Journal of Mathematical Chemistry, Vol. 42, No. 2, August 2007 (© 2006)
DOI: 10.1007/s10910-006-9094-9

Sphericities of double cosets, double coset
representations, and Fujita’s proligand method for
combinatorial enumeration of stereoisomers

Shinsaku Fujita

Department of Chemistry and Materials Technology, Kyoto Institute of Technology,
Matsugasaki, Sakyoku, Kyoto 606-8585, Japan
E-mail: fujitas@chem.kit.ac.jp

Received 18 January 2006; revised 10 February 2006

The concepts of double coset representations and sphericities of double cosets are
proposed to characterize stereoisomerism, where double cosets are classified into three
types, i.e., homospheric double cosets, enantiospheric double cosets, or hemispheric dou-
ble cosets. They determine modes of substitutions (i.e., chirality fittingness), where
homospheric double cosets permit achiral ligands only; enantiospheric ones permit
achiral ligands or enantiomeric pairs; and hemispheric ones permit achiral and chiral
ligands. The sphericities of double cosets are linked to the sphericities of cycles which
are ascribed to right coset representations. Thus, each cycle is assigned to the corre-
sponding sphericity index (a4, cg, or bg) so as to construct a cycle indices with chiral-
ity fittingness (CI-CFs). The resulting CI-CFs are proved to be identical with CI-CFs
introduced in Fujita’s proligand method (S. Fujita, Theor. Chem. Acc. 113 (2005)
73-79 and 80-86). The versatility of the CI-CFs in combinatorial enumeration of ste-
reoisomers is demonstrated by using methane derivatives as examples, where the num-
bers of achiral plus chiral sterecoisomers, those of achiral stereoisomers, and those
of chiral stereoisomers are calculated separately by means of respective generating
functions.

KEY WORDS: coset representation, double coset representation, enumeration, sphe-
ricity, stereoisomer

1. Introduction

Polya’s theorem [1,2] has been widely applied to chemical combinatorics, as
disclosed in books [3-5] and reviews [6-8]. In the applications of Polya’s the-
orem, permutation representations have been obtained directly by the permut-
ing behavior of a given skeleton. Although this methodology is effective to most
cases, it is insufficient when it is applied to combinatorial enumeration with tak-
ing account of both chiral and achiral ligands as substituents. For example, by
following Polya’s theorem, we should use the symmetric group of degree 4 in
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216 S. Fujital Combinatorial enumeration of stereoisomers

enumeration of molecules derived from a tetrahedral skeleton, where the two iso-
mers (enantiomers) with the molecular formula ABXY are counted once as well
as the two isomers (diastereomers) with the molecular formula ABpp are also
counted once. Note that a central carbon atom is omitted in these formulas and
that A, B, X, and Y are achiral ligands in isolation, while p and p are chiral and
enantiomeric to each other in isolation. Because two stereoisomers with the for-
mula ABpp have been well-known as a pseudo-asymmetric case, they should be
counted twice in order to meet the start-of-the-art stereochemistry.

To avoid the drawback of Poélya’s theorem, Fujita has reported “the proli-
gand method” [9, 10], where a new concept “sphericities of cycles” was proposed
as a key to manipulate chiral and achiral ligands concurrently. The sphericity
concept is based on the correspondence between point groups and coset repre-
sentations, which gives more informative results than the simple and direct usage
of permutation representations adopted by Polya’s theorem.

The original sphericity concept proposed in Fujita’s unit-subduced-
cycle-index (USCI) approach [11] was formulated in a slightly different context,
i.e., “sphericities of orbits”. The sphericity concept formulated in Fujita’s proli-
gand method [9, 10] was related to the original one [11] through an interme-
diate concept “sphericities of orbits for cyclic subgroups” [12-15], which serves
as a common basis linking both of the sphericity concepts. It should be noted
that the sphericity concepts of the two types and the intermediate concept are all
based on the correspondence between point groups and coset representations.

On the other hand, the concept of double cosets has been used to chemi-
cal combinatorics in various contexts [16-20]. Fujita’s USCI approach has been
also discussed in connection with the concept of double cosets [21]. Because
of the close relationship between Fujita’s proligand method and Fujita’s USCI
approach, there should be expected the relationship between Fujita’s proligand
method and the concept of double cosets. Hence, the demonstration of this rela-
tionship will provide us with an additional formulation of Fujita’s proligand
method so as to bring out a deeper insight to stereoisomerism.

In the present paper, the concepts of double coset representations and sphericities
of double cosets will be proposed to characterize stereoisomerism. The latter concept
will be linked with the concept of sphericities of cycles so as to construct a cycle index
with chirality fittingness (CI-CF). The CI-CF will be proved to be identical with that
of Fujita’s proligand method introduced in another way [9].

2.  Double coset representations and stereoisomers

2.1. Right coset representations

In order to define double coset representations, we first define right coset
representations, which are here distinguished from left coset representations. In
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general [11], a subgroup H of a given point group G gives a set of right cosets
as follows:

~—— —— —— ~—~—
1 2 3 r

where we place r = |G|/|H| and g = I (identity). The set is regarded as an
ordered set so as to give a permutation represented by the following formula,
when any operation g(e G) is multiplied from the right-hand direction.

Hg, Hg, Hgs ---Hg,

[R]

g ~ | Hgig Hgog Hgsg ---Hgrg )

1 2 3 - r
~ (t[R] AR JRT t[R]) = pif., 3)

gl g2 “g3 8r
where ti,f] (i =1,2,3,...,r) represents a set of permuted numbers. If g is an
improper rotation of G, each tgf] (i=1,2,3,...,r)is specified by an overbar so

. . Sy =R] ;. _ .

as to show the inversion of chirality, e.g., ¢ gi i=1,2,3,...,r) for an improper

rotation g. When g runs over the point group G, we obtain the following right
coset representation:

(H\)G = {pl|vg € G}. )

The following examples show a procedure for constructing of a right coset
representation (Cs3,\)T; by using a methane skeleton as examples. First, we shall
demonstrate the symmetry elements and their multiplication for manipulating a
methane skeleton of the T;-symmetry.

Example 1 [Symmetry elements and multiplication table of T,;]. The notation of
symmetry elements adopted here for the Ty-point group (figure 1) is the same
one as reported in a previous paper [22], where coset decompositions of the Ty-
point group have been discussed in an introductory way [22]. The detailed spec-
ification is shown in the caption of figure 1. The multiplication table of the the
Ty-point group is shown in figure 2, where the symmetry operations are num-
bered sequentially for the sake of convenience.

Although the numbering of the symmetry elements in figure 2 is selected in
accord with a coset decomposition of T; by D», i.c.,

Ty =Dy + DyC31) + D2C3 ) + Daouqry + Daoa) + Daoag) (5)

the mode of numbering can be selected arbitrarily from the 24! ways of permu-
tation without losing generality.
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0d(1), 9d(6)
C3(3) Z Sy 302

Cs4) 3

N Co2), Sa2
4 Ud((3))7 Ud(f()))

Co1y, S4
0a); oaly

1 (Ty,)

Figure 1. Methane skeleton of Ty-symmetry. A pair of mirror planes (04(2)/04(4)s 94(3)/%d(5)> OF
d4(1y/04(6)) located at the x- y-, or z-axis represents a perpendicular set of planes containing the
respective axis. The threefold rotations C3i) (i = 1,2,3,4) represents a clockwise rotation by 120°
around the respective threefold axes (i.e., C3(;y for i = 1,2, 3,4), which run from the center to the
respective positions (numbered as i = 1, 2, 3, 4). The three twofold axes (Cy(1), C2(2), and Cy(3)) and
the three fourfold rotoreflection axes (S4(1), S4(2), and S4(3)) run through x-, y-, and z-coordinate
axes, respectively. The six mirror planes exhibit the following features: o042y (containing the 3-C-
4 plane) and o4(4) (containing the 1-C-2 plane) intersect each other perpendicularly at the x-axis;
a4(3) (containing the 2-C-3 plane) and o5y (containing the 1-C-4 plane) intersect each other per-
pendicularly at the y-axis; and o1y (containing the 2-C-4 plane) and oy (containing the 1-C-3
plane) intersect each other perpendicularly at the z-axis.

Example 2 [Right coset representation (C3,\)Ty]. One of the four threefold axes
is selected to give a Cs, point group as a subgroup of the T; point group:

C3y =Cayy=1{ I ,C3q), C32(1), Td(1)> 0d(2)> Td3)}» (6)
—_— —— L —— —— —
1 5 o 13 17 21

where the numbering of the symmetry operations is shown in figure 2. Thereby,
we obtain the corresponding right coset decomposition as follows:

Ty = C3y + C3,Ca(1) + C3,Co3y + C3,Ca ) (7
_ 159 n 2610 n 4812 n 3711 (8)
11317 21 14 18 22 16 20 24 1519 23|’

1 2 3 4

where the numbering of the symmetry operations contained in each coset is
shown in figure 2. Then, the following set of right cosets is obtained:

C3,\Tq = {C3y, C3,C21). C3,C23), C3,Co(2)} )
1 2 3 4

where these cosets are numbered sequentially from 1 to 4. Note that an arbitrary
mode of numbering is selected for equation (9) from the 4! ways of numbering
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without losing generality. When each coset is multiplied by g (€ G), the follow-
ing permutation is obtained:

[R]

gr\z

~

(

Csy G301y C3,Ca3) C3,Co02)
C3g C5,Cr1)8 C3,Cr38 C3,Co0)8

I 2 3
[R] [[R] [R]
fel Len g3

t

4
[R]
g4

[R]

(10)

(11)
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When g runs over G, the resulting permutations generate a right coset represen-
tation as follows:

(C3,\)Ta = {p | Vg € Ta}, (12)

which is transitive under T,;. For the sake of convenience, each p‘gR] is expressed
as a product of cycles, e.g.,

(Rl ( C3p1  C3,Co(1) C3,Cr3) C3,Ca2) )
c R 13
2 (C3UC2(1) Gl C3yCa0) C30Cag3) 9
o (1234)
Pcyyy = (2 143) 123, (19

where (1 2) and (3 4) represent cycles to show the transformations of the rele-
vant right cosets. The concrete form of the right coset representation (Cs,\)Ty
is shown in figure 3 along with other data which will be discussed later.

Each coset shown in equation (9) corresponds to a hydrogen of methane
(2), as shown in figure 4. When the symmetry operations of T; act on the meth-
ane 2, 24 formulas are generated as shown in figure 4, where the four hydrogen
atoms of methane are governed by the right coset representation (Cs,\)Ty shown
in equation 12 and figure 3.

All of the 24 formulas appearing in figure 4 are identical with each other if
the numbering of the positions is omitted.

2.2. Double coset representations

Let K be another subgroup of G. By starting from the set of cosets shown
in equation (1), the following set of double cosets are obtained:

H\G/K = {Hg K, Hg;K, ..., Hg;K, ..., Hg,K}, (15)
~— — ~—— ~——
f @ F@ f@)
where f (f(@@) fori = 1,2,...,r) is a function for numbering or labeling the

resulting double cosets. If two or more double cosets are identical, they are num-
bered or labeled by the same value of the function but they are distinguished in
accord with the numbering of the original right cosets. Because the function f
corresponds to a stereoisomer as described below, the product of the components
f (@) represents the molecular formula (My) of the stereoisomer as follows:

My =[1ra. (16)
i=1
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symmetry right CR (Cj3,\)Ty product of product of
operation as product of cycles sphericity indices dummy variables
I ~ M 2)(3)(4) by 5t
Gy ~ (12)(34) b3 52
Coy (14)(23) b3 82
Co ~ (13)(24) b3 82
Csay ™~ (1)(234) bibs 5183
T Cs ™~ (124)(3) bybs 5153
Cs(2) ~ (143)(2) bibs 5153
Cay  ~ (132)(4) bibs 5153
Cu ~ (1)(243) b1bs 5183
6'3(4) ~ (123)(4) b1bs 5183
C(32(3) ~ (142)(3) b1b3 5183
Cio ~ (134)(2) bibs 5183
gamy ™~ 1HE2HE) adey s25,
Simy ™ (1234 e 54
Siey o~ (1432) 1 4
Tae) (13)(2)4) aley 525,
Tae) o~ MH2)E4) aley 525
Tou) Oary (12)3)4) ajey 25
Si1) ~ (1423) 4 54
Sty o~ (1324) e 4
gaz o~ D2 3)4) adey 525
S3ay o~ (1243) 1 sS4
Oam ™ 1TH)B) afey 5152
Si) o~ (1342) ¢ 54

Figure 3. Right coset representation (C3,\)Ty and products of sphericity indices. Each cycle
appearing in an improper rotation is designated by an overbar, which represents the inversion of
ligand chirality.

B ST STRY ST S ST SUY Y S SO S S

20 3G 4Cp  5Cw  6Cy Ty  8Ce  9Cu 10¢%,, 1163, 12¢%, 13C,

B ST SO ST S SO S S S S U S

404y 158 165, 170w 180u 1904 208 218%, 22043 238, 2400 25 S

Figure 4. Four hydrogen atoms of methane, which are governed by the right coset representation
(C3,\)T4 shown in equation (12) (and figure 3).
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By starting from the right coset representation shown in equation (4) (i.e.,
(H\)G), the following permutation is obtained:

(Rl ( Hg1 K HgK --- Hg,K ---Hg /K (17
HgigK HgogK - - - HgigK - --Hg,gK

A SO Q) e fO) e fO) Y g
(fa;f]) FEEY - palfh - fagﬂ)) =0 (49

If Hg; g is identical with Hg;, the corresponding double coset Hg; gK is identical
with Hg ;K so that the Hg;gK is specified by the same number or label as Hg K.
This means that each double coset appearing in equation (17) corresponds to
one of the right cosets in one-to-one fashion. When g runs over the point group
G, we obtain the following representation of the group G:

HV)G(/K) = {qi"|vg € G}, (19)

which is transitive and homomorphic to the right coset representation shown in
equation (4), i.e., (H\)G. When the function shown in equation (15) is selected
as an ordered set for reference, i.e.,

J1={fD, f2), fB),.... f(N} (20)

the permutation qéR] (equation 19) generates another function represented by the
following equation:

fo={ralih. rad5h, palfh . ral). 1)

The functions shown in equation (21) (g € G) correspond to formulas appearing
in stereoisomer enumeration. The following example shows a double coset rep-
resentation, which is related to a stereoisomer derived from a methane skeleton
of T4-symmetry.

