Type I stereoisogram, they are
superposable under the action of G, although they are not superposable under the
action of G¢,. Because the two E-pairs coincide with each other by the operations
of Gz, the set of the two chiral E-pairs (as an entity) can be referred to as being
self-holantimeric. As a result, the two chiral E-pairs become degenerate to give a
single entity which is counted just once under G, as well as under G [34] .

The two chiral E-pairs of the Type-II stereoisogram (Fig. 4) are also identical with
each other in isolation [33] . They are superposable under the action of G, although
they are not superposable under the action of G¢,. The set of the two chiral E-
pairs can be referred to as being self- RS-diastereomeric. As a result, the two chiral

E-pairs construct an entity to be counted just once under G¢, as well as under G.

The two achiral E-pairs of the Type-IV stereoisogram (Fig. 4) are also identical
with each other in isolation [33] . They are superposable under the action of G,
just as they are superposable under the action of Gg,. The set of the two achiral
E-pairs can be referred to as being self- RS-diastereomeric and self-holantimeric. As
a result, the two achiral E-pairs become degenerate to give an entity to be counted

just once under G¢, as well as under G.

RS-Diastereomeric and Holantimeric E-Pairs—Types III and V The two chiral
E-pairs of the Type-III stereoisogram (Fig. 4) are not superposable under the action
of Gg,. The two achiral E-pairs of the Type-V stereoisogram (Fig. 4) are not
superposable under the action of G¢,. Both the set of the two chiral E-pairs (Type
IIT) and the set of the two achiral E-pairs (Type V) can be referred to as being RS-
diastereomeric and holantimeric. Because the two E-pairs of Type III (or of Type
V) exhibit no degeneration, they give two entities to be counted separately under
G¢o- Under the action of G, on the other hand, they are regarded as constructing

a quadruplet which is counted just once .

According to the behavior shown in Fig. 4, the number of the E-pairs under G¢, is

obtained by means of the following CI-CF:
CI-CF(GCJ; $d7 bd)

1 1Z 7/ v, V) < v
_ G { Z bll(P)bzz(P) . ,bnn(P) + Z $11(P)$22(P) . $nn(P)} , (27)

PeGe PeoGe

where each E-pair is counted just once. This means that a quadruplet of a Type-I, -II,

or -1V stereoisogram contributes the number of E-pairs by one, while a quadruplet of a
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Type-III or -V stereoisogram contributes the number of E-pairs by two.
By an analogy of G¢ vs. Gg, (index 2), the index 2 for G¢, vs. G indicates that
the number of self-RS-diastereomeric and/or self-holantimeric E-pairs (i.e., the number

of quadruplets of Type-I, -II, and -IV) can be calculated by means of following CI-CF:

CI-CFVYNY(G; 84, by)
= QCI—CF(G; $d7 bd) - CI—CF(GCU; $4, bd)

2

- = p P2 P) L (P) grPgnP) . gun(P) L (28)

6% 2
which is obtained by collecting the SIs for the elements contained in the coset 7G¢, of eq.
26. The derivation of eq. 28 is alternatively rationalized as follows: The CI-CF(G; $,4, bq)
(eq. 11) counts each quadruplet just once, so that the resulting number is the sum of the
number (Ng) of self-RS-diastereomeric and/or self-holantimeric E-pairs (i.e., the number
of quadruplets of Type I, II, and IV) plus the number (Nj) of RS-diastereomeric and
holantimeric E-pairs (i.e., the number of quadruplets of Type III and V). On the other
hand, the CI-CF(Ggy; $4,b04) (eq. 27) counts each self-RS-diastereomeric and/or self-
holantimeric E-pair (i.e., each quadruplet of Type I, II, and IV) just once (Ng), while it
counts two E-pairs separately for a quadruplet of Type III and V (2N},). It follows that
we can put 2(Ng + Ng) — (Ng + 2Nj) = Ng, which is the number to be obtained (eq.
28).

The number (Nj;) of RS-diastereomeric and holantimeric E-pairs (i.e., the number of

quadruplets of Type III and V) is calculated by the following CI-CF:

CL-CFMYI(G; $,4,by)
= CI-CF(GCJ; $d7 bd) — CI—CF(G $d7 bd)

= ‘7(1}| { Z bllfl(P)bgz(P) . bZn(P) + Z $11’1(P)$;2(P) . $Zn(P)

PeGe PeoGe
- Z bl”'(P)b?(”---b;"(P)* Z $1VI<P)$;2<P)._,$ZTL(P) i (29)
PesGe PETGC

because we can put (Ng + 2Ng) — (Ng + Ni) = Np. Obviously, eq. 29 is obtained by
changing the signs of the elements corresponding to the coset 7Ge, (eq. 26, ie., 7Ge +
T G() which appears in eq. 11.

(eq. 14). Let the symbol NO[T] (r =111, ..., V or their combination) denote the number of

Let us use the warchouse (eq. 12), the partition (eq. 13), and the molecular formula
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such isomers as having the molecular formula Wy, where each quadruplet contained in a
stereoisomer is counted just once. By using one of the CI-CFs (eqs. 28 and 29), Theorem
1 of Ref. [30] (or equivalently Theorem 2 of Ref. [32] ) can be applied to this case so as

to give the following generating function:

S TNTIW, = CLCFT(G; 84, b), (30)
0]

where 7 = I/II/IV or II1/V; the summation is concerned with the partitions represented
by [0] (eq. 13); and the SIs are replaced by the ligand inventories shown in eqgs. 16-18.
It should be noted that three modes of proligand packing are effective for this case of
RS-stereoisomeric groups on the same line as the case of point groups [30, 32] .

The maximum point group (T,) of the RS-stereoisomeric group T 7 (eq. 10) has the

following 24 permutation operations:

T, = T+oT (31)
= {I,Co), Caw), Caz), Cs1), Csia)s Oz, Gy, Ciays Oy Ciy Oy
Ta); Su3), Sis), Tae) Ta2), Ty, Sary, Sirys Tas)s iy Oas) Samy (32
= {(D(2)3)4),(12)(34),(13)(24),(14)(23),(1)(243),(123)(4),
(134)(2),(142)(3),(1)(234),(124)(3),(132)(4),(143)(2);

)
(1)(23)(4),(1243),(1342),(14)(2)(3), (1)(2)(3 4), (1 2)(3)(4),
(1324),(1423),(1)(24)(3),(1234),(13)(2)(4),(1432)}. (33)

According to eq. 26, we obtain the following coset decomposition:

T, -=Ty+5T4 (34)

dol
where we have |T ;7]/|Tq| = 2.

By collecting the Sls for the elements contained in the coset ¢ Ty of eq. 34, eq. 28 for
this case gives the following CI-CF:

, 1
CL-CFMVWINI(T =8, by) = 351 (ai + 3¢5 + 8ayas + 6b7by + 6by) . (35)

We change the signs of the elements corresponding to the coset 0Ty (eq. 34, i.e., T +
T T) which appears in eq. 19. Thereby, eq. 29 for this case gives the following CI-CF:

CL-CFMYI(T 5 84,b4) = bt + 3b2 4 8b1bs + 6a2c, + 6cy

=
48
— 6b7by — 6by — aj — 3¢5 — 8ajas) . (36)
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Let us use the warechouse for methane derivatives (eq. 20) and the ligand inventories
(eqs. 21-23). Suppose that the right-hand side of eq. 30 is replaced by eq. 35 or eq. 36
and that the left-hand side is regarded as N,[I/ WIVE oy NG(IH"/V).

The ligand inventories (eqs. 21-23) are introduced into the CI-CF (eq. 35). The ex-
pansion of the resulting equation gives the corresponding generating function for counting
quadruplets:

JWWINE = ABXY + [ppqq + - - -]
+[AT ]+ [APB4 -+ [APBR
+[A'BX 4+ F[APP A+ ]+ PP )
1., .. ; 1
+ 5[(Adp+A3§) +-- ]+ 5[(AZBerAZBp) +--]
1 1
+5[(A%D* + A%D?) + -]+ S[(A%a + A’Pa) + -]
1 2 -
+§[(ABp +ABDP?) + -]
1 1 . 1
+5lAP* D+ AR’p) + -] + S[(AP* + AD) + -] + S[(Ap’q + AP’T) + -+
1 1
+3l0"+ )+ 1+ S0P +57p) + -]
1., . ; 1
+5[(P°a+P°) + -]+ 5 [(P*Pa + P*pT) + -]
1, 59 o 1,5 5
+ 30+ 5°T) + -] + S [(%ad + DPad) + -]
1 o
+ 5%+ p7a) + -]

(37)
where each coefficient represents the number NG[UH/ W], to which each quadruplet corre-
sponding to a stereoisogram contributes by one.

The ligand inventories (eqs. 21-23) are introduced into the CI-CF (eq. 36) and the

resulting equation is expanded so as to give the corresponding generating function for

counting quadruplets:
ST = [ABpp + -]
1 1
+ 5[(ABXp + ABXp) + -] + §[(Aqu + ABpPQ) + - - -]
1 1
+ 5[(ApPa + Appq) + -] + S[(Apar + Apar) + -]

+ 5[(oPar + DB + -] + 3 [(pars + pa) + -+ (59)

where each coefficient represents the number ]\76[,111/\/]7 to which each quadruplet corre-
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sponding to a stereoisogram contributes by one. The categorization according to eqgs. 37

and 38 is in agreement with Fig. 3.

3.2 Simultaneous Action of an RS-Stereoisomeric Group and its

Maximum RS-Permutation Subgroup

As another subgroup of index 2 contained in the RS-stereoisomeric group (G), we then

examine the maximum RS-permutation subgroup:
Ges = Geo +0Ge (39)

for representing RS-stereogenic/RS-astereogenic. The index 2 of the group Ges is rep-

resented by the following coset decomposition:
G = G¢z +0Ges, (40)

where we have |G|/|Ges| = 2. Under the the action of the maximum RS-permutation
subgroup Gggs, each pair of RS-diastereomeric promolecules or each RS-astereogenic
promolecule is counted just once.

Let us encircle each RS-diastereomeric or self-RS-diastereomeric pair appearing in
Fig. 2. Thereby, we obtain Fig. 5, where each RS-diastereomeric (e.g., A ~—o— A or
A «—o—B) or self-RS-diastereomeric pair (e.g., A=o=—A) is explicitly indicated. Note
that each RS-diastereomeric pair or each self-RS-diastereomeric one is an entity which
belongs to the maximum RS-permutation subgroup Ggs or its subgroup. As an analogy
to the term E-pair, let us refer to a pair of two RS-diastereomeric promolecules and a
self- RS-diastereomeric promolecule under the names of an RS-stereogenic D-pair and an
RS-astereogenic D-pair, respectively.

Our target is to count inequivalent D-pairs under the action of the RS-permutation

group G¢s and of the RS-stereoisomeric group G:

Self-Enantiomeric and/or Self-Holantimeric D-Pairs—Types I, IV, and V The
two D-pairs of the Type-I stereoisogram (Fig. 5) are identical with each other in
isolation. After the two D-pairs are incorporated into a stereoisogram, they are su-
perposable under the action of G, while they are not superposable under the action
of Ggs. The set of the two D-pairs can be referred to as being self-holantimeric. As
a result, the two D-pairs become degenerate to construct an entity to be counted

just once under Gez as well as under G.

The two RS-astereogenic D-pairs of the Type-IV stereoisogram (Fig. 5) are also

identical with each other in isolation. After incorporation in a stereoisogram, they
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RS-astereogenic

RS-stereogenic

chiral

Type L [77 77“]
chiral/
RS-stereogenic/
ascleral

Type II: [77‘17 7]
chiral/
RS-astereogenic/
scleral

S

Type III: [77 ) 7]
chiral/
RS-stereogenic/
scleral

S

achiral

Type IV: [a,a,q]
achiral/
RS-astereogenic/
ascleral

Type V: [a, —,—]
achiral/
RS-stereogenic/
scleral

Figure 5: Stereoisograms of five types, each of which contains two RS-stereogenic or RS-
astereogenic D-pairs encircled by oval boxes. Two D-pairs contained in a stereoisogram
of Type I, IV, or V are self-enantiomeric and/or self-holantimeric, while two D-pairs
contained in a stereoisogram of Type II or III are enantiomeric and holantimeric.
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are superposable under the action of G, just as they are superposable under the
action of Gggz. The set of the RS-astereogenic D-pairs can be referred to as being
self-enantiomeric and self-holantimeric. It follows that the two RS-astereogenic D-

pairs construct an entity to be counted just once under G¢gz as well as under G.

The two RS-stereogenic D-pairs of the Type-V stereoisogram (Fig. 5) are identical
with each other in isolation. They are superposable under the action of G, although
they are not superposable under the action of G¢z. Hence, the set of the two D-
pairs can be referred to as being self-enantiomeric. The two D-pairs construct an

entity to be counted just once under Ggz as well as under G.

Enantiomeric and Holantimeric D-Pairs—Types II and III The two RS-stereoge-
nic D-pairs of the Type-III stereoisogram (Fig. 5) are not superposable under the
action of G¢z. The two RS-astereogenic D-pairs of the Type-II stereoisogram (Fig.
5) are not superposable under the action of Ggz. Both the set of the two RS-
stereogenic D-pairs (Type III) and the set of the two RS-astereogenic D-pairs (Type
II) can be referred to as being enantiomeric and holantimeric. Because the two D-
pairs of Type III (or of Type II) exhibit no degeneration, they give two entities to
be counted separately under Gegz. Under the action of G, on the other hand, they

are regarded as constructing a quadruplet which is counted just once .

According to the behavior shown in Fig. 5, the number of the D-pairs under G¢y is

obtained by means of the following CI-CF:
CI—CF(Gcg; bd)

1 v Ve v 1Z
= Gl {Z b ) e $T bll(P)b;(P)v”bZ”(P)}, (41)
Cs

PeGe PeoGeo

where each D-pair is counted just once. This means that a quadruplet of a Type-I, -1V,
or -V stereoisogram contributes the number of D-pairs by one, while a quadruplet of a
Type-1I or -III stereoisogram contributes the number of D-pairs by two.