Example 3 [Double coset representation for Ty]. By starting from the set of
right cosets C3,\T; shown in equation (8) and a subgroup Cs,:

Co ={ I ,Co1y, 042), 0aay} (22)
v \1,_, (€))] 2) “4)
> 1718
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let us consider a set of double cosets according to equation (15) as follows:

C3\Ty/Cy,
= {C3,ICyy, C3,C21)C2y, C3,C23)Cay, C3,C2(2)Cay} (23)

([ 159 V) ([ 2610 )) ([ 4812 )) (3711 ]
[13 17 21] [14 18 22} {16 20 24} 415 19 23}
= 1 3 1 R 2 R 3 4 4 S
2610 ) [’ 159 1 [P1( 3711 [ ][ 4812 ’

{14 18 22} [13 17 21} [15 19 23’ {16 20 24}

2 1 4 { 3

f=A f@=A f3) =B f@4) =B

24)

where the two right cosets contained in each double coset are shown separately
and put in braces for the sake of convenience. It should be noted that the num-
bering of the double cosets (or of the functions f) in equation (24) is in accord
with that of the right cosets shown in equation (9). Because the double cosets,
C3,1Cy, and C3,Cy(1)Cyy, are identical, they are labeled by the letter A so that
we place f(1) = f(2) = A. On the other hand, because the double cosets,
C3,C23)Cyy and C3,C(2)Cy,, are identical, they are labeled by the letter B so
that we place f(3) = f(4) = B. By considering f(1), f(2), f(3), and f(4) as
components, we define a function f = {f(1), f(2), f(3), f(4)} as a reference
function. According to equation (18), the following permutation is obtained:

g~ (C3vlc2v C3,C1)Cry C3,Cr3)Cay C3Cr(2)Coy ) (25)
C3,1gCyy C3,Co(1)8Coy C3,C23)8Coy C3,C2(2)8Coy

- ( f f@ O f& ) _ (A A B B) 0 (26)
ftg1) f(tg2) f(tg3) f(tga) T T3 Ty 8

where the alignment {77, 7>, T3, T4} represents a permuted alignment of {A, A, B,
B}. By moving g over G, the permutation g, (equation (11)) generates a double
coset representation according to equation (19) as follows:

(C3\)Ta(/Coy) = {q4IVg € Ta}. 27)

The reference function f = f; = {f (1), f(2), f(3), f(4)} corresponds to the
formula 26 shown in figure 5. Each permutation g, (equation (27)) generates a
formula corresponding to the function f,, i.e.,

fg = {f(tgl)’ f(tg2)v f(tg3)a f(tg4)}-
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Ca, Cy(3Cay C31)Cay C(2)Cao C51)Co Ci5Cov
A B A B A B
1 3 1 4 1 3
B}-;; ‘A A/i)\iB AE;)\“B Bi)\ZA 1322\413 AEZ\ZA
26 1 [1] 30 Cugsy [4] 34 Cyqy [5] 38 Cypy [7] 42 ¢z, [9) 46 2, 12)
A B A B B
2 4 2 3 2 4
B;-";', ‘A A/i)\“B A;j\ﬁg 322\54 B:'l' B Aé.-; ‘A
27 Co [2] 31 Gy [3] 35 Cy) [6] 39 Cy) [8] 43 3, [10] 47 3y 1]
A B & B & B
B/ A NV AM/ N B/ NA B/~ AR N
B A B
28 0402 [17] 32 8, [19] 36 oun) [13] 40 o) [16] 44 043 21] 48 045 [23]
& B & B & B
B/ N AN/ Np A Bg)\A Bv?)\ZB Av%\TA
B A B A A B
29 o4, [18] 33 53, [20] 37 Sy [14] 41 S3 ) [15) 45 Si,) [22] 49 Sy [24]
U U 3 U U |
) =f1)=A LL=fB)=B f)=f1)=A fA1)=f@)=B fO)=f1=A f(1)=f3)=B
h@2)=f2)=A AE2)=f@=B f2)=fB3)=B f2)=f2)=A f[2)=f4=B [f(2)=f2)=A
h@B)=fB3)=B  LB)=f1)=A fEB)=f4)=B (B =f)=A [B)=f2)=A f(B)=f4) =B
hd)=f4)=B  hLA)=f2)=A f[A)=f2)=A fi))=fB) =B fA)=fB)=B fi4)=/f(1)=A
A B A B A B
1 1 1 1 1 1
BAA N2 ANg A Np B/ A B\ AN
B A B ) ) B
26 (f1) 50 (f2) 51 (fs) 52 (fa) 53 (f5) 54 (fs)

Figure 5. Tetrahedral formulas generated in accord with the double coset representation
(C3,\)T4(/Cy,). Each formula is accompanied by a derivative ID number, a symmetry opera-
tion, and the ID of the symmetry operation in a pair of brackets (cf. figure 2).

Each function represents a formula shown in figure 5, where the positions of each
formula are numbered in the same way as those of the corresponding formula shown
in figure 4. For example, the permutation (1)(2 3 4) for the threefold rotation C5(y)
(figure 3) generates 6 shown in figure 4 as well as 34 shown in figure 5.

By the inspection of the double coset representation (equation (17)), the
term gK generates left cosets when g runs over G. Thereby, we obtain the cor-
responding set of left cosets as follows:

G/K = {giK, 2K, g3K, ..., g K}, (28)
—— —— —— —~—
1 2 3 S

where we place g = I (identity). The set is regarded as an ordered set so as
to give a permutation represented by the following formula, when any operation
g(e G) is multiplied from the left-hand direction.
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g (§JK oK pK - 5’5“) (29)
881K g K gg3K - -- g K
1 2 3 ... 5 (L]
ol PTABTAVARSRTAN Bl (30)
gl "g2 g3 8s
where tg] (j=1,2,3,...,s) represents a set of permuted numbers and we place

s = |G|/|K|. When g runs over the point group G, we obtain the following left
coset representation:

G(/K) = {p}") | Vg € G}. (31)
By the inspection of equations (17) and (29), we obtain the following theorem:

Theorem 1. 1. The permutations which are contained in the double coset
representation (H\)G(/K) (equation (19)) are partitioned into |G|/|K]
sets of permutations, where each set is represented by {qéR]| g € g;Kj} for
gj (j=1,2,...,5) appearing in equation (28).

2. Each set {qéR]lg € g;K} is fixed by the action of K from the right-hand
direction. O

Proof. 1. In equation (17), each double coset Hg;K is identical with
HgigK (i =1,2,...,r), if g € K. This means that q(E,R] (equation (18)) is
an identity permutation if g runs over K.

2. If g and k are selected from the coset g;K (i.e, g € g;K and k € g;K,
where j is fixed), each of them can be regarded as a representative of the
coset g;K. Thereby, we obtain gK = kK = g;K so as to show Hg;gK =
Hg;kK = Hg,;g,;K. This means that qéR] (equation (18)) represents the
same permutation, if g runs over the left coset g;K (j =1,2,...,5).

3. Because Hg;gK = Hg;g;K for g € g;K when j is fixed, we obtain
Hg;gKk =Hg;g Kk =Hg;g,K if k €K. It follows that each set {qéR]|g €
g;K} is fixed by the action of K. O

In terms of theorem 1(2), the formulas contained in respective sets {q(E,R] lg €
g;K} express different modes of permutation, representing a single stereoiso-
mer of K-symmetry (strictly speaking, a single achiral stereoisomer or a single
enantiomeric pair of chiral stereoisomers). The relationship between the formu-
las contained in each set is referred to as being identical, while the relationship
among such sets is referred to as being homomeric.

As a continuation of example 3, the following example shows the partition
of A;B,-formulas into equivalence classes (orbits).
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Example 4 [Homomeric formulas].  Each permutation g, (equation (11) for g €
T,) transforms f; (26) into one of the 24 formulas shown in figure 5, which are
in accord with the double coset representation (Cs,\)T4(/C>,) (equation (27)).

Theorem 1 indicates that the 24 formulas are partitioned into six (=
|T4]/|Coy| = 24/4) sets, each of which is surrounded with a box (figure 5). This
is confirmed by the following procedure. Because the left coset decomposition of
T, by C», is expressed by

Ty =1Cy + Cr3)Coy + C31Coy + C300)Coy + C32(1)C2v + C§(2)sz (32)

its representative (i.e., {1, C23), C3(1), C3(2), Cg(l), CSZ.(Z)} = {1,4,5,7,9,12}) are
selected to partition the functions f, (g € Ty). Because the operations 7, Cy(y),
04(2), and og4(4) are contained in C,,, we obtain C3,g;/Cy, = C3,8C21)Cay =
C308i042)Cov = C3y8i04(4)Cay = C3,Cy. This means that f; = fo,,, = fo,0 =
Jouw» S0 that the four formulas listed in the first box of figure 5 are identical
with each other when the numbering is omitted.

Let us next consider the action of Cy3). Equations (10) and (11) for g =
Cy3) are calculated as follows:

Coca) ~ C3,1Cy, C3,Cr1yCoy C3,Cr3)Cyy C3,C20)Coy
S C3,1C23)Cay €3y Co(1)C23)Cay €3, C2(3)C23)Cap €3, C2(2)C23)Cay

_ | CalCa  C3,Cr1yCoy C3yCo3)Cay C30Co(2)Coy
C3,C23)Coy C3,C20)Coy C3,1Coy C3,Co(1yCy

(DO fO @) _ (AABBY _ (34)

fO @ M) f@) “\BBAA) T Q0
which generates the function fc,; = {B, B, A, A}, corresponding to the formula
30. Because the operations Ca3), C2(2), S4(1), and Si(l) are contained in Cy(3)Cay,
we obtain C3,8C23)Coy = C3,8iC22)Coy = C3,8i831)Coy = szgiS[;’(l)sz-

Hence, the same function {B, B, A, A} is obtained, i.e., fo,5 = foy0 = fs40) =
fol . It follows that the four formulas listed in the second box of figure 5 are
M

(33)

identical with each other when the numbering is omitted.

In a similar way, each representative shown in equation (32) generates the
formula at the top of the corresponding box shown in figure 5 (i.e., 26, 30, 34,
38, 42, and 46) so that each box represents an orbit of four formulas. The six
representatives (i.e., 26, 30, 34, 38, 42, and 46) express homomeric formulas,
which are regarded as expressing a single achiral stereoisomers having a molec-
ular formula A’B2. o

The formulas collected in figure 5 can be related directly to a multiplication
table (figure 6), which is obtained by reordering the elements of figure 2. The
following example demonstrates the construction of the reordered multiplication
table for (C3,\)T;(/C>y) (equation (27)).
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IC?U

02(3) C27:

03(1)02’11

first operation

C13(2) CQ'U

Cg(l)CZv
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Cg(g) CQ?/

4 3 19 20

5 6 13 14

7 8 16 15

9 10 21 22

12 11 23 24

Cs, 1
(S

Ne}

13
17
21

Csy
C§(1)
g4(1)
J4(2)

9d(3)

18
14
9 10 21 22
13
17

21 10

B
319

7 15 16
12 11 23 24
16 15 7 8
2019 3 4
12

IS

20

oo

A
5 6 13

9 10 21 22
1 2 1718
1718 1 2
21 10
1314 5 6

14

B
7 8 16

11 12 24 23
3 4 2019
19 20 4 3
23 24 12 11
16 8 7

15

A
9 10 21

1 217
5 6 13 14
229 10
14 5 6
181 2

22
18

21
13
17

B
23

19
15
11

24
20
16
12

12 11
4 3
8§ 7
24 23
16 15 7 8
20 4

C3v02(1)
[=2) \]

14
18
22

Coy
Cs3)

10 G5y

Sa(3)
0d(4)

S::)(?)