By an analogy of G¢ vs. Gg, (index 2) and Ge, vs. G (index 2), the index 2 for
Ges vs. G indicates that the number of self-enantiomeric and/or self-holantimeric D-pairs

(i.e., the number of quadruplets of Type-I, -IV, and -V) can be calculated by means of
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following CI-CF:

CI-CFYY/VI(G; 84, ba)
= QCI—CF(G, $d~, bd) - CI—CF(GCE; bd)

= % Z gr(PIgnP) . gn(P) 4 Z grPgra®) . gun(®) § (42)
PeoGe PeIGc

which is obtained by collecting the SIs for the elements contained in the coset cGes of
eq. 26.

In an analogous way to the derivation of eq. 28, the derivation of eq. 42 is ratio-
nalized as follows: The CI-CF(G;$4,b4) (eq. 11) counts each quadruplet just once, so
that the resulting number is the sum of the number (Np) of self-enantiomeric and/or
self-holantimeric D-pairs (i.e., the number of quadruplets of Type I, IV, and V) plus the
number (N},) of enantiomeric and holantimeric D-pairs (i.e., the number of quadruplets
of Type II and III). On the other hand, the CI-CF(G¢g; $4, ba) (eq. 41) counts each self-
enantiomeric and/or self-holantimeric D-pair (i.e., each quadruplet of Type I, IV, and V)
just once (Np), while it counts two D-pairs separately for a quadruplet of Type II and 11T
(2Np). It follows that we can put 2(Np + Np) — (Np +2Np,) = Np, which is the number
to be obtained (eq. 42).

The number (N},) of enantiomeric and holantimeric D-pairs (i.e., the number of
quadruplets of Type II and III) is calculated by the following CI-CF:

CL-CFMV(G; $,4, by)
= CI-CF(Gcg; bd) - CI-CF(G}7 $d7 bd)

1 U g , 1% v 1%
- |G|{ S PP ) S grPiga() L gne)

PeGe PeoGe
n Z bnl/l(P)bgz(P) . b‘;l"(P) _ Z $11/1(P)$;2(P) ce $';Ln(P) , (43)
Pe5Ge PelGe

because we can put (Np + 2N}) — (Np + Np) = Np,. Obviously, eq. 43 is obtained by
changing the signs of the elements corresponding to the coset cGes (eq. 26, ie., 0Ge +
TGC) which appears in eq. 11.

Let us use the warehouse (eq. 12), the partition (eq. 13), and the molecular formula
(eq. 14). eq. 30 is effective for the simultanecous action of the RS-stereoisomeric group
and its maximum RS-permutation subgroup, where we put 7 = I/IV/V or II/III and the
CI-CF in the right-hand side is replaced by eq. 42 or eq. 43.
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The maximum RS-permutation subgroup (T5) of the RS-stereoisomeric group T 7
(eq. 10) has the following 24 permutation operations:

T; = T+oT (44)
= {I,Con), Ca), Caa), Cs), Caga), Oz, Caiay, Cigays Cagays Cigays Cigays
Fa(r) i), Siiays Gas), Fa@)> Faay, Sa1)s Sar), Faa): Siay Gas) Sz} (45)
= {(D2)B)4),(12)(34),(13)(24),(14)(23),(1)(243),(123)4),
(134)(2),(142)(3),(1)(234),(124)(3),(132)(4),(143)(2);

)
(1)(23)(4),(1243),(1342),(14)(2)(3),(1)(2)(3 4), (1 2)(3)(4),
(1324),(1423),(1)(24)(3),(1234),(13)(2)(4),(1432)}. (46)

According to eq. 40, we obtain the following coset decomposition:
ngf =T5+ O’T;;v7 (47)

where we have |T ;|/|Ts| = 2.
By collecting the SIs for the elements contained in the coset 0'Ts of eq. 47, eq. 42 for
this case gives the following CI-CF:

, 1
CL-CFVVV(T =8, bs) = 7 (6ajcs + 6ey + af + 3¢5 + 8ayaz) - (48)

We change the signs of the elements corresponding to the coset 0T (eq. 47, i.e., cT
T T) which appears in eq. 19. Thereby, eq. 43 for this case gives the following CI-CF:

CI—CF[H/IH]( P I7 $d> bd) b4 + 3b2 + 8b1b3 - 6(1162 - 6C4

s 0
+ 6b7by + 6by — aj — 3¢5 — 8ajas) . (49)

Let us use the warchouse for methane derivatives (eq. 20) and the ligand inventories
(eqs. 21-23). Suppose that the right-hand side of eq. 30 is replaced by eq. 48 or eq. 49
and that the left-hand side is regarded as Ng“/“V/V] or N(E,H/ m,

The ligand inventories (egs. 21-23) are introduced into the CI-CF (eq. 48). The ex-

pansion of the resulting equation gives the corresponding generating function for counting
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promolecules:

fII/IV/V] = ABXY + [ppqg+ - -]
F A Y [APB ] H[ATBE 4
+[APBX + -]+ [APpD+ -]+ PP+ -]
+ [ABpp + - -], (50)

where each coefficient represents the number N(E/IV/ V], to which each quadruplet corre-
sponding to a stereoisogram contributes by one.

The ligand inventories (eqs. 21-23) are introduced into the CI-CF (eq. 49) and the
resulting equation is expanded so as to give the corresponding generating function for

counting promolecules:

FI = DA%+ A) -] + 2[(A%Bp+ A”BD) + -]
+ S 4 A% 4o+ S[(Apa + A%) 4]
+ l[(ABp2 + ABpP?) + - -]
*[App+App 1+ [Ap +ADY) + -]+ %[(Ap2q+Af>2§)+---]
*[(p +p) +- ]+ [( D +D°p) + -]
+§[(p a+p°q) + -]+ 5[(p2m+ﬁ2pa) +oo]
+ %[(quZ +PT) o]+ %[(p2(1§+§2q?1) o]
+ %[(pzqﬂrﬁ@) +-00]
+ %[(ABXp + ABXp) + -]+ %[(Aqu+ ABpPq) + - - -]
+ 5[(ApPa+ ApP) + -]+ 5[(Apar + Apar) + ]
+ 51(0Par + pPar) + -]+ Sl(pars + pa) + -], )
where each coefficient represents the number Ngl/ IH], to which each quadruplet corre-

sponding to a stereoisogram contributes by one. The categorization according to egs. 50

and 51 is in agreement with Fig. 3.
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3.3 Simultaneous Action of an RS-Stereoisomeric Group and its

Maximum Ligand-Inversion Subgroup

As a further subgroup of index 2 contained in the RS-stereoisomeric group (G), we

examine the maximum ligand-inversion subgroup:
Gep=Go+1Ge (52)

for representing sclerality /asclerality. The index 2 of the group G is represented by the
following coset decomposition:
G =G, +0G.; (53)

where we have |G|/|G 7| = 2.

Under the the action of the maximum ligand-inversion subgroup Gz, each pair of
holantimeric promolecules or each ascleral promolecule is counted just once. Let us en-
circle each holantimeric or self-holantimeric pair appearing in Fig. 2. Thereby, we obtain
Fig. 6, where each holantimeric (e.g., A~e—B or A<—e—B) or self-holantimeric pair
(e.g., A—e=—A or A—e=—A) is explicitly indicated so that it is regarded as equivalent
so as to be counted just once under the action of the maximum inversion subgroup G ;.