21 17
13

21

6 5 14
10 9 22
1413 6 5
1817 2 1
22 21 10 9

19

11
15
19
23

16
24
20
19 3 4
12

12

20
24
16

A
6 5 14

9 22 21
2 1 1817
17 2 1
2110 9
13 6 5

13

B
12 24

3 4 20
7 8 16 15
24 12
16 8 7
20 4 3

10 21

2 1 17
6 5 13
222110 9
14 13 6

1817 2 1

ot

4
8
12

second operation

C3,Cy3)

20
24

Cys)
Ca
Ciz)

16 O'd(g)

Siay

Sa2)

B
4 3 19

8§ 7 15
12 11 23
16 15 7 8
2019 3
24 23 11

13
17
21

A
5 6 13

9 10 21
1 2 17
18 1 2
229
14 5 6

A
9 22

2 118
6 5 14
21 10 9
13 6 5
17 2 1

B
11 12 24

3 4 20
7 8 16 15
23 24 12 11
1516 8 7
19 20 4 3

23
19

3
7
11
15

Cs,C42)

23

Cya)
Cs2)
C:?(:s)

Sits)

19 54(1)

9d(5)

B
3 4 20

7 8 16 15
11 12 24
1516 8 7
1920 4 3
232412 11

9 22
13 6 5
17 2 1

222110 9

13
10 9 22 21
2 11817
1817 2 1
22 21 10 9
1413 6 5

B
8§ 7 15

11 23 24
4 3 19 20
19 3 4
24 23 11 12
16 15 7 8

16

B
11 23

4 319
8 7 15 16
23 11 12
15 7 8
19 3 4

24
20

A
9 10 21

1 2 17
5 6 13 14
229 10
14 5 6
18 1 2

22
18

cf. Fig. 5

26 27 28 29

30 31 32 33

34 35 36 37

38 39 40 41

42 43 44 45

46 47 48 49

Figure 6. Reordered multiplication table for the double coset representation (C3,\)T4(/Cay)-
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Sy Ca3S4 C3984 CiySs Ci)S1
p D p D
1 3 4 1 3
p};)\?p p;)\% P 2\% p;)\4p p;4 ’p
55 1 [1] 59 Cy 4] : 67 Cyp [7] 71C3, 9] 75 3, 12]
p P p P p P
2 4 2 3 2 4
pfj\lp p;)\‘p Pfj\’p p_;2\1p p;)\‘p p-z}\lp
56 Cu 2] 60 Cyp [3] 64 Cy [6] 68 Cyy [8] 72 3, [10] 76 2, [11]
» » P r i
ﬁ?}\ﬁp P)\r 1)-?;2\}13 }7)\?
b p p p
57 Sy [19] 61 0402 [17] 65 S, [15] 69 Sy [14] 77 oq3) 121]
Pq I_)E PT ﬁi ﬁi
517N p_?.)\% p)\g I—))\p p)\p
P p P p P
58 53y, (20 62 ou [1 66 0.4 [16] 70 ou) 13 78 53, 22
U U 3 | U 3
L) =fQ)=p LO=fB)=p HL=fW=p ALL=fL)=p O=f1)=p f(1)=fB)=D
[(2)=f2)=p L2)=fA)=p f(2)=fB)=p fu2)=f2)=p f(2)=f4) =D f6(2) = f(2) =p
LHB)=fB)=p LEB)=f)=p [B)=f4=p LB =f1)=p [B)=f2)=p [fB)=f4) =D
) =f4)=p LA=f2=p AA)=f2=p L=/ =D [A)=fB)=p [fi4)=f1)=p
P P P P P P
p 2\% p ‘2\% 1)112\210 p;2\2p 1>;’1sz PPZ\zb
55 (fi) 79 (f2) 80 (f3) 81 (fi) 82 (fs) 83 (fs)

Figure 7. Tetrahedral formulas generated in accord with the double coset representation
(C3,VTa(/Sa)Rr)-

Example 5 [Reordered multiplication table for (Cs,\)T4(/C2,)]. The construc-
tion of the double coset representation (Cs3,\)T4(/C>,) (equaion (27)) can be
regarded as the reordering of the multiplication table shown in figure 2. By reor-
dering the rows of figure 2 in accord with the right coset decomposition of Ty
by Cs, (equation (8)) and by reordering the columns of figure 2 in accord with
the left coset decomposition of T; by C,, (equation (32)), we can obtain a reor-
dered multiplication table, as shown in Figure 6.

The four blocks of each column represent the corresponding right cosets,
each of which contains a half part of the corresponding double coset (equa-
tion (24)) so as to be specified by the symbol A or B, as shown at the top of
each block. Thereby, the corresponding function f, (via a set of double cosets) is
obtained by collecting a permuted set of symbols A, A, B, and B from the tops
of the blocks. As a result, each column corresponds to one of the 24 formulas
(26-49), as shown in the bottom of figure 6. For example, the column #4 (i.e.,
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C>(3y), which corresponds to equations (33) and (34), is specified by the function
fc2i) ={B, B, A, A} so that the column is linked to the formula 30, as shown in
the bottom of the column. O

2.3. Conjugate subgroups for homomers of stereoisomers
According to theorem 1, a permutation qgg] can be selected as a represen-

tative selected from each of the sets {qéR]lg € giK} (j = 1,2,...,5). The per-

mutations (qg]) correspond to s functions, i.e., f3, fz,, ... f3;,--- [, where g;
represents the representatives appearing in equation (28). Note that the functions
fz; (0 =1,2,...,5) indicate homomers, which represent a single stereoisomer (an

achiral stereoisomer or an enantiomeric pair of chiral stereoisomers). Because of
equation (21), each function is represented by r (= |G|/|H|) components, i.e.,

for = LFagh, Fash, o fagh) for g = g (j = 1,2,....5(= |GI/[K))
appearing in equation (28). The numbering of the components is changed so as
to give a renumbered function f;, the components of which are represented by

fi(l) = f(t h, fi2) = f(tg]), - fi(r) = £, Thereby, we obtain

£ =W, FQn L FiOY =1, Falsh, L ralfhy (35)

forg=¢g; (j=1,2,...,5(=|GJ|/[K])) appearing in equation (28).

The procedure of renumbermg (equation (35)) is ascribed to (Hg;g JK)g i
which is equal to Hg;(g ng 1Y because of the associative law. As a result, the
renumbering means that the group K in the double coset Hg; K is replaced by a con-
jugate subgroup gj Kg so as to select another double coset Hg; (g Kg ; ! for each
j(=1,2,...,s(=|G| / |K|)). Hence, we obtain a set of double cosets as follows:

H\G/éng’; = {Hgl(nggf ),ng(g’jK§; ),--.,ng(é’jKéf )L, (36)
fi(D) fi) fi()

where Hg; (g ngj_l) in equation (36) and Hg;g;K (cf. equations (15) and (17))
are equalized to be renumbered as designated in equation (35). On the same line
as equation (18), we obtain the following permutation:

Hgl(gJng ) ng(nggJ ) - ng(g’ngfl)
"\ Ha15(3,Ks; ") Heog(3,Kz; D) -~ Hgrg(3,K2 ;)

(D 2 - (r) ;
( fjfét[R]) f%[R] fﬁ,ﬁe] ) = ¢, (37)

where g runs over G. Each double coset appearing in equation (37) corresponds
to one of the right cosets in one-to-one fashion. When g runs over the point
group G, we obtain the following representation of the group G:
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(H\)G(/2,Kg; ") = (q¢"""Ivg € G}, (38)

which is transitive and homomorphic to the right coset representation shown in
equation (4), i.e., (H\)G.

The component Hg; g;K, which is generated from Hg;K by the action of
g, (equation (19)), is further transformed into Hg;g;(g;Kg;), where the K of
the Hg; g;K is replaced by the conjugate subgroup gj—‘Kg j- On the other hand,

the component Hg,-(nggj_l), which is generated from Hg;K by the process

K- g ngj’l, is transformed by the action of g; (equation (38)) into the same
Hg;g;(gjKg;) as above. The two routes are summarized so as to generate the
following scheme:

8j .
Kg K -2 Hg, K
8i equation (19) Bi8
K— g;Kg;! K— g;Kg;' (39)
— 8 s s sl
Hg; (3 Kg7! — Hg, 3 (3,Kg:
gi(g;Kg; ") cquation (38) 8i8;(&;Kg;")

This scheme means that s (= |G|/|K|) double coset representations (j = 1,
2,...,sinequation (37)) move concurrently in agreement with the same right coset
representation (H\)G (equation (4)), as summarized in the following theorem.

Theorem 2. 1. The s (= |G|/|K|) homomers specified by {q(E,R]|g € giK} (j =1,
2,...,s) in theorem 1 are alternatively expressed as s sets of double co-
sets, i.e., H\G/nggj’1 (j=1,2,...,s in equation (36)), which is based
on the subgroups g jK§;1 conjugate to K.

2. Eachsetof double cosets H\G/ g ng_l (g is tentatively fixed) is permuted in
terms of the double coset representation (equation (37)), which is in accord
with the same right coset representation (H\)G (equation (4)). m]

Theorem 1(2) indicates that the function f; is transformed into |G|
functions but fixed under the action of K, where the number of fixed functions is
equal to |K|. On the same line, the function f; is transformed into |G| functions
but fixed under the action of g ngvj_l, because the component Hg; g(g ngj_l) is
equal to the original one Hg; (g ngj_l) if g is contained in the subgroup g ngj_l.
It follows that the number of fixed functions is equal to |g ngj_l| = |K] for each
j. When j runs from 1 to s (= |G|/|K]), the total number of fixed functions for
f; is calculated to be |K| x s = |G]. It should be noted that the functions f;
(j=1,2,...,s) are so equivalent as to represent a derivative of K-symmetry on
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the basis of the skeleton governed by (H\)G. In other words, theorem 2 indicates
that the set (F) represented by

F={f.rfo.... fs}, (40)

where the functions f; are shown in equation (35) (j =1,2,...,s) and s =
|G|/|K]|, represents a equivalence class (orbit). The orbit F is regarded as a
homomer set indicating a single achiral derivative of K-symmetry or a single
enantiomeric pair of chiral derivatives of K-symmetry on the basis of the skel-
eton governed by (H\)G. This is summarized to give a theorem:

Theorem 3. When the set F of functions shown in equation (40) represent a
derivative of K-symmetry on the basis of the skeleton governed by (H\)G, the
total number of fixed functions under the action of G is equal to |G]. O
It should be noted that a derivative of K-symmetry means a single achiral deriv-
ative if K is an achiral group, or a single pair of enantiomers if K is a chiral group.

Example 6 [Renumbered formulas]. As shown in the bottom part of figure 5, the
positions of the formulas 26 (reference), 30, 34, 38, 42, and 46 are renumbered
by following equation (35) so that we obtain the corresponding renumbered for-
mulas 26 (reference), 50-54.

In accord with the representative due to equation (32), the subgroups con-
jugate to C,, are calculated as follows.

Coy={_1I ,Co1), 042), Od4)} (41)
v ={d_. C21)- 04 9a4)
1 2 17 18
C2(3)C2UC2_$) =Cyy ={_1 ,Ca1).0402), Od(4)} (42)
T e S ——
1 2 17 18
-1
C31yCoCypy = €y, = {_L_, C202), 0u1), 03} (43)
VT e S S —
1 3 20 23
~1
C32)C2uC) = Co, = {_1_, C202), 0u1), 9a3)}» (44)
T e —— ——
1 3 20 23
C31,CCi3 = C5 = {1 ,Ca3), 04(1)> 03} (45)
3(H)™2v™3(1) 2w = W 2203)> 9d(1)> 9d(3)
1 4 13 16
C35,C2Ci5 = C5 = {1, Ca3), 0a(ly> 043))- (46)
3(2)2v+3(2) 2v T 3) ) 3)
4 13 16

The reference function f obtained by using the set of double cosets
C3,\T4/Cyy (equation (23)) is adopted as fi, i.e, fi()=A, f1(2) = A, f13) =
B, and f;(4) = B, which corresponds to 26. The function f| generates 24 (=
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|T41/|Cay|) formulas shown in figure 5 on the action of the permutations con-
tained in the coset representation (Cs,\)T, (Figure 3).
The same set of double cosets C3,\T;/Cs, is regarded as C3,\Ty/Ca3)
Cy, Cz_(é), which gives the function f> corresponding to 50, i.e., f>(1)=B, »(2) =
B, 23)=A, and f,(4) = A.
By combining C3,\T,; (equation (9)) with C3(1)C2UC3_(}) (= C,, shown in
equation (43)), we obtain another set of double cosets C3,\T4/C5,, i.e.,
C3,\Ta/C31)C2y 5y = C3,\Ta/Ch,
= {C3,1C),, C3,Co1yC},, C3,C23)C),. C3,C22)Ch, } ‘(47)

159 )Y ([2610 )] ([ 4812 ) (3711
{131721} {141822} {162024} {151923}
] 1 [ | 2 [ ] 3 [ ] 4 [ |
= 3711 V[ 4812112610 159 :
{151923} [162024] {141822} [131721}

{ 4 J 3 J 2 J 1 )
| A=A f3(2)=B f33) =B f34) =A

(48)

This set gives the function f3 corresponding to 51, i.e., f3(1)=A, f3(2)= B,
f3(3)=B, and f3(4) = A. By taking equation (44) into consideration, the same set
of double cosets C3,\T/C}, (equation (48)) is regarded as C3,\T/ Cg(g)szCgé),
which gives the function f; corresponding to 52, i.e., f4(1) = B, f4(2) = B,
fa(3) = A, and f4(4) = A.

By combining C3,\T,; (equation (9)) with Cg(l)szC;(%) (= €5, shown in
equation (45)), we obtain an additional set of double cosets C3,\T;/ /2/1), 1e.,

C3,\Ta/C31)CoC33y = Cau\Ta/C5,
={C3,1C},, C3,C21)C5,, C3,C2(3)CY,, C3,C22)C5,} (49)

159 1) ((2610 ) ([ 4812 ) ([3711])

[131721} {141822} [162024] {151923}

] 1 | 2 | 3 | 4 L1

= 4812 1 [P1( 3711 [ 159 1[1[ 2610 :
{162024} [151923] [131721} ‘141822]

L 3 J 4 J 2 J 2 ]
fs(H)=A f52)=B f5(3) =A fs(4) =B

(50)
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This set gives the function fs5 corresponding to 53, i.e., fs(1) = A, f5(2) = B,
f5(3) = A, and f5(4) = B. By takingequation (46) into consideration, the same set of
double cosets C3,\T/ C’Z/U (equation (48)) is regarded as C3,\T/C %(2) G, C 3_(3), which
gives the function fg corresponding to 54, i.e., fg(1) = B, f5(2) = A, fs(3) = B, and
fe(d) = A.

As found in the preceding paragraphs, each function f; (j = 1,2,...,6 =
|T41/1Cay|) generates 24 (= |Ty|) formulas (cf. figure 5 for f;), among which four
(= |Cyy|) formulas are fixed under the action of g;C, g;l, where g; is selected from
the representative appearing in equation (32),1.e., {1, C2(3), C3(1y, C3(2), C%(l)’ Cg(z)}.
Hence, total number of fixed formulas is determined to be |Cy,| x |T4|/|Cay| =
4 x (24/4) = 24, which is in agreement with theorem 3. Note that |g;C», gj—1| =
|Coy| = 4. 0

3.  Sphericities
3.1. Sphericities of double cosets
When K is achiral, there exists the maximum chiral subgroup K’, which

contains all of the proper rotations of K, satisfying |K| = 2|K’|. The subgroup
K’ generates a coset decomposition as follows:

K=K + oK/, (51)
where the o operation is an improper rotation which satisfies 0o € K'. Then,
each double coset Hg;K shown in equation (15) is partitioned into two parts at
most as follows:

Hg,K = Hg,K' UHg;0K’, (52)

where Hg; K’ may be equal or not equal to Hg;oK'. On the same line as equa-
tion (15), the following set of double cosets are obtained:

H\G/K = (HgK',Hg:K', ..., Hg;K', ... Hg, K}, (53)
~— — ~—— ~——
1 '@ MO f(r)
where f’ (f’(i) fori = 1,2,...,r) is a function for numbering or labeling the

resulting double cosets. If two or more double cosets are identical, they are num-
bered or labeled by the same value of the function but they are distinguished in
accord with the numbering of the original right cosets.

By starting from the right coset representation shown in equation (4) (i.e.,
(H\)G), the following permutation is obtained:
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(R] ( Hg1K' HgK' --- Hg;K' ---Hg K (54)
HgigK HggK' --- HgigK’ - - - Hg, gK’

~ f/(l) f/(z) f,(l) f/(l") _ 1R]
(f/(rgfb Pl f/(réi”)) =5 R

When g runs over the point group G, we obtain the following representation of
the group G:

(HV)G(/K) = {q}F|Vg € G}, (56)
which is transitive and homomorphic to the right coset representation shown in
equation (4), i.e., (H\)G.

When K is achiral or chiral and the supergroup G is achiral, there exist
three cases in terms of equation (52):

1. Homospheric case: The double coset Hg;K is defined to be homospheric
if Hg;K = Hg;K' for an achiral group K and its maximum chiral sub-
group K'.

2. Enantiospheric case: The double coset Hg;K is defined to be enantio-
spheric if Hg;K # Hg;K' for an achiral group K and its maximum chiral
subgroup K'.

3. Hemispheric case: The double coset Hg;K is defined to be hemispheric if
K represents a chiral subgroup.

The target of the present paper is to find functions f suitable to the
sphericities of double cosets. As for homospheric and enantiospheric cases, in
particular, our target is to find a common function to the two sets of double
cosets, i.e., H\G/K (equation (15)) and H\G/K’ (equation (53)). In other words,
we shall find a way to equalize the function f for H\G/K (equation (15)) and
the function f’ for H\G/K’ (equation (53)).

3.1.1. Homospheric double cosets

When the relationship Hg;K = Hg;K’ holds true for the homospheric dou-
ble coset Hg;K, equation (51) shows that Hg;K' UHg;0K' = Hg;K'. This means
that Hg;K' = Hg;0K’, because Hg;oK' is not vacant. Because of Hg,;K' =
Hg;oK', the two double cosets due to the achiral K are equal to each other, i.e.,
Hg,K = Hg;oK. It follows that f(i) and f(z,,) shown in equation (18) are equal
to each other and, at the same time, f'(i) and f'(z,,) shown in equation (55) are
equal to each other. Because the pairs f(i)/f(f5) and f'(i)/f'(t5,) indicate enan-
tiomeric pairs, respectively, the present case is regarded as a self-enantiomeric
one. Hence, in order that the functions f(i) and f’(i) are labeled commonly,
they should allow the occupation of an achiral object (chemically speaking, an
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achiral ligand) and by no means the occupation of a chiral object (a chiral lig-
and). This mode of occupation is called “chirality fittingness (CF)”, which has
been discussed in different contexts such as “chirality fittingness of a homospher-
ic orbit” [11] and “chirality fittingness of a homospheric cycle” [9]. In the present
case, the CFs is concerned with a homospheric double coset so that a homo-
spheric double coset exhibits CFs in which only an achiral ligand is allowed.

Obviously, the same conclusion holds true if the homospheric double co-
sets Hg; (g J-ng_l) are considered in place of the homospheric double coset Hg; K
described above.

Example 7 [Homospheric double coset for (C3,\)T;(/C»,)]. This is a contin-
uation of example 3. The homosphericities of double cosets contained in
(C3\)T4(/Cyy) are tested here. By starting from Cs3,\T; shown in equation (9)
and a subgroup Cs:

C={1_,Ca) (57)
—" ,
1 2

let us consider a set of double cosets according to equation (15) as follows:

C3,\Ty/Co = {C3,1Cy, C3,C1)Ca, C3,C3)C2, C3,Ca(2)Cr} (58)
I 159 1 ([ 2610 )] ([ 4812 1) ([ 3711 ]
[13 1721] [14 1822} {162024} {15 1923}
1 } 2 } 3 4 4
2610 ’ 159 ’ 3711 ’ 4812
{14 1822} {13 1721} {15 1923} {162024}

2 1 4 3

fy=AA f@=AA f3=BB f#=BB

(39)

This is identical with equation (24) so that we obtain C;,C,=C3,C>,
C3,Co(1)Coy=C3,Co(1)C2C3, C23)C2y=C3,Co(3)Ca, and C3,Co(2)C2y=C3,C2(2)Cs.
Hence, the double cosets C3,C»,, C3UC2(1)CZUC3U_C2(3)C2U, and C3,C7(2)Cy, are ho-
mospheric. The functions such as f’(1) = A (or A) represent self-enantiomeric lig-

ands. Thus, an achiral ligand A and its hypothetical mirror image A are superposable,
ie, A=A. ]

3.1.2. Enantiospheric double cosets

When the relationship Hg;K # Hg;K' holds true for the enantiospheric
double coset Hg;K, equation (51) shows that Hg;K' # Hg;0K'. In other words,
equation (52) can be rewritten as follows:
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HgK = He;K' + Hg;o K. (60)

Because Hg,-K/ and Hg;oK' are different, the set of double coset represented
by equation (53) contains HgiK/ and Hg;, K’ as distinct double cosets, where we
place g;s = g;jo. It should be noted that the pair Hg,-K, and Hg;oK' is considered
to show mirror images of each other.

Let us consider Hg;oK that corresponds to Hg;oK' as the Hg;K corre-
sponds to Hg;K'. Then, equation (60) gives:

Hg;oK = Hg,oK' + Hg,o0K' = Hg;0K' + Hg;K' = Hg;K. (61)

Because we place g;7 = g;jo, equation (61) shows that Hg;K = Hg;/K. In accord
with the pairwise appearance of Hg;K' and HgyK' as distinct double cosets
(f'(@) # f'(i")), the double cosets Hg;K and Hg;/K appear pairwise, although
their labels become degenerate so as to be equal to each other (i.e., f(i) = f(i'))
under K. These results can be summarized as the following scheme:

Scheme 1
Hg,K = HgyK(= Hg;oK) --- H\G/K (equation (15))
S@) fah
N v
Hg,K # Hg/K'(= Hg;oK') --- H\G/K' (equation (53))
1@ fF1ah

It should be emphasized again that the set of double cosets H\G/K (equation
(15)) contains the pair of Hg;K and Hg;K(= Hg;oK), which are equal to each
other, i.e.,, f(i) = f(i’). However, the corresponding pair of Hg;K' and Hg; K’
contained in the set of double coset H\G/K’ (equation (53)) indicates different
double cosets so as to exhibit f'(i) # f'(i’). In other words, the ith double coset
Hg,;K and the i’th double coset Hg;/K, although they are equal under K, corre-
spond to Hg;K (£'(i)) and HgyK' (f'(i’)), respectively.

By operating a proper rotation g on the whole of scheme I, the scheme is
converted into the following scheme:

Scheme 11
Hg;gK = HgygK(= HgiogK) --- H\G/K (equation (15))
f(tgi) S (i)
1 1
HgigK # HgygK'(= HgiogK) --- H\G/K'. (equation (53)).
[ (tgi) f'(tgir)

Because og is an improper rotation, we obtain Hg;gK # HgiogK = HgygK'.
The comparison between schemes I and II shows that the nature of the pair
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gi/gi» (i.e., proper/improper or improper/proper) for scheme I remain unchanged
on the action of g so as to be equal to the nature of the pair g;g/girg (i.e.,
proper/improper or improper/proper) for scheme II. In particular, when we select
g (e K’ ), the double cosets contained in scheme II are calculated as follows:
HgigK = Hg,K and Hg; ¢gK' = Hg;K'(= Hg;o0K’). It follows that the dou-
ble coset Hg,K contained in Hg;K is not mixed with the double coset Hg,/K
contained in Hg;/K on the action of a proper rotation g.

On the other hand, by operating an improper rotation og on the whole of
scheme I, the scheme is converted into the following scheme:

HgiogK = Hg;0gK(= Hg;o0¢K) --- H\G/K (equation (15))

f(?agi) f(;agi/)
N i
HgogK # HgyogK (= HgioogK) - -- H\G/K' (equation (53)),
f/(fagi) f/(fagi/)

which means:

Scheme 111
Hgi gK = Hg;(cog)K --- H\G/K (equation (15)),
fogi) ftogir)

1 1
Hg;gK' # Hgi(cog)K --- H\G/K' (equation (53)).
f/(?agi) f/(;agi/)

Note that cog is a proper rotation because both the oo (¢ K’) and the g
are proper rotations. The comparison between schemes I and III shows that the
nature of the pair g;/g; (i.e., proper/improper or improper/proper) for scheme
I suffers from inversion of chirality on the action of the improper rotation
og so as to be opposite to the nature of the resulting pair g, g/gi(cog) (i.e.,
improper/proper or proper/improper) for scheme III. It follows that the oper-
ation of og results in the exchange between Hg;K and Hg;/K as well as the
exchange between Hg;K' and Hg; K'.

The discussions in the preceding paragraphs, the pair f(i)/f(i’) in scheme I
represents the occupation of an enantiomeric pair of chiral objects (or ligands).
Even if achiral objects are used, the pair f(i)/f(i’) means that their symmetries
are restricted to be chiral locally. The pair f(zg,)/f (z,) generated on the action of
a proper rotation g in scheme II represents the maintenance of the local chirality,
while the pair f(t5g)/f (t54,) generated on the action of an improper rotation o g
in scheme III represents the inversion of the local chirality. It follows that f (i)
and f(i") should be occupied (1) by achiral ligands of the same kind or (2) by
an enantiomeric set of chiral ligands. In agreement with “chirality fittingness of
an enantiospheric orbit” [11] and “chirality fittingness of an enantiospheric cycle”
[9], the present case shows CF of an enantiospheric double coset, in which two
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achiral ligands or an enantiomeric pair of chiral ligands are allowed. Thereby, the
two functions, i.e., f for H\G/K (equation (15)) and f’ for H\G/K’ (equation
(53)), are occupied commonly in agreement with the chirality fittingness.

Obviously, the same conclusion holds true if the enantiospheric double co-
sets Hg; (g J-ng_l) are considered in place of the enantiospheric double coset Hg; K
described above.

Example 8 [Enantiospheric double cosets for (Cs,\)T;(/S4)].
C3,\T; (equation (9)) and a subgroup Sy:

By starting from

3
Sa={_1_. Coqy. Saqry Sy} (62)

1 2 19 20

let us consider a set of double cosets according to equation (15) as follows:

C3,\Ta/S4 = {C3, 1S4, C3,Co(1)S4, C3,C23)S4, C3,C2(2)S4). (63)
I 159 1 [ 2610 4 812 3711
1317 21 14 18 22J 16 20 24 1519 23
1 2
2610 159 3711 4812
14 18 22 13 17 21 1519 23 16 20 24
_]] 2 1
- 4812} 3711 159 2610
16 20 24 15 19 23 13 17 21 14 18 22
3 4
3711 4812 2610 159
1519 23 16 20 24J 14 18 22 13 17 21
4 3
f=p fQ = f3=p fH=p |
(64)

Hence, we obtain a set of double cosets of the same kind, i.e., C3,/S4=C3,C2(1)S4
= C3,C23)S4 = C3,C2(2)S4, each of which contains all of the operations of Ty.



S. Fujital Combinatorial enumeration of stereoisomers

239

The maximum chiral subgroup of the group Sy is the group C, shown in equa-
tion (57), which gives the same set of double cosets shown in equation (59):

C3,\Ty/Co = {C3,ICy, C3,Co(1)C2, C3,C2(3)Ca, C3,C22)Ca ). (65)
f 159 Y ([ 2610 ]1) ([ 4812 1 3711 ]
13 17 21 14 18 22 16 20 24 1519 23
_ 1 2 3 4
- 2610 159 3711 4 812
14 18 22 13 17 21 1519 23 16 20 24
L 2 J L 1 J 4 { 3
| /(D) =p,p '@ =p.p '3 =p.p f'4=p,p
(66)

The set C3,\T;/C> (equation (66)) is not equal to the set C3,\T;/S4 (equation
(64)) so that the latter set is concluded to be enantiospheric.