As an analogy to the terms FE-pair and D-pair, let us refer to such a pair of two
holantimeric or self-holantimeric promolecules as an H-pair. Thereby, such H-pairs can

be treated in an analogous way to E-pairs and D-pairs.

Self-Enantiomeric and/or Self-RS-diastereomeric H-Pairs—Types II, IV, and V
If the two scleral H-pairs of the Type-II stereoisogram (Fig. 6) are examined in iso-
lation, they are identical with each other. When incorporated in the stereoisogram,
they are superposable under the action of G, although they are not superposable
under the action of G,;. The set of the two scleral H-pairs can be referred to as
being self- RS-diastereomeric. Hence, the two scleral H-pairs become degenerate to
give a single entity, which is counted just once under G ; as well as under G.

The two ascleral H-pairs of the Type-IV stereoisogram (Fig. 6) are also identical
with each other in isolation. They are superposable under the action of G, just as
they are superposable under the action of Ggsz. The set of the two scleral H-pairs
can be referred to as being self-enantiomeric and self- RS-diastereomeric. The two
ascleral H-pairs construct an entity to be counted just once under G; as well as
under G.

The two scleral H-pairs of the Type-V stereoisogram (Fig. 6) are identical with each
other in isolation. They are superposable under the action of G, although they are

not superposable under the action of G;. The set of the two scleral H-pairs can
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RS-astereogenic

RS-stereogenic

chiral

’I‘ype I: [77 77“]
chiral/
RS-stereogenic/
ascleral

Type IL: [—,a,—]
chiral/
RS-astereogenic/
scleral

Type III: [77 ) 7]
chiral/
RS-stereogenic/
scleral

S

achiral

Type IV: [a,a,q]
achiral/
RS-astereogenic/
ascleral

Type V: [a, —, ]
achiral/
RS-stereogenic/
scleral

Figure 6: Stereoisograms of five types, each of which contains two scleral or ascleral H-
pairs encircled by oval boxes. Two H-pairs contained in a stereoisogram of Type II, IV,
or V are self-enantiomeric and/or self- RS-diastereomeric, while two H-pairs contained in
a stereoisogram of Type I or III are enantiomeric and RS-diastereomeric.
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be referred to as being self-enantiomeric. The two identical H-pairs are regarded as

an entity to be counted just once under G ; as well as under G.

Enantiomeric and RS-Diastereomeric H-Pairs—Types I and III The two scleral
H-pairs of the Type-III stereoisogram (Fig. 6) are not superposable under the action
of G;. The two ascleral H-pairs of the Type-I stereoisogram (Fig. 6) are not super-
posable under the action of G ;. Both the set of the two scleral H-pairs (Type III)
and the set of the two ascleral H-pairs (Type I) can be referred to as being enan-
tiomeric and RS-diastereomeric. Because the two H-pairs of Type III (or of Type
I) exhibit no degeneration, they give two entities to be counted separately under
G 7. Under the action of G, on the other hand, they are regarded as constructing

a quadruplet which is counted just once.

According to the behavior shown in Fig. 6, the number of the H-pairs under G, is
obtained by means of the following CI-CF:

CI—CF(GCIN; $d> bd)

= @ PEZG b D))y > 8 P g 5 (54)
o PelGo
where each H-pair is counted just once. This means that a quadruplet of a Type-II, -IV,
or -V stereoisogram contributes to the number of H-pairs by one, while a quadruplet of a
Type-I or -III stereoisogram contributes to the number of H-pairs by two.
By an analogy of G¢ vs. G¢, (index 2), Gey vs. G (index 2), and Gz vs. G (index
2), the index 2 for G; vs. G indicates that the number of self-enantiomeric and/or self-
RS-diastereomeric H-pairs (i.e., the number of quadruplets of Type-1I, -IV, and -V) can

be calculated by means of following CI-CF:

CI-CFMYAY(G; 84, by)
= 2CI-CF(G;$4,bs) — CI-CF(G 3 S, ba)

2 1% 1% - U9
_ { Z $11(P)$22(P) . $#(P) + Z bll(P)b22(P) o bZ"(P)} 7 (55)

|G| PeoGe PeoGe

which is obtained by collecting the SIs for the elements contained in the coset oG ; of
eq. 26.

In an analogous way to the derivation of eqs. 28 and 42, the derivation of eq. 55 is
rationalized as follows: The CI-CF(G;$4,b4) (eq. 11) counts each quadruplet just once,
so that the resulting number is the sum of the number (Ny) of self-enantiomeric and/or

self- RS-diastereomeric H-pairs (i.e., the number of quadruplets of Type II, IV, and V)
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plus the number (N7;) of enantiomeric and RS-diastereomeric H-pairs (i.e., the number of
quadruplets of Type I and IIT). On the other hand, the CI-CF(G7; $4, ba) (eq. 54) counts
each self-enantiomeric and/or self- RS-diastereomeric H-pair (i.e., each quadruplet of Type
IL, IV, and V) just once (Ng), while it counts two H-pairs separately for a quadruplet
of Type I and III (2Ny},). Tt follows that we can put 2(Ny + Nj;) — (Ng + 2N};) = Ny,
which is the number to be obtained (eq. 55).

The number (N};) of enantiomeric and RS-diastereomeric H-pairs (i.e., the number of

quadruplets of Type I and III) is calculated by the following CI-CF:

CI-CFYM(G; $4, by)
= CI—CF(ch, $4,04) — CI-CF(G; $4, ba)

_ |G| { Z bVl(P)bVZ(P) b’l’/ln(P)i Z $11/1(P)$;2(P).”$57L(P)

PeGe PeoGe
Z b'II(P)bgz(P) . bT”Ln(P) + Z $11’1(P)$;2(P) . $Zn,(P) , (56)
PesGe PelGe

because we can put (Ny + 2Ny;) — (Ng + Ny;) = Ny Obviously, eq. 56 is obtained by
changing the signs of the elements corresponding to the coset G (eq. 53, i.e., 0G¢
0G¢) which appears in eq. 11.

Let us use the warehouse (eq. 12), the partition (eq. 13), and the molecular formula
(eq. 14). eq. 30 is effective for the simultaneous action of the RS-stereoisomeric group
and its maximum ligand-inversion subgroup, where we put 7 = II/TV/V or I/III and the
CI-CF in the right-hand side is replaced by eq. 55 or eq. 56.