In accord with the enantiospheric nature of C3,\T;/S4 (equation (64)),
a common function f=f" is allowed by selecting components such as
{f)y =0 =p fQ =2 =p fO = f0B =p f& = 4 =7}
or {f()=f'(H)=p. fQD =f2=Dp fO =fQB =p f&=f@ =p}
if chiral ligands are taken into consideration. Moreover a function having achi-
ral ligands A (= A) is also allowed as components, i.e, {f(1) = f'(1) = A,
fQ=1Q=A f3=03=A f&=rf4=A}L

When a methane skeleton is considered, the function f (i.e., {f(1)= f'(1) =
b, fQ=f @)= p, fR=F3)= P f@ =& = p)) for C3,\T4/Ss (equa-
tion (64)) corresponds to the formula 55 shown in figure 7. According to equa-
tion (18), the following permutation is obtained:

g~ (C3v154 C3Co1ySs C3yC23S4 C3yC22)S4 ) 67)
C3,18S4 C3,Co(1)8S4 C3,C23)8S4 C3,C2(2)8S4
N(ﬂDfO)f@ ﬂ@):(ppﬁﬁ):q (68)
f(tg1) ftg2) f(tg3) f(tga) T, T3 Ty &

where the alignment {7y, T», T3, T4} represents a permuted alignment of {p, p, P,
p}. By moving g over G, the permutation g, (equation (68)) generates a double
coset representation according to equation (19) as follows:

(C3u\)Ta(/Ss) = {q¢|Vg € Ty} (69)
Each permutation of equation (69) generates the corresponding formula shown
in figure 7.
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55 56 57 58

59 60

61 62

63 64 65 66

67 68

69 70

717273 74

75 76

7778

Figure 8. Reordered multiplication table of T,.
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Because the left coset decomposition of Ty by Sy is expressed by
Ty = IS4+ C23S4 + C31)S4 + C32)S4 + C31)Sa + C35)S4 (70)

its representative (1.e., {1, C2:3), C3(1), C3(2), C%(l)’ C%(z)} = {1,4,5,7,9,12}) are
selected to partition the functions f, (g € Ty). Theorem 1 indicates that the 24
formulas are partitioned into six (= |Ty|/|S4] = 24/4) sets, each of which is sur-
rounded with a box (figure 7). The top formulas of respective boxes, i.e., 55, 59,
63, 67, 71, and 75, are renumbered to the formulas shown at the respective bot-
toms, i.e., 55, 79-83. O

Example 9 [Reordered multiplication table for (Cs3,\)T4(/S4)]. The construc-
tion of the double coset representation (C3,\)T;(/Ss4) (equation (69)) can be
regarded as the reordering of the multiplication table shown in figure 2. By reor-
dering the rows of figure 2 in accord with the right coset decomposition of T, by
Cs, (equation (8)) and by reordering the columns of figure 2 in accord with the
left coset decomposition of T, by S4 (equation (70)), we can obtain a reordered
multiplication table, as shown in figure 8.

The four blocks of each column represent the corresponding right cosets,
each of which contains a half-part of the corresponding double coset (equation
(66)) so as to be specified by the symbol p (= p) or P, as shown at the top of
each block. Thereby, the corresponding function f, (via a set of double cosets)
is obtained by collecting a permuted set of symbols p, p, p, and p from the tops
of the blocks. As a result, each column corresponds to one of the 24 formulas
(55-78), as shown in the bottom of figure 8. m]

Example 10 [Renumbered formulas]. Let us consider the renumbered formulas
shown in the bottom part of figure 7 (i.e., 55-83). In accord with the representative
due to equation (70), the subgroups conjugate to S4 are calculated as follows.

Sa={ 1 ,Cyn,Sa1),Ss < 55( 1), 71

2(1), Sactys Sy} f1) (71)
1 2 19 20

C2(3)S4C2_(§) =S4 ={_1I ,Coy, Sa), Si(l)} —-T19(f2), (72)
T~ ——

1 2 19 2

C3(1)S4C3_(}) =S, ={_1 . Cy), Sa0), 52(2)} - 80(f3), (73)
1 3 24 2
C3(2)S4C3_é) =S, ={_1 ,Cy2. Sa), 52(2)} - 81(f4), (74)
—_— ——

1 3 24 2
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2 ) , 3
C31ySaCy 1y =Sy = {_L_, C23), Sa3)» Sy3)) - 82(f5), (75)
1 4 14 15
2 ) 3
C3284C35) =Sy = {_L_, C203), S403): Sy3)} - 83(f6)- (76)
1 4 14 15

The reference function f obtained by using the set of double cosets
C3,\T;/S4 (equation (23)) is adopted as fi, i.e., fi(1) =p, fi2) =p, f1(3) =
p. and fi(4) = p, which corresponds to 55. Other functions are collected in
figure 7. Each function f; (j = 1,2,...,6) generates four (= [S4|) formulas
which are fixed under the corresponding stabilizer (S4, S}, or Sj) conjugate to
S4. According to theorem 3, the total number of fixed formulas is equal to 24
(= IS4l x [Tal/IS4l = 4 x (24/4) = 24). O

Example 11 [Enantiospheric double cosets for (Cz,\)T4(/Cs)]. This example
demonstrates so-called pseudoassymetry. By starting from Cj3,\T; shown in
equation (9) and a subgroup:

C={1 ,oq2)} (77)
1 17

let us consider a set of double cosets according to equation (15) as follows:

C3,\Ty/Cs = {C3, I Cy, C3,C(1)Cs5, C3,C23)Cs, C3,C220) G} (78)
159 2610 4812 [ [ 3711 ]
{13 1721} {14 1822} {162024} [15 1923}
_ 1 4 2 4 3 [ ] 4 [ |
159 ’ 2610 ’ 3711 ’ 48 12 )

I13 1721] {14 1822] {15 1923} [162024]

1 J 2 ) 4 J U 3 )
fH=A f2)=B fB)=porp f@ =porp |

(79)

The first double coset C3,/C; contains one coset, i.e., C3,/C; (= C3,); and the
second double coset C3,Cy(1)Cy contains one coset, 1.e., C3,Cy(1)Cy (= C3,Cao(1)).
On the other hand, the third and fourth double cosets represent the same double
coset, 1.e., Cng2(3)Cs = CngQ(z)CS.

In accord with the homospheric or enantiospheric nature of the double co-
sets appearing in C3,\T;/C;, a function (f) is allowed by selecting components
such as {f(1) = A, f(2) =B, f(3) = p, f(4) = p}, where A and B correspond
to distinct homospheric double cosets, while a pair of p and p corresponds to an
enantiospheric double cosets (equation (79)).
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When a methane skeleton is considered, the function f (i.e., {f(1) = A,
f2) =B, f3) =p, f(4) = p}) for C3,\T;/C; (equation (79)) corresponds to
the formula 84 shown in figure 9. According to equation (18), the following per-
mutation is obtained:

g~ (C3v1Cs C3,C1)Cs C3,Cr3)Cs C3,Cr(2)C ) (30)
C3,18C, C3,Co(1)gCs C3,C23)8Cy C3,C0)gC
- (f(l) fQ@ f3 f@& ) _ (A B p 13) —y (1)
ftg1) f(tg2) f(tg3) f(tga) T T, T35 Ty &

where the alignment {77, T», T3, T4} represents a permuted alignment of {A, B, p,
p}. By moving g over G, the permutation g, (equation (81)) generates a double
coset representation according to equation (19) as follows:

(C3,\)Ta(/Cy) = {qgIVg € Ta}. (82)

Each permutation of equation (82) generates the corresponding formula shown
in figure 9. Because the left coset decomposition of T; by C; is expressed by

Ty = ICs 4 Cr(1yCs + C20)Cs + C23)Cs + C3(1)Cs + C3(3)Cs

its representative (i.e., {Z, Ca(1), C22), C23). C3(1), C33); C32) C3(4)s Cg(l)’ C§(4),
C32(3), C32(2)} =1{1,2,3,4,5,6;7,8,9, 10, 11, 12}) are selected to partition the func-
tions f, (¢ € Ty). Theorem 1 indicates that the 24 formulas are partitioned into
12 (= |Ty4|/|Cs| = 24/2) sets, each of which is surrounded with a box (figure 9).
It should be noted that another distinct function f having components,
{f() =A, f =B, f3) =p, f(4) = p}, is allowed in place of the set of
components described above, i.e., {f(1) = A, f2) =B, f3) =p, f(4) =p}. The
distinct function indicates the diastercomer of 84 so that it generates 24 formulas,
each of which is diastereomeric to the corresponding formula shown in figure 9.
The 24 formulas generated newly are also partitioned into 12 (= |T,|/|Cs| = 24/2)
in agreement with theorem 1. Thus, the two functions {f(1) = A, f(2) = B,
fB) =p, f4 =pland {f(1) = A, f(2) =B, f(3) =P, f(4) = p} represent
so-called “pseudo-asymmetry”. O

Example 12 [Reordered formulas]. The top formulas of respective boxes in
figure 9, i.c., 84, 86, 88, 90, 92, 94, 101, 103, 105, 107, 109, and 111, are renum-
bered by the functions fj to fi» (for their components, see figure 9) so as to gen-
erated the formulas shown at the respective bottoms, i.c., 84, 96-100, 113-118.

In accord with the representative due to equation (83), the subgroups con-
jugate to Cy are calculated as follows.
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C; Co1)Cy Cy9)Cy Cy3)Cy C31)Cy C3(3Cs
A B P p A B
1 2 4 3 1 2
F-?'g\ZB AN Af')\gp B%‘)\‘ﬁ B?')\ap Af)\’ﬁ
p b B A P p
84 11 86 Co) [2] 88 o) [3] 90 Cy3) [4] 92 Gy [5] 94 Cs 5 [6]
AT BE ﬁ7 p] BE
33-2\23 PE}\TA A)\P B?-)\% A?-;;)\%
P P B A P
85 oy [17] 87 ou [19) 89 53, [20] 91 S, [19] 95 Sy [14
4 4 { | {
L) =f(1)=A f(1)=f(2)=B f3(1)=f(4)=p f(1)=f(3)=p fo(1)=f(2)=B
f1(2)=f(2)=8B f2)=f1)=A (2)=f3)=p f1(2)=f4) =D fo(2)=f4) =D
[B)=f3)=p fB)=f4)=p [3)=/f(2)=B fB)=f(1)=A J ) f6(3)=f(3)=p
H4)=f4)=p f(4)=f(3)=p f5(4)=f(1)=A f1(4) = f(2) =B L fo(4)=f(1) = A
1%1 Bl 7)| p| AA] Bl
ﬁi},)\zn P-;)\ZA A];')\ZP Bi))\?ﬁ B-;' S A;')\ZTD
84 (f1) 96 (/>) 97 (f3) 98 (/1) 99 (f5) 100 (fs)
Cs2)Cs Cs)Cs G5 Cs G5 Cs Cis) Cs C32)Cs
P p A B P p
4 3 1 2 4 3
pil B TJ];)\IA pé};)\% ﬁ;)\dp Bi‘%/\ A;’)\ZR
101 Gy [7] 103 Gy [ 105 3, [9] 107 €3, [10) 109 3, [11] 111 €3, 12
ﬁ; p_I AAT B§ ﬁ?
p_T.)\fB ﬁi)\jA p.?»)\jlj ﬁ.?»)\qp B-?')\TA
A B” B” A p B
102 0, [16] 104 53, [15] 106 o, 1) 108 53, [22] 110 Sy [24] 112 o, [23]
3 3 { [ 3 {
fi(1)=f4)=p [ =f3)=p fo(1)=f(1)=A fuo(l)=f(2) =B m@)=f4)=p Ji() = f(3) =p
f(2)=f(2)=B fs(2)=f(1) =A fo(2)=f(4)=p fio(2)=f(3) =p m2)=f(1)=A fi2(2) = f(2) =B
[3)=f(1)=A fs(3)=f(2) =B fo(3) =f(2) =B fu@B) =f1)=A  fu@)=fB)=p J123) = f(4) =D
f14)=f3)=p fs4)=f(4)=p fo4)=f(3) =p @) =f(4)=p m4)=f(2)=8 fiz(d) = f(1) = A
P P A B P P
1 1 1 1 1 1
P};[KQB b )\°A p’ )\% ﬁ:)\ll B )\ZA A )\ZB
113 (f7) 114 (fs) 115 (fo) 116 (fi0) 117 (fu) 118 (fi2)

Figure 9. Tetrahedral formulas generated in accord with the double coset representation

(C3, VT4 (/Co)r).