The maximum ligand-inversion subgroup (T;) of the RS-stereoisomeric group T, ;

(eq. 10) has the following 24 permutation operations:

T; = T+IT (57)
= {1, Cy), Coa), Cos), Cs1), O3y, Ca2), Caiays Ciny Caays Cgayr Coay;
T, 8oy, Cazy, Casy, Cary, Cz), Czy, Oy, 65(1)7 6;?(4)7 65(3)7 63?(2)} (58)
= {()2)B)4),(12)(34),(13)(24),(14)(23),(1)(243),(123)(4),
(134)(2),(142)(3),(1)(234),(124)(3),(132)(4),(143)(2);
(1)(2)(3)(4), (12)(34),(13)(24),(14)(23),(1)(243),(123)(4),
(134)(2),(142)(3).(1)(234),(124)(3).(132)(4),(143)(2)}.  (59)
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According to eq. 53, we obtain the following coset decomposition:
Tpr=Tr+ 0Ty (60)

where we have |T ;7|/|T7| = 2.
By collecting the SIs for the elements contained in the coset 0T of eq. 60, we apply

eq. 55 to this case, obtaining the following CI-CF:
1
24
1

1 (bsz + by +adcy + (:4) . (61)

CL-CFMNYNIT 8,4 by) (6b3by + 6by + Gales + 6cy)

In eq. 19, the signs of the terms which correspond to the elements contained in the
coset 0T} (eq. 60, i.e., 0T + ¢T) are changed from plus to minus. Thereby, eq. 56 for
this case gives the following CI-CF:

CL-CFIWVMI(T = 84, by) = bt + 303 + 8biby — 6aics — 6y

1
i
— 6b7by — 6by + af + 3¢ + 8ayas) . (62)
Let us use the warehouse for methane derivatives (eq. 20) and the ligand inventories
(eqs. 21-23). Suppose that the right-hand side of eq. 30 is replaced by eq. 61 or eq. 62
and that the left-hand side is regarded as NGlH"/W/ Ylor N,,ll/ m,
The ligand inventories (eqs. 21-23) are introduced into the CI-CF (eq. 61). The ex-

pansion of the resulting equation gives the corresponding generating function for counting
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quadruplets:

flII/IV/V] _ [A4+'~~]+[A3B+~~]+[A2B2+...]
+[APBX 4 [APpD 4+ PP ]
+[ABpp + -]

+ %[(Asp +A’D) -]+ %[(A2Bp +A’Bp) + -]

+ (A% 4 A% + o]+ S[(Apa + A%) 4]

+ %[(Asz +ABp’) +---]

+ %[(Ap“’mAﬁ?p) +o]+ %[(Ap"‘ AP 4] %{(Ap2q+ AP*) + -]
+ %[(p“ ) 4]+ %[(D3ﬁ+§3p) +:0]

+ %[(P3Q+5‘3@ +oe] %[(PZﬁQJrﬁz’pG) o]

+ %[(pch HPT) o]+ %[(pzqmﬁ?qa) +oe]

+%[(p2qr+§2@)+”~}7

(63)

where each coefficient represents the number Ngn/ IV/V], to which each quadruplet corre-
sponding to a stereoisogram contributes by one.

The ligand inventories (eqs. 21-23) are introduced into the CI-CF (eq. 62) and the
resulting equation is expanded so as to give the corresponding generating function for

counting quadruplets:

FUI = ABXY + [ppaq + -]
1 1
+ 5[(ABXp + ABXp) + -]+ 5[(Aqu+ ABPQ) + - -]

1
+ [(Ap§q+Apm)+~~]+5[(qur+Aw)+~-}

[N SR

_ ___ 1 7
+ 5 [(pPar +ppar) + -+ ]+ S [(pars +pars) + - -] (64)
where each coefficient represents the number Ng/ HI]., to which each quadruplet corre-
sponding to a stereoisogram contributes by one. The categorization according to eqs. 63
and 64 is consistent to Fig. 3.
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4 Ttemized Enumerations

4.1 Usage of Several Differences

A general method to categorize into each of the five types (Types I to V) is not always
available. However, there are several cases which can be itemized to the five types.

Let us consider the difference between eq. 42 and eq. 55. Because Types IV and V are
commonly contained in both of the CI-CFs, they are cancelled out to give the following
CI-CF:

CI-CFI(G; $4, by)
= CLCFVYYVYI(G;$,,by) — CI-CPIYVI(G; $,4,by)
= CI-CF(GCI, $d7 bd) — CI—CF(Gca; bd)

2 v v 1% 1Z v,
= @ Z $1‘(P)$22(P) o $ZU(P) _ Z bl‘“’)b;(” . bnn(P) , (65)
PelGe PesGe
where the symbol [[-II| designates the difference between Type I and Type II. If the
formulas of Type-I promolecules and those of Type II have no overlap, the terms for
Type-I promolecules have plus signs while the terms for Type-II promolecules have minus
signs. This condition holds true for the present enumeration based on a tetrahedral
skeleton.

As for tetrahedral promolecules of the present enumeration, the difference between eq.
48 and eq. 61 gives the following CI-CF:

CL-CFM (T 7:84,bs) = CLCFVYV(T 8, by) — CLCFM/NYYIT 28, by)

1
= 5 (ai + 3c3 + 8ajaz — 6b7by — 6by) . (66)

It should be noted that, so long as we use the warchouse for methane derivatives (eq. 20),
the formulas of Type-I promolecules and those of Type II have no overlap. The ligand
inventories (eqs. 21-23) are introduced into the CI-CF (eq. 66). The expansion of the
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resulting equation gives the corresponding generating function for counting quadruplets:

ST = ABXY + [ppaq + -]
- %[(ASP+A3§) +o0]= %[(AQBIH A’Bp) + -]
— SIA%D? o+ A%) ] = S[(A%pa + A% +
_ %[(ABpZ+ABﬁ2)+~--}

— LARD + AFD) 4] — (AP + AP) + -] — S[(Ap%a + APT) + -]

1
T2
Loy 1o 3| 3

="+ )+ ] = S P+Pp) + -]

- %[(p3q+53a) AN A %[(pﬁqwﬁ) +-0]

1 o Loy oy
—5[(p2q2+p2q2)+~]—5[(p2qq+p2q<1)+~-}

- %[(qur +p7q) + . (67)

By collecting terms having a plus sign from eq. 67, we obtain the following generating
function for counting quadruplets of Type I:

S = ABXY + [pbag + - --]. (68)

Obviously, the remaining terms having a minus sign correspond to promolecules of Type
1.

Let us consider the difference between eq. 42 and eq. 28 Because Types I and IV are
commonly contained in both of the CI-CFs, they are cancelled out to give the following
CI-CF:

CL-CFV(G; 84, b9)
= CL-CFYYVVI(G; $4,b4) — CI-CFYIVIVI(G; $4, by)
= CI-CF(GCU; $d~, bd) - CI—CF(Gcg; bd)
2 v1(P) gra(P) vn(P) v1(P)yva(P) v (P)

PeoGo Pe5Ge

As for tetrahedral promolecules of the present enumeration, the difference between eq.
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48 and eq. 35 gives the following CI-CF:

CL-CFV (T 2584, by) CI CFW/NVVI(T =84, bg) — CLCFWNVI(T =, b,)
= 24 (6(1162 + 664 - 6b2b2 - 6b4)
1 ;
= Z (111(32 + Cq — b{bg — b4) . (70)

So long as we use the warehouse for methane derivatives (eq. 20), the formulas of Type-
V promolecules and those of Type II have no overlap also. The ligand inventories (egs.
21-23) are introduced into the CI-CF (eq. 70). The expansion of the resulting equation

gives the corresponding generating function for counting quadruplets:

= [ABpp + -]
— Sl A%D) -] — Z[(A%Bp + A’Bp) + -
~ SIA%D? 4 A%B) 4] = S[(A%pa+ A%pa) -]
- %[(ABpZ + ABDP?) + -]
f%[(AﬁmAﬁ?pHm]f%[(Ap3+Aﬁ3)+~--}f%[(Ap2q+A§2®+---]
73[ p'+p") +“'}*%[(p3ﬁ+§3p)+-“]
—*[(pq+pq) 1= [(pﬁquﬁzpﬁ)er]
—5[(pq +PT) ] - %[(p q@+Dqa) + -]
—%[(pzqr+ﬁ2@)+~~} (71)

By collecting terms having a plus sign from eq. 71, we obtain the following generating

function for counting quadruplets of Type V:
JM = [ABpp + -+ . (72)

Obviously, the remaining terms having a minus sign correspond to quadruplets of Type
IL.
Let us consider the difference between eq. 28 and eq. 55. Because Types II and IV are

commonly contained in both of the CI-CFs, they are cancelled out to give the following
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CI-CF:

CI-CFIVI(G; $4, ba)
= CLCFV"™I(G; 84, b4) — CI-CFYMH(G; 84, by)
= CI-CF(GCT; $d7 bd) - CI-CF(GCU; $d7 bd)

_ 2 n(P)gra(P) | gua(P) n(P)gra(P) | gua(P)

= q > s sn® =y s g™ (1)
PelGeo PeoGe

As for tetrahedral promolecules of the present enumeration, the difference between eq.

35 and eq. 61 gives the following CI-CF:

CLCFI" (T 7:84.b) = CLCFWYWN(T 8, by) — CLCFM VYT 28,4, b,)

1
21 (a‘]1 + 3¢2 4 8ayas — 6a3cy — 6c4) . (74)

So long as we use the warehouse for methane derivatives (eq. 20), the formulas of Type-
I promolecules and those of Type V have no overlap also. The ligand inventories (egs.
21-23) are introduced into the CI-CF (eq. 74). The expansion of the resulting equation

gives the corresponding generating function for counting quadruplets:
SV = ABXY + [ppqq + - -] — [ABpp + - - - ]. (75)

The terms having a plus sign in eq. 75 correspond to eq. 68, while the terms having a
minus sign in eq. 75 is in agreement with eq. 72.

By applying eqs. 68 and 72 to eq. 50, we are able to obtain the following generating
function for counting tetrahedral quadruplets of Type IV:

flIV] _ fll/IV/VJ _ flIJ _ f[Vl
= [A'+ ]+ [AB+- ]+ [A’B*+ -]
+ [A’BX 4|+ [A*pD+ -]+ [P+ . (76)

Obviously, the generating functions for counting quadruplets of all of Types I-V can be
obtained by combining the above-mentioned generating functions.

It should be noted, however, that eq. 76 has not been derived by introducing the
ligand inventories (eqs. 21-23) into a single CI-CF. Such a single CI-CF is not so easy to
be obtained in general, unless we have more detailed data of the group-subgroup lattice

of an RS-stereoisomeric group.
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4.2 TItemization with Respect to Types I-V

4.2.1 Action of the Maximum Point Subgroup and its Maximum Chiral Sub-
group

Although such a single CI-CF for counting Type-IV quadruplets is not so easy to be
obtained in general, the one for counting tetrahedral Type-IV quadruplets can be obtained
without full data of the group-subgroup lattice of the RS-stereoisomeric group T ;7.
The action of the maximum point subgroup (G¢,) and its maximum chiral subgroup
(G¢) has been reported in our previous paper [23] , which showed that achiral pro-
molecules (Types IV and V) are counted by means of the following CI-CF (eq. 20 of [23]

):

CICFY'Y)(Gey;$a) = 2CI-CF(Gey;$a,ba) — CI-CF(Ge; by) (77)
1
= $"1(P)$V2(P) o $:n(P)7 (78)
‘GC| PEUZ(:;C 1 2 )

where we use the relationship |Ge,| = 2|Ge|. The action of the Gg, in the left-hand
side of eq. 78 (eq. 20 of [23] ) is concerned with each promolecule, not with each E-pair.
However, eq. 78 can be considered to be concerned with E-pairs, because the formal
description of the CI-CF(G¢y; $4, b4) in eq. 77 is equal to eq. 27. Because the two E-pairs
of each Type-V stereoisogram coalesce with each other to give a quadruplet under G,
the results of eq. 78 contain twice the number of such quadruplets of Type V. Let use
the superscript [IV/2V] in place of the one (IV/V) of the original notation [23] so as
to emphasize that the two RS-diastereomers (or E-pairs) of a Type-V stereoisogram are

counted separately. Thereby, we obtain:

CL-CF"V/2YI(G; $y)

CI-CF™Y'Y)(Gio; $4)
Z $11/1(P)$;2(P) . $Z"(P>' (79)

PecoGe

1
|Gcl
As for the maximum point subgroup Ty, the cycle structures appearing in the coset

oT are collected according to eq. 79 so as to give the following CI-CF:
CL-CFIV/YN(T  :8) = CL-CFY/Y)(Ty;8,)
1 .
~ (6ot + 6y

1
= i(afcz + ). (80)

One of the products of SIs (a2c,) in eq. 80 is related to pseudoasymmetric promolecules
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(Type V, e.g., 30 as well as to other achiral promolecules (Type IV). Hence, we should se-
lect a2ay and ayc, for counting Type IV-promolecules other than the Type-V promolecules.
The terms a?ay and asc, contain a duplicated component represented by a2 so that the
product a2c, is replaced by the combined term a?a; + axe; — a2 in order to to exclude
contamination by pseudoasymmetry (Type-V promolecules). The other product of Sls
(c4) is not related to pseudoasymmetry. Hence, eq. 80 for this case takes the following
form:

CI-CF™I(T .1 $4) = CI-CF™Y)(T; $,) = %(a?az + agcy — a2+ ¢4). (81)

This is the single CI-CF for counting Type-IV promolecules, which is the present target
to be pursued. Note that the number of Type-IV promolecules is equal to the number of
Type-IV quadruplets to be counted.

The subtraction of eq. 81 from eq. 80 gives the CI-CF for counting quadruplets of
Type V as follows:

1
CLCFM(T 5580 = 5 {CLCFIYAN(T 5:80) — CLCFM(T 5580) |

1
—(a3ag + agcy — a3 + c4)

1
= —(dPcy+cy) — i

4

1
= Z(a%@ — alay — ascy + a3). (82)

Note that the number of Type-V promolecules is twice the number of Type-V quadruplets

to be counted.

4.2.2 CI-CFs of Other Types
By means of egs. 48, 81 and 82, we obtain the CI-CF for counting quadruplets of Type I
as follows:
CL-CFM(T ;57 $4, ba)
= CLCFVWNT 184, by) — CLCFIVI(T 18y, by) — CLCFM(T 284, by)
= i(a4+3c2+8a — 6ajay — 6 6a3 — 6cy) 83
= 5@ 5 1a3 — 6alay — Gagcy + 6as — 6cy) . (83)

The CI-CF for counting quadruplets of Type II is obtained by means of egs. 61, 81

and 82 as follows:

CI‘CF[H]( da[7$d7bd)
= CLCFMNVHT 284, by) — CICFIVI(T 15 84, ba) — CLCFY(T 17 84, b4)

1
=1 (bsz + by — alay — agcy + ak — c4) . (84)
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Finally, the subtraction of eq. 84 from eq. 49 gives the CI-CF for counting quadruplets
of Type III as follows:

CI-CFM(T . $4, b4)
= CLCF"M™I(T =84, by) — CLCF(T 2 84, ba)

1
= (b} + 3b3 + 8b1bs — Gajcy + 6c4
— af — 3¢5 — 8ajaz — 6biby — 6by + 12a7as + 12a2¢, — 12a3) . (85)

4.2.3 Generating Functions for Types I-V

The ligand inventories (egs. 21-23) are introduced into the CI-CFs (eqs. 81-85). The
expansion of the resulting equations gives the corresponding generating functions for

counting quadruplets:

M= ABXY + [ppaq+ -] (86)
FM = A%+ A) -] + 1[(A%Bp+ A”Bp) + -]
+ 5% 4 AP 4o+ S[(A%pa + A%a) 4]
+%[(ABp2+ABﬁ2)+~-~]
+%[(AP2§+A§2P)+-“}+%[(AI>3+A53)+-“}+%[(Ap2q+A§2§)+"']
4510+ B 4]+ 0P+ D)+ ]
+%[(PSQ+ﬁ3§)+'“]+%[(P25Q+ﬁ2pﬁ)+'“]
+%[(P2q2+ﬁ2§2)+"']+%[(P2q?1+ﬁ2qfl)+"']
+%[(p2qr+ﬁ2@)+m] (87)
i %[(ABXp + ABXp) + -]+ %[(Aqu + ABPq) + - -]
+ 3[(ApDa -+ Appa) + -] + 1 [(Apar + Apa) + -
+%[(pﬁqr+pw)+~-}+%[(pqrs+m)+-~}, (83)
S = AT )4 [ATB ] AR 4]
+[A’BX+ -]+ [A’pD+- -]+ PP+ -] (89)

M = [ABpp+---]. (90)
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As we found easily, eqs. 86, 89, and 90 are identical with eqs. 68, 76, and 72, respec-
tively. Similarly, eqs. 87 and 88 can be examined to be identical with those derived by

the method described in the preceding subsection.

5 Discussions

It is worthwhile to show that cycle indices (Cls) based on Pélya’s Theorem can be derived
as special cases of the present approach. This approach also reveals an implicit basis of
the CIP-system.

5.1 Symmetries of the Tetrahedral Skeleton

In the present approach, the tetrahedral skeleton is considered to be governed by an RS-
stereoisomeric group T, ;. On the other hand, Polya’s theorem [35, 36] has adopted
the symmetric group of degree 4 (SM) in order to describe the symmetric nature of the
tetrahedral skeleton.

By putting ry = aq = bg = cq, the CI-CF(T ;7; $4,b4) (eq. 19) is converted into the
following CI:

CL-CF(T 55:7a) = i (rf 4373 + 8rirs + 6riry + 6ry) . (91)
This type of equation was first noted by Polya [36, page 21| , where the direct action of
the symmetric group of degree 4 (S™) was used without taking account of the sphericity
concept. This means that Polya’s theorem [35, 36] did not take chiral proligands into
consideration.

According to the warchouse for methane derivatives (eq. 20) which contains achiral

proligands as well as chiral ones, we adopt the following ligand inventory:
ra=A"+B + X'+ Y 4+ pl + ¢+l s+ P+ T+ (92)

where two proligands of an enantiomeric pair are presumed to participate separately. The

ligand inventory (eq. 92) is introduced into the CI (eq. 91) to give the following generating
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function:

g™ = ABXY + [ppqq + - -]
+[ABpp+ - - -]
+ [(ABXp + ABXp) + - - -] + [(ABpq + ABDq) + - - -]
+ [(Appa + Appq) + -] + [(Apar + Apar) + -+
+[(pPar + ppar) + - -] + [(pars + Pars) + -]
+[AY ]+ [AB 4+ [ATBR ]
+ [AZBX 4 -]+ [ADD+ - ]+ PP+ -]
+[(A%p+ A%p) + -] + [(A"Bp + A’Bp) + -]
+[(A%p? + A%D%) + -]+ [(A’pa + A%DT) + - -]
+ [(ABp® + ABP?) + - -]

+ [(Ap’D+ AP°p) + - -] + [(Ap® + AD’) + -] + [(Ap°q + AD°Q) + - - -]
+['+p") + -]+ [P +D’p) + -]

+[a+7°T) + -]+ [(p°pa +D°pa) + -+ -]

+[*a® +P°T) + -] + [(P°qq + D’qq) + -]

+ (P’ qr +p°am) + -+ . (93)

In eq. 93, such a term as (ABXp and ABXP) represents a quadruplet of a stereoisogram.
This result can be sophisticated by considering the itemization represented by eqs. 81-85,

as shown in the next subsection.

5.2 Implication of the CIP-System

By putting rq = aq = by = ¢4, the CI-CFs (eqs. 81-85) for the present itemized enumera-

tion are converted into the following Cls:

CL-CFY(T .570) = 2—14(7'{4+37‘§+8r17'376737‘2767'4) (94)
CL-CF™(T ;i) = 0 (95)
CL-CFMY(T,_=7g) = 0 (96)
CL-CFM™N(T o5m0) = %(r%rz+r4) (97)
CL-CFY(T zim4) = 0 (98)

Among them, CI-CF"(T 7 ry), CILCFM(T _7:7,), and CI-CFIY(T ;i 7y) vanish to

zero. The non-zero equations were first noted by Polya [36] , although he took an alter-
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native approach. Thus, eq. 94 corresponds to the CI derived by Poélya [36, page 24| , who
used the symmetric group of degree 4 (S™) and the alternating group of degree 4 (AM4)
in the form of A — SM: and eq. 97 corresponds to the CI which he derived by putting
2814 — AM [36, page 24] .

The zero values of CLCFM™(T _774) (eq. 96) and CI-CFM(T . 774) (eq. 98) are
interpreted well by considering that they coalesce with the non-zero CI—CF[I](T 51 Td)-
On the other hand, the fact that the CI-CFI™(T 5 r4) (eq. 95) vanishes to zero indicates
that it coalesces with the non-zero CI-CF™V(T 4575 7a)- 1t should be noted that Types I,
III, and V are RS-stereogenic, while Types IT and IV are RS-astereogenic (cf. Fig. 3).