Cy = Co)CsCoyy = {1, 0uy)s 84

s = CoyCCyppy = { 42} (84)

1 17

C; = Cz(z)CsC{é) = C2(3)CSC2_(§) ={_1 ,oq4} (85)
I

C; = C3)CsCypy = C30)CsCypy = {1 ougy), (86)
——

1 21
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C;k, = C3(2)CSC3_&) = C3(4)CSC3_(411) ={ 1 ,Ud(S)}’ (87)
1 23
2 -2 2 -2
1 13
2 -2 2 )
Cl' = C33,CsC353) = C30)Cs C35) = {1, 0ae)}- (89)
1 16

Among the 24 operations of the right coset representation (Cs3,\)Ty
(figure 9), the operations of C; fix the formulas 84 and 96 so that the number
of fixed formulas of each case is equal to 2. The numbers of fixed formulas by
the operations of C; are determined as indicated in the following pairs of paren-
theses: 97 (2) and 98 (2). The numbers of fixed formulas by the operations of C;
are determined as follows: 99 (2) and 100 (2). The numbers of fixed formulas by
the operations of C¥ are determined as follows: 113 (2) and 114 (2). The num-
bers of fixed formulas by the operations of C; are determined as follows: 115 (2)
and 116 (2). The numbers of fixed formulas by the operations of CI/ are deter-
mined as follows: 117 (2) and 118 (2). The remaining operations among the 24
operations of the right coset representation (Cs,\)T; move the above formulas
so as to give no fixed formulas. Hence, the total number of fixed formulas for
ABpp is concluded to be equal to 24. Obviously, the diastereomer of 26 exhibits
another series of fixation, the total number of which is equal to 24, although the
generated formulas have the same molecular formula ABpp. o

3.1.3. Hemispheric case R
When K is a chiral subgroup of the achiral group G, a supergroup K can
be selected so as to satisfy the following left coset decomposition:

K=K +o0K, (90)

where the o is an improper rotation, satisfying oo € K. Consider the double co-
sets Hg;K and Hg;o0K. They are contained in the set of double cosets H\G/K
(cf. equation (15)) as distinct double cosets, i.e.,

HgK # HgioK (= Hg/K). on

Although the double cosets Hg;K and Hg;/K (= Hg;o0K) (equation (91)) appear
in the set of double cosets H\G/K as distinct double cosets, they are not equiv-
alent under the chiral K, as shown in the following equation:

H\G/K = {...,HgK,...;...,Hg/K,...}. (92)
—— ——
f@) fan

It follows that Hg;K and Hg;/K correspond to components of different values,
e, f(i) # f().
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Let g; be a proper rotation. Then g;/(= g;0) is an improper rotation. The
action of a proper rotation g converts Hg;K into Hg;gK, but they correspond
to components of the same value, i.e., f(t;;) = f(i), because the g;g is a proper
rotation. On the other hand, the action of an improper rotation og converts
Hg;K into Hg;0gK (= Hg,; gK). Because the operation g, g(= g;og) is improper,
the latter (i.e., HgiogK (= HgygK)) corresponds to a component of f(7,),
which represents the chirality opposite to the f(i). The opposite chirality is des-
ignated by an overbar. Thus, any improper rotation results in the alternation of
chirality.

A similar discussion is available to the double coset Hg;/K. The action of
a proper rotation g converts Hg/K into Hg; gK, but they correspond to com-
ponents of the same value, i.e., f(t,;7) = f(i'). Thus no alternation of chirality
occurs because the g and the g; g are both improper rotations. On the other
hand, the action of an improper rotation og converts Hg; K into Hg;0gK (=
H(g;00)gK), where the alternation of chirality occurs because the g;/ is improper
while the gjoog is proper (cf. oo € K).

Because the chiral group K is taken into primary consideration, the CFg of
a hemispheric double coset can be summarized as follows:

1. A function f (equation (92)) for satisfying the K-symmetry has its com-
ponents, i.e., f(i) =p and f(i") = q, where p and q represent chiral lig-
ands. The inverse accommodation is also permissible, i.e., f(i) = q and

f@) =p.

2. Another type of functions f for satisfying the K-symmetry is possible,
where its components are represented by f(i) = p and f(i’) = A or

f@i)=A and f(i") = p.

3. If the K symmetry is determined by the remaining parts of H\G/K, such
functions as f(i) = A and f(i’) = B are also permissible, where A and
B represent achiral ligands.

Obviously, the same conclusion holds true if the hemispheric double cosets
Hg,-(nggj_l) are considered in place of the hemispheric double coset Hg;K
described above. R

When G is chiral, all of the subgroups of G are chiral. By considering G
as a supergroup of the G, where the G contains the G as the maximum chi-
ral subgroup. Thereby, the present cases of H\G/K can be regarded as another
type of hemispheric ones so that the discussions for the hemispheric double co-
sets described above are applicable to the present cases.

Example 13 [Hemispheric double cosets]. The chiral subgroup C, shown in
equation (57), which gives the same set of double cosets C3,\T;/C, shown in
equation (59) and (66). In accord with the hemispheric nature of C3,\T;/C>, a
function (f) is allowed by selecting components such as {f(1) = p, f(2) = p,
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fB) =q, f@ =qtor{f(1) =q, f(2) =q, f3) =p, f(4) = p} if chiral
ligands are taken into consideration. Moreover a function having achiral ligands
A (= A) is also allowed as components, i.e., {f(1) = A, f(2) = A, f(3) = p,
f (@) = p}, and so on.

When a methane skeleton is considered, the function f (i.e., {f(1) = A,
fQ)=A, f3 =p, f&) = p}) for C3,\T;/C> (equations (59) and (66)) corre-
sponds to the formula 119 shown in figure 10. According to equation (18), the
following permutation is obtained:

g~ (Csvlcz C3,C1)Cr C3,Cr3)C C3UC2(2)C2) 93)
C3,18C, C3,Co(1)gCa C3,C3)8Co C3,Cr2)8C
- (f(l) fQ f3 &4 ) _ (A A p p) —y (94)
ftg1) f(tg2) f(tg3) f(tga) T\ T T5 Ty 8

where the alignment {7, 7>, T3, T4} represents a permuted alignment of {A, A, p,
p}. By moving g over G, the permutation g, (equation (94) generates a double
coset representation according to equation (19) as follows:

(C3u\)Ta(/C2) = {gqIVg € Ta}. 95)

If g is an improper rotation, the numbering in equation (94) is specified by an
overbar indicating the alternation of chirality, i.e., g1, 742, 743, and g4, so that
the alignment {77, T5, T3, T3}, represents a permuted alignment of {A, A, p, p}.

Each permutation of equation (95) generates the corresponding formula
shown in figure 10. Because the left coset decomposition of T; by C, is
expressed by

Ty = 1Cy + C23Ca + C31)Ca + C30)Ca + C31)Ca + €35 Co
+ Ud(z)CQ + S4(1)C2 + O‘d(l)Cz + 04(6)C2 + 0‘4(3)C2 + O‘d(s)Cz (96)

its representative (i.e., {/, C23), C3(1), C3(2)s C32(1), C32(2); 0d(2)> S4(1)> Td(1)> Od(6)>
04(3), 045} = {1,4,5,7,9,12; 17,19, 13, 16, 21, 23}) are selected to partition the
functions f, (¢ € Ty). Theorem 1 indicates that the 24 formulas are partitioned
into 12 (= |T4]/|C2] = 24/2) sets, each of which is surrounded with a box
(figure 10). O

Example 14 [Reordered formulas]. The top formulas of respective boxes in the
first row of boxes (figure 10), i.e., 119, 121, 123, 125, 127, and 129, are represen-
tatives generated by proper rotations. They are renumbered to give the formulas
shown at the respective bottoms, i.e., 119, 131-135. On the other hand, the top
formulas of respective boxes in the second row of boxes (figure 10), i.e., 136, 138,
140, 142, 144, and 146, are representatives generated by improper rotations. They
are renumbered to the formulas shown at the respective bottoms, i.e., 136, 148
152, where an overbar represents the alternation of chirality. In accord with the
representative due to equation (96), the subgroups conjugate to C, are calculated
as follows.
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C, Co3Cs C51)Cs C52Cs Cf(l)CQ C;f(z)cz
A D A D A p
1 3 1 4 1 3
p;)\z A Ai‘)\'p A ;)\&p pj;)\z A p(;)“p A;#A
11971 121 Cy) 4] 123 Csqy [5] 125 Cyy) [7] 127 ¢, (9] 129 3, [12]
A P A D A p
2 1 2 3 2 1
P 3. 4 ]A A I)\zp A 1)\4]} p J%A p 4 1 3p A Z%A
v A p A A p
120 Cyy [2] 122 Cy) 3] 124 Cy5 [6] 126 Cy) 8] 128 ¢35, [10] 130 3 [11]
[ I [ 4 I [
Hl)=f(1)=A L) =f@B)=p L) =f1)=A  fl)=f4)=p ) =f1)=A fo(1)=f@3)=p
Ni(2)=f(2) = A L(2)=fd) =p 15(2)=fB)=p f12) = f(2) = A [2)=fH) =p f6(2) = f(2) = A
h(3)=fB)=p LEB)=f1)=A [B3)=f4)=p fi@B)=f(1) =A f(3)=f(2)=A fs@B)=f#) =p
fid)=f4)=p L) =f(2)=A @) =f2)=A  fi4)=fB)=p fs(4)=f@3) =p fod) = f(1) = A
A p A p A b
1 1 1 1 1 1
P4)\2A A42\2p AN p*Z\ZA AA,)\ZA
A p A p
119 (1) 131 (f») 132 (f3) 133 (f1) 135 (fs)
”(1(2)02 51(1)02 ”(1(1)02 011(6)02 71(5)02

149 (f,) 150 (f1) 151 (fu) 152 (f1)

Figure 10. Tetrahedral formulas generated in accord with the double coset representation
(C3VTa(/Cy).

Cy = C23)C2Ch3) = 002 Ca0 0y = SayCaSyyy = (L, Coy ), 7
3 2(3) (©3) dQ) ()] 4(1) \1,., )
2
-1 1 -1 -1
C) = C31)C2Cypy = C30)CaC30)001)C20 1) = 0u6)C2046) = { L C200)}

1 3
(98)
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2 2 _ 2 = 1 -1
€2 = Gy C2C301) = C30)C2C3y) = 0 Ca0,3) = 05 C20g5) = { L C29)-

1 4
99)

Among the 24 operations of the right coset representation Cs,\T,; (figure
3), the operations of C, fix the formula 119 so that the number of fixed formulas
is equal to 2. On the same line, the numbers of fixed formulas by the operations
of C, are determined as indicated in the following pairs of parentheses: 131 (2),
136 (2), and 148 (2). Note that 119 and 131 are ascribed to molecular formulas
A%p?, while 136 and 148 are ascribed to molecular formulas A%p.

The numbers of fixed formulas by the operations of C) are determined as
follows: 132 (2) and 133 (2) for A%p?; as well as 149 (2), and 150 (2) for A%p>.
The numbers of fixed formulas by the operations of C) are determined as fol-
lows: 134 (2) and 135 (2) for A%p?; as well as 151 (2) and 152 (2) for AZp=.

The remaining operations among the 24 operations of the right coset rep-
resentation Cj,\T; move the above formulas so as to give no fixed formulas.
Hence, the number of fixed formulas for A2p? is equal to 12 and that for AZp? is
also equal to 12. Totally, the number of fixed formulas is concluded to be equal
to 24. O

4. Combinatorial enumeration
4.1. Number of fixed formulas per stereoisomer

To generalize the discussions described above, the symbols A, B, X, Y for
achiral ligands, and p and p for a pair of enantiomeric ligands, we use a set (X)
of achiral and chiral ligands as follows:

X:{XI’XZaer, p]ap27’pr5§171_)25-75r}’ (100)

where X; are achiral and a pair of p; and p; represents an enantiomeric pair.
Strictly speaking, the ligands contained in X should be regarded as proligands,
which are hypothetical ligands which are structureless but have chirality/achiralty
in accord with Fujita’s proligand method [9]. For the sake of convenience, we
here use the term “ligands” in place of the term “proligands” because this usage
would cause no confusion.

Consider 0 of Xy, 6, of X, ..., 6, of X;; 6 of p;, 65 of py, ..., 6 of p,;
0; of py, 05 of Py, ..., 6/ of p, for the components of the function f (equation
(15)), where

[6]1: 61 +60+---+06,
+0,+6,+---+6,
+0] 405 + -+ 6 =r. (101)
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Then, the molecular formula M (equation (16) is represented by the following
equation:

0 0 9/ 9 / 9// 9// _9,/
My =X0X2 . X0p\'p? .. oy, Py .. Py - (102)

It should be noted that a chiral stereoisomer of K-symmetry corresponds to
IK|/2 fixed formulas of one chirality and |K|/2 fixed formulas of the opposite
chirality, as exemplified by example 14 (figure 10). Hence, a pair of such enantio-
meric stereoisomers must be taken into consideration so as to have the following
molecular formula:

p p o/ 9 o 9// 9// 9//
{)(11X22...><frp11p2 DB Py DY

Y 0// 0/ 9/ _19/}

1
Mf:z

01~0 0 !
+ XX . XU p, .. D D' Dy - D (103)

Obviously, we can derive a molecular formula for an achiral stereoisomer by
placing 6/ = 6 (i = 1,2,...,r) in equation (102) as well as in equation (103).
We have already shown examples of this case, where chiral ligands are placed in
an enantiospheric environment (e.g., p°p?> in figure 8 and ABpp in figure 9).

Strictly speaking, each achiral X; in the second term of equation (103)
should be hypothetically expressed by X;. Because of X; = X;, the symbol X; is
used in place of X;. For example, in cases where only achiral ligands are taken
into consideration (e.g., ABXY), even a chiral stereoisomer takes a molecular
formula apparently represented by equation (102). Such cases as ABXY should
be interpreted by considering a hypothetical term, %(ABXY + ABXY), which is
equal to ABXY because of ABXY = ABXY. Whether the molecular formula
is represented by equation (102) or equation (103), the number of fixed formu-
las is concluded to be equal to |G]|.

The K-symmetry described above moves over the subgroups of G so as to
result in the occurrence of one or more stereoisomers of various subsymmetries
of G, even though a given pattern [0] is taken into consideration. Let the symbol
By denote the number of such stercoisomers as assigned to the partition [6]
(equation (101)), the generating function for By is expressed as follows:

P 0 0/ 9 0 9// 9// 9”
Z“BgXllez...Xf’pllp2 ) pr PPy D (104)
(0]

where the summation is concerned with all of the partitions ([#]) shown in equa-
tion (101). It should be noted that, if the molecular formula My (equation (102))
represents a chiral stereoisomer, it is combined with the molecular formula of its
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enantiomer so as to be interpreted by the following combined molecular formula:

I (<6,<6 A 0/ 0y _g/
By x B {Xllxzz---Xfrpllpz : Pr PPy - B

0 P 0" @l 9/, o/ _¢! _9;
+ X{'X7 .. .Xf’pllpz2 ..P DDy Dr }, (105)

which is based on equation (103). Because each stercoisomer (or each pair of
enantiomers) appearing in equation (104) has |G| fixed formulas, the numbers of
fixed formulas appear as the coefficients of the terms in the following generating
function:
01 o 0 65 _o/_6)  _g!
GI> BoXOXG .. XOp Py .. Py D, Py - Dy (106)
(0]

4.2. Number of fixed formulas per permutation

4.2.1. Sphericities of cycles

In the preceding discussions, the CFs has been clarified as follows: homo-
spheric double cosets correspond to achiral ligands; enantiospheric double cosets
correspond to achiral ligands as well as a enantiomeric pair of chiral ligands; and
hemispheric double cosets correspond to achiral ligands and chiral ligands.