These features are confirmed by introducing the ligand inventory (eq. 92) into the
CI-CFs (egs. 94 and 97). The expansion of the resulting equations give the corresponding

generating functions for counting promolecules:

g" = ABXY + [ppqq + - -]

+ [ABpp + -]

+ [(ABXp + ABXp) + --- | + [(ABpq + ABpq) + - - -]

+ [(Appa + Appq) + -+ | + [(Apar + Apar) + - - -]

+ [(pPar + ppar) + - -] + [(pars + pars) + - - -] (99)
g™ = A4 ]+ [A’B4-- ]+ [AZB2 4

+[ABX 4] 4+ [A%pp+ -]+ PP+ -]

+ [(A%p + A’p) + -] + [(A’Bp + A’Bp) + - - -]

+[(A%D® + A%D) + -]+ [(A%pq + A%pq) + -]

+ [(ABp? + ABpP?) + - - -]

+ [(Ap*D + AP°p) + -] + [(Ap® + AD®) + -] + [(Ap*q + Ap°q) + -]

+[E' )+ ]+ [P +p) + ]

+[(P*a + ") + -]+ [(p*Pa + D°pa) + -]

+[(p*a® +9°) + -] + [(p?ad + Dq@) + -]

+[(p*ar +p°@) +--- . (100)

It is interesting that each term contained in ¢! (eq. 99) corresponds to an object to
be assigned to an R- or S-descriptor (or - or s-descriptor) of the CIP-system. The terms
ABXY and [ppqq+- - -] correspond to Type I; the terms [ABpp+- - - ] correspond to Type
V; and the remaining terms ([(ABXp + ABXp) + - - -] etc.) correspond to Type III. This
fact suggests that the CIP-system is implicitly based on the process in which the ligand
inventory (eq. 92) is introduced into the CI-CFs (eqs. 94 and 97). Because Types I, III,
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and V are RS-stereogenic, the enumeration result (eq. 99) reinforces the conclusion that

RS-stereogenicity (not chirality) is concerned with the CIP-system [19, 20] .

5.3 Polya’s Theorem as a Special Case

The generating functions shown in egs. 93, 99, and 100 presume that each chiral proligand
(e.g., p) is discriminated from its enantiomeric proligand (e.g., p). In contrast, Poya’s
theorem does not take account of such inner structures, where each object is regarded as
a graph. Hence, in order to get access to Poya’s theorem, each chiral proligand (e.g., p)
is equalized to its enantiomeric proligand (e.g., p). By putting P =p =p, Q = q =7,
R =r =T, and S = s = § and by avoiding the resulting duplication, eq. 92 is converted

into another ligand inventory:
rg =AY+ B!+ X+ Y+ P+ Q? 4+ R+ S (101)

Strictly speaking, we put P = p? + p? etc. in eq. 92 so as to obtain eq. 101.
The ligand inventory (eq. 101) is introduced into the CI-CFs (eqgs. 94 and 97). The ex-
pansion of the resulting equations give the corresponding generating functions for counting

graphs:

g = ABXY

+[ABXP +---] + [ABPQ + - -]

+[APQR +---] + [PQRS + - -] (102)
g™V = [A'4 ]+ [AB+ -]+ [APB 4]+ [ABX 4 -]

+ AP+ -]+ [ABP + -]

+[ATP? 4|+ [APQ + -]+ [ABP? 4 -]

+[AP? + -]+ [AP?Q+ - -]

+ [Pt ] PPQ A -]

+[P2Q*+ -] +[P*QR+- -] (103)

Note that the terms [ppqq+- - -] (TypeI), [ABpp+- - -] (Type V), [(ApPa+Appq)+- - -]
(Type III), and [(ppqr + ppar) + - - -] (Type III) contained in eq. 99 have disappeared in
eq. 102. Among them, in particular, the term [ABpp + ---] (Type V) corresponds to
pseudoasymmetry.

It should be emphasized that the ligand inventory shown in eq. 101 essentially takes

account of only achiral (pro)ligands by substituting achiral counterparts (P etc.) for
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chiral (pro)ligands (p/p etc.). This condition restricts Pdlya’s theorem within graph
enumeration, where the sphericities of cycles represented by the sphericity indices (aq,
cq and by) are unnecessary to be taking into consideration, as pointed out by a previous
article [37] .

5.4 Historical Comments

It is worthwhile to compare the enumeration results from a historical point of view. Let
us align the three sets of generating functions for itemized enumeration reversely, i.e.,
g /g™ (eq. 102/eq. 103) = g/gI"™1 (eq. 99/eq. 100) = fI-fIM (eqs. 86-90). The
difference among the three sets stems from the selection of ligand inventories, i.e., eq. 101
= eq. 92 = eqs. 21-23. The alignment corresponds to the steps of development in the
history of stereochemical terminology and chemical combinatorics.

By referring to Fig. 3, we find that the quadruplets 30 (ABpp, Type V) and 12 (ABp?,
Type II) coalesce to give the term ABP? in the generating function ¢ (eq. 103); and
that the quadruplets 29 (A%pp, Type IV) and 8 (A2p?, Type II) coalesce to give the term
A%P2. In other words, the pair of RS-stereogenicity/RS-astereogenicity and the pair of
chirality /achirality are both mixed up. We can safely say that this step corresponds to
the era before van’t Hoff in the stereochemical terminology and to Polya’s theorem in the
chemical combinatorics.

Each term contained in gl (eq. 99) is concerned with an RS-stereogenic quadruplet
(Types I, II1, or V) by referring to Fig. 3, while g™ (eq. 100) is concerned with an RS-
astercogenic quadruplet (Types IT or IV). The quadruplets corresponding to gl!l (eq. 99)
can be assigned to R- or S-descriptors (r- or s-descriptors) of the CIP-system, although
chirality was mixed up with stereogenicity. This step corresponds to the era after the CIP-
system, when the difference between stereogenicity and chirality was not fully investigated.

The present results summarized by fl-fV1 (eqs. 86-90) clarify the importance of the
five RS-stereoisomeric types shown in Fig. 3. Most parts of the connotation of the con-
ventional term “stereogenicity” are replaced by the present terms RS-stereogenicity /RS-

astereogenicity.

6 Conclusions

A quadruplet of promolecules appearing in a stereoisogram is considered to be an entity
to be counted just once by using the corresponding RS-stereoisomeric group G (e.g.,
T ;7 for a quadruplet of tetrahedral promolecules). Such a quadruplet consists of two
E-pairs, each of which is defined as a pair of enantiomers (chiral promolecules) or a pair

of self-enantiomers (an achiral promolecule). The two E-pairs of each quadruplet are
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considered to construct an equivalence class of G and also an equivalence class of the
maximum point subgroup Ge, (e.g., Tq for a quadruplet of tetrahedral promolecules).
Thereby, such equivalence classes are enumerated under G and Gg, to give partially
itemized generating functions. The quadruplet is considered to consist of two D-pairs,
each of which is defined as a pair of RS-diastereomers (RS-stereogenic promolecules) or a
pair of self-RS-diastereomers (an RS-astereogenic promolecule). Thereby, quadruplets as
equivalence classes for D-pairs are enumerated under G and its maximum R.S-permutation
group Ges (e.g., T for a quadruplet of tetrahedral promolecules). The quadruplet is
considered to consist of two H-pairs, each of which is defined as a pair of holantimers
(scleral promolecules) or a pair of self-holantimers (an ascleral promolecule). Thereby,
quadruplets as equivalence classes for H-pairs are enumerated under G and its maximum
ligand-inversion group G; (e.g., T} for a quadruplet of tetrahedral promolecules). The
results of the enumerations concerning E-pairs, D-pairs, and H-pairs are combined to
accomplish itemized enumeration with respect to Types I-V. Poélya’s theorem is discussed

as a special case of the present approach.
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