A right coset representation (equation (4) and the corresponding double
coset representation (equation (19)) move concurrently through g (€ G), because
the set of right cosets (equation (1)) corresponds to the set of double cosets
(equation (15)) in one-to-one fashion.

Let the permutation p‘gR] (equation (3)) be represented by a cycle decompo-
sition involving the number vd(pgR]) of d-cycles, where we place

Zdvd(p[R]) =r. (107)

Thus, the permutation pg Rl (equation 3) possesses a cycle structure represented
as follows:

[R] [R])

AV [R])

1V1(Pg R])sz(P 7Vr(pg

(108)

Each d-cycle appearing in equation (107) acts on the corresponding set of
double cosets, which appears in equation (15). The action of the d-cycle varies
in accord with the sphericities of the double cosets.

Strictly speaking, equation (108) should be multiplied in accord with right
cosets to be considered. In other words, the H of (H\)G moves on the set of
subgroups of G so as to cover the right cosets to be considered. Even such cases,
however, we obtain cycle structures of the same kind as equation (108) so that we
can continue our discussion by using equation (108) without losing generality.



252 S. Fujital Combinatorial enumeration of stereoisomers

Next, the sphericities of double cosets proposed in the present paper shall
be correlated to those of cycles which have been formulated in Fujita’s proligand
method [9,10].

1. When g (€ G) is a proper rotation, a d-cycle of pEgR] (cf. equation (107)
whether d is odd or even) permutes d double cosets, which are equiva-
lent so as to construct a d-membered set of hemispheric double cosets, a
d-membered set of homospheric double cosets, or a d-membered set of
enantiospheric double cosets. It follows that the d-cycle is allowed to act
on chiral and achiral ligands of the same kind without any restriction.
The d-cycle is called a hemispheric cycle, which is designated by the sphe-
ricity index by. The action on each d-membered set can be expressed by
the following equation:

ba=X0 X4+ X pd A pd 4 DDA+ DY
(109)

which is called a ligand inventory for the hemispheric cycle.

2. Let g (€ G) be an improper rotation and the integer d be odd. A d-cycle
contained in pgR] (cf. equation 107) permutes d double cosets, which are
equivalent so as to construct a d-membered set of homospheric double
cosets. It follows that the d-cycle is allowed to act on achiral ligands of
the same kind. The d-cycle is called a homospheric cycle, which is des-
ignated by the sphericity index a4. The action on each d-membered set
can be expressed by the following equation:

ag =X{+ X4+ + X, (110)

which is called a ligand inventory for the homospheric cycle.

3. Let g (¢ G) be an improper rotation and the integer d be even. A d-cycle
contained in pLR] (cf. equation (107)) permutes d double cosets, which are
equivalent so as to construct a d-membered set of homospheric double co-
sets or a d-membered set of enantiospheric double cosets. It follows that the
d-cycle is allowed to act on a set of achiral ligands of the same kind or on a
pairwise set, which contains d /2 of chiral ligands of the same kind and d /2 of
their enantiomeric ligands. The d-cycle is called a enantiospheric cycle, which
is designated by the sphericity index ¢;. The action on each d-membered set
can be expressed by the following equation:

d/2_d/2 d/2_d/2 d/2_d/2

(111)

ca =X +X4+ -+ X +2p] +2p5 -4 2py

which is called a ligand inventory for the enantiospheric cycle.
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The present ligand inventories are the same contents as defined otherwise in Fuj-
ita’s proligand method [9,10].

4.2.2. Products of sphericity indices

The sphericities of cycles described above allow us to assign a product of
sphericity indices to each permutation pg (equatlon (3)) in accord with equa-
tion (107), i.e.,

$u1<pg ])$v2(p[R] $ud<p >._.$:r<p£’”)’ (112)
where the symbol $; indicates b, for a hemispheric cycle, a; for a homospher-
ic cycle, or ¢4 for an enantiospheric cycle. After the introduction of the ligand
inventories (equations (109)—(111)) into the product of sphericity indices (equa-
tion (112)), the expansion of the resulting equation produces a generating func-
tion for calculating the numbers of fixed formulas which are concerned with
equation (112). When g runs over G in the form of the right coset representation
H\G, the respective products (equation (112)) are summed up after the introduc-
tion of the ligand inventories so as to give the generating function:

Z$V1(pé 1)2(1171S $Vd(l’£ hy ) $;}r(p;[;R])’ (113)
3G

where the number of fixed formulas for each molecular formula (equation (102)
or equation (103)) appears as the coefficient of the corresponding term.

4.3. Fujita’s proligand method

4.3.1. Enumeration of achiral plus chiral stereoisomers

The total number of fixed formulas calculated from the numbers of fixed
formulas per stereoisomer (equation (106)) is equal to the total number of fixed
formulas calculated from the numbers of fixed formulas per permutation (equa-
tion (113)), because they are simply different in the orders of summation. Hence,
the equalization of equation (106) with equation (113) gives the following gener-
ating function:

010 66 SO0 o
D BeX{'XP - Xp)'py o7 PPy P
[0]
(A1
e L gnkhgntih g | gu i (114)

¢eG

where the sphericity indices $; (= a4, bg, cq) are replaced by the ligand invento-
ries shown in equations (109)—(111).
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To go on with further discussions, a CI-CFs is defined as follows:
1 (K] (K] [R] (plF)
CI-CF(G, $d> = @ z $‘1"l(l715 )$;2(Pg ) . $;d(Pg ) . $:j (pg ) (115)
¢eG

by using the right-hand side of equation (114) without introducing the ligand
inventories. For cases in which H of the (H\)G moves on the subgroups of G so
as to construct two or more orbits, the CI-CF should be expressed on the basis
of > ., (H\)G. Thereby, we obtain following theorem:

Theorem 4. Let (H\)G be a right coset representation of a point group G by
its subgroup H, where such a set of double cosets as represented by equations
(15) or (36) is governed by the corresponding double coset representation, i.e.,
(H\)G(/K) (equation (19)) or generally (H\)G(/g ngj_l) (equation (38). On the
action of g (€ G), the double coset representations (j = 1,2,...,s = (|G|/|K]))
moves concurrently with the right coset representation (H\)G.

Suppose the cycle structure of the (H\)G is represented by equation (108).
Each set of double cosets corresponds to a function, 1.e., fj (j =1,2,..., ors)
of F (equation (40)), where its components, f;(i) (i = 1,2,...,r(= |G|/[H])),
correspond to the double cosets of the set. Then, suppose that each component
of the function f; is ascribed to an achiral or a chiral ligand selected from such
a set of ligands as represented by equation (100) so that the resulting set F rep-
resents a stereoisomer having a molecular formula of the partition [0] (equations
(102) or (103)). The F is correlated to the K-symmetry, which runs over the sub-
groups of G so as to generate By non-equivalent stereoisomers. The numbers
of non-equivalent stereoisomers By contained in equation (104) appear as the
coefficients in a generating function represented as follows:

Qg

> BXIXE . X PPy D Py Dy = CI-CF(G, S0,  (116)
(0]

where the sphericity indices $; (aq4, by, or ¢g) in the CI-CF are replaced by the
ligand inventories shown in equations. (109), (110), or (111). O

For cases in which H of the (H\)G moves on the subgroups of G so as to
construct two or more orbits, this theorem should be formulated generally on
the basis of >, (H\)G. This means that the components of the f; should be
expressed as fi(i,i’,...) (i=1,2,....,r(=|G|/H]); i"=1,2,...,r (= |G|/|H);
as so on). Obviously, theorem 4 can be easily extended to satisfy such general
cases.

Example 15 [Achiral and chiral stereoisomers from a methane skeleton]. The
products of cycles for the permutations of the right coset representation (Cj3,\)Ty
(figure 3) give the corresponding products of sphericity indices, as shown also in
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figure 3. These are summed up in accord with equation (115) so as to give a CI-
CF for this case:

I
CI-CF(Ty.$0) = 5 (b + 363 + 8163 + 6afes + bcy) (117)

Let us consider the following set containing achiral and chiral ligands:
X={A,B, X, Y;p,q,1,8P,q, T, S} (118)

from which four ligands are selected as substituents, i.e., 05 of A, 0 of B, 0x of
X, Oy of Y (achiral ligands); 6, of p, 64 of q, 6; of r, 65 of s (chiral ligands); 95
of p, Qq of q, 0t of T, and 05 of s (enantiomeric chiral ligands) so as to generate
a stereoisomer having the following molecular formula:

Mys = AQABQBXGXYOYpQPqurGFSQ pepqe’_g’_e“ (119)

The powers of the respective ligands contained in equation (119) satisfy the fol-
lowing partition:

[9]:0A+9]3+9x+0y+9p+0q+9r+95+95+0§+9f+9§=4. (120)

According to equations (109)—(111), we obtain the following ligand inventories:

by =AY +B + X+ Y 4 p? b 41l s+ + T+ 45, (121)

ag =A% + B + X4 + Y9, (122)

ca =AY + B + X 4 Y 4 2p?7p% 4 2q47q4* 4 204772 4 250/25412,
(123)

After these ligand inventories are introduced into the CI-CF (equation (117)),
the resulting equation is expanded to give a generating function as follows:
= [ABXY] +[ppqq + -1 + [3(0* + P + -]

LA FAD + - T+ LA + AP + - I+ L@+ DD + -]

HEEP+PP) + 1+ [HAMPE+ AP + -]

+3(0°q* +D°T) + - 1+ [3(A’Bp+ A’Bp) + - -]

+[5(A’pq + A*PQ) + -+ 1+ [5(ABp” + ABp) + - -]

+H3(AP P+ ADP) + -1+ [3 (AP’ + AFD) + - -]

+H3(P'Pq + PP+ 1+ [3(0°qq +°qQ) + -1+ [3(p°ar + P°qD) + -+

+[3(ABXp + ABXP) + --- 1+ [3(ABpq + ABpq) + - - - |
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+[3(Appq + APpq) + - -1+ [3(Apar + ApaD) + - - -]

+[3(pBar + Ppar) + - - 1+ [3(pars + Pars) + - - -]

HA 1+ [AB A+ T H[AZBR 4+ [P ]

+HA’BX + -]+ [A’pp + -]+ [2ABpp +--- . (124)

The term in each pair of brackets in equation (124) is a representative for
representing stereoisomers of the same kind of partitions. For example, the
term %(p4 + 1_)4) in the third pair of brackets represents the terms, %(p4 + 54),
@t +qh, Ja*+1), and L(s* +5%). The coefficient of each term (i.e., molecu-
lar formula) indicates the corresponding number of stereoisomers. For the num-
bers of chiral stereoisomers, a comment should be again added here. The term
%(p4+1_)4) should be interpreted as designating 1 x %(p4+§4), the coefficient 1 of
which indicates the existence of one sterecoisomer (one enantiomeric pair) having
the molecular formula. On the other hand, the term %(ABXp + ABXDp) should
be interpreted as being 2 x %(ABXp-i—ABXﬁ), the coefficient 2 of which indicates
the existence of two stereoisomers (two enantiomeric pairs) having the molecular
formula. It should be noted that the terms ABXY and ppqq show special cases
of chiral stereoisomers in which respective enantiomers have the same molecular
formula. Hence, the terms should be interpreted as 1 x %(ABXY + ABXY) and
1 x 5(ppqq + Ppaq).

Obviously, two diastereomers of ABpp are correctly counted because the
coefficient of the term is equal to 2. Thus, this result is in agreement with the
stereochemical viewpoint (cf. figure 9). The existence of two enantiomeric pairs
corresponding to such a term as %(pqrs + pqrs) is also assured, as indicated by
the coefficient 2 of the term 2 x %(pqrs -+ pqrs).

The results described here are in agreement with those described in [23, 24],
which reported more detailed data itemized with subsymmetries. O

Theorem 4 has the same content as theorem 1 of Fujita’s proligand method
[9], which was proved otherwise without using the concept of double coset rep-
resentations proposed in the present paper. Moreover, the discussions described
for proving theorem 4 are expected to provide us with a common foundation for
comprehending Fujita’s USCI approach based on subduction of coset represen-
tations [11, 25], Fujita’s characteristicc-monomial (CM) method based on subduc-
tion of Q-conjugacy representations [26, 27], and Fujita’s enumeration method
based on subduction of dominant representations [12, 13], where these result in
the derivations of CI-CFs of the same kind as described in theorem 4. This point
will be a further target to be pursued.

4.3.2. Enumeration of achiral stereoisomers
In accord with the treatment described in [10], we consider the maximum
chiral subgroup G’ of the group G. Among the terms contained in equation
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(115), the terms corresponding to the subgroup G’ are collected to give the fol-
lowing CI-CF:

v1(pg) v (ph) va () v (pyh
CI-CF(G/, by) = |G/ > bt b2 O e (125)
¢cG’

where only hemispheric indices remain and |G| = |G|/2. Let us replace the CI-
CF in equation (116) by the CI-CF in equation (125) so as to give the following
equation:
ST BXOXE L XOpyipr . PPy By .. By = CLCF(G by),  (126)
(0]

where the sphericity indices b; are replaced by the ligand inventories shown in
equation (109). Then, we obtain a generating function for calculating the num-
ber of stereoisomers B, where an achiral stereoisomer is counted once, while a
chiral stereoisomer and its enantiomer are counted separately. Let the symbol
A represent a generating function for calculating achiral stereoisomers and the
symbol C represent a generating function for calculating enantiomeric pairs of
chiral stereoisomers. Then, equation (126) means that

CI-CF(G', by) = A+ 2C, (127)
while equation (116) means that
CI-CF(G, $4) = A+C. (128)
Hence A and C are calculated as follows:
A = 2CI-CF(G, $;) — CI-CF(G/, by), (129)
C = CI-CF(G/, by) — CI-CF(G, $y). (130)

The sphericity indices $; (i.e., aq, by, or c¢g) in the CI-CFs (equations (129) and
(130)) are replaced by the ligand inventories shown in equations (109), (110), or
(111). Obviously, the coefficient 2By — B;, (= Ap) for achiral stereoisomers and
the coefficient B, — By (= Cp) for enantiomeric pairs of chiral stereoisomers
appear in equations (129) and (130) after expansion.

Because of the relationship |G| = |G]|/2, the twice of the CI-CF(G, $,)
(equation (115)) contains the CI-CF(G/, b;) (equation (125)) once and only once,
where the terms contained in the CI-CF(G’, by) are concerned with proper rota-
tions. It follows that the remaining terms in the A (equation (129)) is concerned
with improper rotations only, i.e, G = G — G’. Thereby, we can define the
CI-CF 4 as follows:

[])

_ C VI(P[ h Uz([) vd(pg ) v,~(p£,R])
A= CI-CF 4(G, $,) = Z S, .3, .S , (131)

geG
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where the sphericity indices $; are ag or ¢y and no terms having b; appear. It
should be noted that the summation is concerned with improper rotations g € G
(= G — G) and the divisor is equal to |G| = |G|/2. By using equation (131),
the numbers of achiral sterecoisomers Ay are calculated according to the follow-
ing theorem:

Theorem 5. Suppose that the resulting set F described in theorem 4 represents
an achiral stereoisomer having a molecular formula of the partition [6] (equa-
tion (102)). The numbers of non-equivalent achiral stereoisomers Ay appear as
the coefficients in a generating function represented as follows:

o/ 9/ 9// 9// _9,,
Z:AQX?IXg2 . .Xf"pllp2 ) p, P,' Dy ... P = CI-CF 4(G,$4). (132)
[6]

where the sphericity indices $4 (ag or c¢g) in the CI-CF 4 (equation (131)) are
replaced by the ligand inventories shown in equations (110) or (111). o

Example 16 [Achiral stereoisomers from a methane skeleton]. From the data col-
lected in figure 3, the products of sphericity indices for the twelve improper rota-
tions are summed up in accord with equation (131) so as to give a CI-CF 4 for
this case:

CI-CF 4(Tg, $4) = (6a1cz + 6c4) ; (afcz + C4) , (133)

where we place Ty = T; — T. From the set X (equation (118)), four ligands are
selected as substituents, i.e., 05 of A, g of B, 0x of X, 6y of Y (achiral lig-
ands); 6, of p, Oq of q, 6; of r, O of s (chiral ligands); 91—) of p, 96 of q, 65 of T,
and 03 of s (enantiomeric chiral ligands) so as to generate a stereoisomer having
the molecular formula My (equation (119)). The powers of the respective ligands
contained in equation (119) satisfy the partition shown in equation (120). After
the ligand inventories shown in equations (122) and (123) are introduced into the
CI-CF 4 (equation (133)), the resulting equation is expanded to give a generat-
ing function as follows:

=[A*+ 1+ [A'B+- -]
+[2ABpp + - - 1. (1349

The term in each pair of brackets in equation (134) is a representative for repre-
senting achiral stereoisomers of the same kind of partitions. ]
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4.3.3. Enumeration of chiral stereoisomers
By combining equation (129) with equation (131), we obtain the following
equation:

2CI-CF(G, $4) = CI-CF(G', by) + CI-CF 4(G', b). (135)

This equation is introduced into equation (130) so as to generate the generating
function C for the numbers of chiral stereoisomers (enantiomeric pairs), i.e.,

C = 3CI-CF(G', bg) — 5CI-CF 4(G, $,). (136)

By introducing equations (125) and (131) into equation (136) (note that |G'| =
|G| = |Gl/2), we can define the CI-CF as follows:

C = CI-CF¢(G', $,)

1 v (pEh) v (P va () v (pyh
= S
¢eG’
[R]
_ Z $V1(pg VZ(pg $”d(pg )$:r(pg ) , (137)
¢cG

where the sphericity indices $; in the latter summation are a; or ¢4. It should
be noted that the first summation is concerned with proper rotations g € G';
the second summation is concerned with improper rotations g € G (= G — G');
and the divisor is equal to |G|. The comparison of the CI-CFp (equation (137))
with the CI-CF (equation (115)) reveals that the plus signs of the terms for the
improper rotations appearing in the latter (equation (115)) are simply changed
into minus signs so as to generate the former (equation (137)). By using equa-
tion (137), the numbers of achiral stereoisomers Cy are calculated according to
the following theorem:

Theorem 6. Suppose that the resulting set F described in theorem 4 represents
a chiral stereoisomer having a molecular formula of the partition [#] (equation
(102)). The numbers of chiral stereoisomers Cy appear as the coefficients in a
generating function represented as follows:
o/ 0/ 0//_9// _9//
> CoXPXP . X0 Py "B DS ... Py = CI-CFo(G. Sy, (138)
[6]

where the sphericity indices $; (b, aq, or ¢4) in the CI-CFp (equation (137)) are
replaced by the ligand inventories shown in equations (109), (110), or (111). O
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Example 17 [Chiral stereoisomers from a methane skeleton]. From the data col-
lected in figure 3, the 24 products of sphericity indices are summed up or sub-
tracted in accord with equation (137) so as to give a CI-CF for this case:

1
CI-CF¢(T.$0) = 5 (b + 363 + 8163 — 6afes — 6cy) (139)

From the set X (equation (118)), four ligands are selected as substituents, i.e.,
Oa of A, 6 of B, 0x of X, Oy of Y (achiral ligands); 6, of p, 64 of q, 6; of r,
05 of s (chiral ligands); 0% of p, 09 of q, 63 of T, and 65 of s (enantiomeric chi-
ral ligands), so as to generate a chiral stereoisomer having the molecular formula
My (equation (119)). The powers of the respective ligands contained in equation
(119) satisfy the partition shown in equation (120). After the ligand inventories
shown in equations (121)—(123) are introduced into the CI-CF (equation (139)),
the resulting equation is expanded to give a generating function as follows:

1 1
F/:[ABXY]+[p§qa+---]+[§<p4+134>+---]+[§<A3p+A3ﬁ>+---}

1 _ 1 3 |
+ §<Ap3+Ap3>+---]+[§<p3q+p3q>+---]+[§<p3p+p3p>+--~]

1 _ 1 o
+| 5 (A%D* + A%P?) +- ] + [§(p2q2 +P°q) + - }

1 1
+ 5(AZBp + A’Bp) + - ] + [E(Azpq +A%Q) + -- ]

1 1
+| 5 (ABp? + ABp?) + - ] + [E(Apzﬁ—FAﬁzp) +- ]

1 L 1 o0
+ E(Ap2q+Ap2q) +. } + [E(pzpq+p2pq) +- ]

[ a5 o |+ [ Lptar + 550 + - -
2pqurp qq) + + 2(p qr+p-qr) +

2 2
+| 5(ABXp + ABXP) + -- } + [z(AquJrABm) +- ]

2 2 _
+| 5 (APPq + APPY) + - ] + [E(qur+qur) +- }

2 o 2
+ E(ppqr +Pppqr) + - - ] + [E(pqrs +pqrs) + - ] - (140)

The term in each pair of brackets in equation (140) is a representative for repre-
senting chiral stereoisomers of the same kind of partitions. ]
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4.4. Polya’s theorem as a special case

As found easily, Polya’s theorem is a special case of theorem 4, where the
CI-CF (equation (115)) is reduced into the CI without CF (i.e., Pdlya’s CI).
Thus, the sphericity indices, by, aq, and ¢y, are replaced by a single dummy var-
iable s;. As a result, Polya’s theorem takes account of achiral ligands (or atoms)
only as substituents although this fact had not been mentioned explicitly until
Fujita’s proligand method was proposed [9]. If chiral ligands are considered in
an enumeration based on Polya’s Theorem, the result is inconsistent with stereo-
chemistry, as shown in the following example:

Example 18 [Stereoisomer enumeration without considering sphericities]. The
sphericity indices (by, a4, and c¢;z) appearing in equation (117) are replaced by a
single dummy variable s; so as to give the CI, which is equivalent to that derived
by Polya’s theorem:

1
CU(Ta.50) = 55 (st + 35 + 8153 + 6575 + 64 (141)

From the set X (equation (118)), four ligands are selected as substituents, i.e.,
Oa of A, 6g of B, Ox of X, 6y of Y (achiral ligands); 6, of p, 64 of q, 6; of
r, 65 of s (chiral ligands); 05 of p, Qq of q, 67 of T, and 65 of s (enantiomeric
chiral ligands), so as to generate a stereoisomer having the molecular formula
M (equation (119)). The powers of the respective ligands contained in equation
(119) satisfy the partition shown in equation (120). In this case, we use a ligand
inventory represented by the following equation:

sa =AY+ BT+ X+ Y 4 p? @ e s+ T 5 (142)

After the ligand inventory is introduced into the CI (equation (141)), the result-
ing equation is expanded to give a generating function as follows:

F’ = [ABXY]+[ppqq + - 1+ [(p* +PH) + - 1+ [(A’p+ A'p) + -]
HAP +AP) + - 1+ [P+ DD+ 1+ PP+ P+ -]
+HIAP2 + AP + - 1+ [(P*? +P°T) + - 1+ [(A?Bp + A?Bp) + -]
+[(A%pq + A’Pq) + - - -1+ [(ABp® + ABP?) + - - -]
+(AP*D + AD?p) + -1 + [(Ap*q + AP°Q) + - -]
+(p*Pq + P7pD) + -1+ [(p*qq + P°qq) + - - 1+ [(P*qr + P*qr) + - -]
+[(ABXp + ABXp) +---1+ [(ABpqg + ABpq) + - - - |
+[(Appq + Appq) + - - - 1+ [(Apqr + Apqr) + - - - ]
+[(pPqr + Ppar) + - - -1+ [(pqrs + pars) + - T+ [A* + - T+ [A’B+ -]
HAB? 4+ 1+ [P+ ]+ [APBX 4+ |+ [A%pP+-- -]
+[ABpp + - - - 1. (143)
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The term in each pair of brackets in equation (143) is a representative for rep-
resenting stereoisomers of the same kind of partitions.

Obviously, the two diastereomers of ABpp are regarded as a single stereo-
isomer, which is in disagreement with the stereochemical viewpoint (cf. figure
9). The existence of two enantiomeric pairs corresponding to such a term as
(ABXp + ABXPp) cannot be clarified by equation (143), although the two enan-
tiomeric pairs are so diasterecomeric to be counted distinctly.

The result (equation (143)) contains another type of disagreement with the
stereochemical viewpoint. Thus, the coefficient 1 of the term ABXY indicates
that the two enantiomers of this molecular formula is counted once. On the
other hand, such terms as appearing in (p* +§4) indicate that two enantiomers
counted separately. O

In order to avoid the disagreement described in example 18, we should
equalize chiral ligands (e.g. p) and their enantiomeric ligands (e.g., p). For this
purpose, we should use the following ligand inventory:

sa =AY+ B+ X4+ Y 4 p? 4 qf 419 + ¢ (144)

in place of equation (142). This means that ligands, even chiral, are regarded as
graphs, not as three-dimensional objects within the scope of Pdlya’s theorem. In
summary, Polya’s theorem is concluded to count graphs, not stereoisomers.

5.  Conclusions

The concept of double coset representations is proposed to characterize ste-
reoisomerism. Thus, when a skeleton belongs to a point group G, its substitu-
tion positions are governed by right coset representations (H\)G, where the H
is a subgroup of G. Then, a set of homomeric stereoisomers of K-symmetry is
governed by a double coset representation (H\)G(/K), which is based on dou-
ble cosets HgK (g € G). This is generalized to describe sets of homomeric ste-
reoisomers, which are governed by double coset representations (H\)G(/g ng/._l)

based on double cosets Hg(nggj_l), where the operations g; (j =1,2,...,s(=
|G|/|K])) are representatives of a left coset decomposition of G by K and g; = 1.
In order to treat chiral ligands as well as achiral ligands, the concept of spheric-
ities of double cosets is proposed so that double cosets are classified into homo-
spheric double cosets, enantiospheric double cosets, or hemispheric double cosets.
The sphericities of double cosets determine modes of substitutions (i.e., chirality
fittingness), where homospheric double cosets permit achiral ligands only; enan-
tiospheric double cosets permit achiral ligands or enantiomeric pairs; and hemi-
spheric double cosets permit achiral and chiral ligands. These results hold true
when H and K run over the subgroups of G.



S. Fujital Combinatorial enumeration of stereoisomers 263

In order to apply the sphericities of double cosets to combinatorial enu-
meration of stereoisomers, they are linked to the sphericities of cycles which are
ascribed to the right coset representation (H\)G. The resulting products of sphe-
ricity indices are used to construct a CI-CFs, which is proved to be identical with
the CI-CF introduced in Fujita’s proligand method [9].
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